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VoiatHe  Oil  qf  lAquid  Storas,  Cinnamene,  (Hnnamomint  (Htmamoii  Cinnamine. 

Cianamene,  Tvliioli  was  first  obtained  by  Simon  and  Herzog,  mixed 
with  a  large  quantity  of  benzin,  then  pare  by  Gerhardt  and  Cahonrs, 
was  considered  by  them,  as  well  as  by  £!.  Kopp,  to  be  identical  with  the 
oil  of  Storax  liquidus  first  obtained  by  Bonastre,  and  more  thoroughly 
investigated  by  Simon,  although  the  former  is  not  converted  into  solid 
metastyrol .  by  heating.  Blyth  and  Hofmann  conjecture  that  the 
cinnamene  is  mixed  with  other  hydrocarbons,  resulting  from  the  distilla- 
tion of  the  cinuamate  of  baryta,  which  prevent  the  transition  to  the  solid 
state;  this  is  rendered  more  probable  by  Hempel's  experiments,  who 
seems  to  have  obtained  real  styrol  by  distilling  cinnamate  of  copper,  and 
by  passing  cinnamic  acid  vapour  through  a  red-hot  tube.  It  appears 
doubtful,  whether  the  cinnamol  which  Scharling  obtained  by  distilling 
the  resin  of  Peruvian  balsam,  is  identical  with  styrol,  on  account  of  the 
difference  in  its  boiling  point,  and  its  behaviour  with  oxygen. 

Tou  xm.  ^  B 


2  PRIMARY  NIJCLEUS  CWRs :  STYROL  C^HS. 

Source,     In  Siorax  liquidus. 

Formation,  1.  Hempel  obtained  styrol  by  the  action  of  a  red  beat  npon 
cinnamic  acid. —  2.  Cinnamene  is  formed  in  tbe  dry  distillation  of  cinnamic 
acid  witb  excess  of  canstio  baryta  (Gerhard t  &  Cahours);  or  with  potash,  in 
which  case  a  considerable  quantity  of  benzol  is  formed  (Simon,  Herzog, 
Blyth  &  Uofmann);  in  the  dry  distillation  of  cinnamate  of  copper.  (£.  Kopp, 
Hempel.)  —  3.  The  oil  which  Mulder  obtained  by  the  action  of  a  red 
beat  on  oil  of  cinnamon,  and  the  oil  obtained  by  F.  d'Arcet,  in  the  same 
way  from  camphor,  have  properties  similar  to  those  of  cinnamene. — 
4.  The  oil  arising  from  ioe  dry  distillation  of  dragon's  blood  cOAtains 
styrol,  which  is  converted  into  metastyrol  by  rectification.  —  5.  The  oil 
named  by  Couerbe,  Octocarhure  quadAhydrique^  which  passes  over  after 
the  toluol  in  the  rectification  of  resin-oil,  seems  to  be  a  kind  of  styrol.  — 
6.  In  the  dry  distillation  of  the  resin  of  Peruvian  balsam  mixed  with 
pumice  stone,  a  distillate  is  obtunedj  containing  benzoic  acid,  wood  spirit, 
and  cinnamoL  (Scharling.) 

1.  JPreparation  of  StyroL ,  lOlbs.  of  liquid  storax  are  distilled  with 
7  lbs.  of  crystallised  carbonate  of  soda  (in  order  to  retain  cinnamic  acid), 
and -60  to  70  quarts  of  water.  An  aqueous  milky  distillate,  with  a  light 
yellow  oil  swimming  upon  it,  then  passes  over,  which  is  freed  from  wste^ 
by  chloride  of  calcium.  (Simon,  filyth  &  Hofmann.)  Out  of  41  lbs.  of 
liquid  storax,  12oz.  of  styrol  wore  obtained  by  distillation  ;  another  time, 
only  doz.  were  obtained  out  of  24  lbs.  of  older  storax.  (Blyth  8c 
Hofmann.) — Simon  took  for  20  lbs.  of  storax,  14  lbs.  of  crystallised 
carbonate  of  soda;  Blyth  and  Hofmann  found  that  7  lbs.  were  sufficient.  — 
The  quantity  of  styrol  obtained  from  20  lbs.  of  liquid  storax,  varies  from 
loz.  to  53OZ.,  probably  in  consequence  of  the  storax  being  prepared  by 
melting  out,  in  which  operation,  varying  quantities  of  oil  are  lost,  and 
because  the  older  the  storax,  the  smaller  is  the  proportion  of  styrol  con- 
tained in  it.  (Simon.)  E.  Kopp  distils  liquid  storax  with  5  or  6  times  its 
weight  of  pure  water,  because  soda  causes  considerable  frothing  and  OT*r- 
flowing.  In  order  to  obtain  styrol  perfectly  colourless,  it  is  rectified,  about 
one- third  being  thereby  converted  into  metastyrol,  which  remains  behind. 
(Blyth  &  Hofmann.)  Resin  of  Peruvian  balsam,  mixed  with  fragments 
of  pumice,  is  heated  in  a  retort  to  dull  redness;  and  the  oil  which  passes 
over,  together  with  benzoic  acid  and  an  aqueons  liquid,  is  subjected  to 
fractional  distillation.  The  part  which  passes  over  under  17^°,  and  is 
lighter  than  water,  is  collected,  repeatedly  distilled  with  solution  of 
caustio  potash,  allowed  to  stand  several  days  over  pieces  of  caustic* 
potash,  and  then  distilled  at  a  temperature  not  exceeding  150°.  The 
distillate  is  dried  with  chloride  of  calcium,  treated  with  potassium^ 
whereby  hydrogen  is  evolved,  and  the  fluid  part  is  decanted  from  the 
resulting  gelatinous  precipitate,  and  distilled  ;  the  boilinff  point  gradually 
rises  from  lOO'^  to  140%  at  which  point  all  the  styrol  has  pawed  over, 
whilst  metastyrol  remains  behind,  to  the  amonnt  of  two-thirds  of  the 
liquid  employed.     (Scharling.) 

2.  Preparation  of  Cinnamene,  1  part  of  cinnamic  acid  is  distilled  at 
a  gentle  heat  with  4  parts  of  caustic  baryta.  With  careful  heating  the 
residue  is  bat  little  blackened,  and  nothing  is  formed  but  carbonic  acid 
iwd  cinnamene.  —  When  1  part  of  cinnamic  acid  is  distilled  over  a  naked 


STYROL.  « 

charcoal  fire  with  3  pts.  of  dry  caustic  potash,  the  heat  being  gradaally 
raised,  first  water  passes  over^  and  then  a  clear  oil,  which  at  last  ifl 
tinged  brown,  whilst  carbonate  of  potash  and  charcoal  remain  in  th« 
retort.  The  oil  which  has  passed  oyer  is  rectified.  (Simon,  Heriog.)  — 
Mitscherlich  (Lehrb.  4  erf.,  1,179)  showed  that  the  oil  thus  obtained, 
which  according  to  Herzog,  boiled  at  89*,  could  not  be  a  pure  product; 
Blyth  and  Hofmann  found,  that  by  submitting  it  to  fractional  distillation. 
ben«ol  distilled  orer  at  100°;  that  which  passed  over  afterwards  could 
not  be  obtained  at  constant  boiling  point,  the  thermometer  gradually 
rising  to  200°.  The  distillate  at  140°  formed  with  bromine  a  white 
czyatalline  mass,  similar  in  its  properties  to  bromide  of  styrol. 

3.  If  the  yapour  of  ciunamic  acid  be  passed  through  a  tube  filled 
with  fragments  of  glass,  at  a  dull  red -heat,  a  dark  brown  liquid  is 
obtained,  which  on  rectifying  with  water,  yields  pure  styrol.  (HempeL) 
—  4.  Cinnamate  of  copper  (obtained  by  precipitating  the  potash  salt  with 
sulphate  of  copper,  washing  the  precipitate  and  drying  at  100°)  is 
submitted  to  distillation,  and  the  colourless  oil  which  has  passed  over, 
is  freed  from  'undecomposed  cinnamio  acid  with  dilute  potash,  washed 
with  water,  dried  with  chloride  of  calcium,  and  rectified.  (Hempel, 
E.  Kopp.). —  5.  Vapour  of  oil  of  cinnamon,  or  oil  of  cassia,  is  passed 
through  a  tube  heated  to  bright .  redness,  the  receiver  being  cooled  with 
a  freezing  mixture.  (Mulder.)--6 .  Vapour  of  camphor  is  passed  over  iron 
at  a  red  heat^  and  the  resulting  oil  is  rectified  at  145°.  (F.  d'Arcet.)  — 
7.  On  rectifying  the  oil  obtained  by  the  dry  distillation  of  dragon's 
blood,  an  oil  is  .obtained  at  ISO"",  which  by  repeated  distillation,  at  first 
yields  only  toluol,  then  a  mixture  of  toluol  and  styrol,  and  lastly  pure 
styrol.    (Blyth  &  Hofmann.) 

PropeHk$,  Styrol  is  mobile  and.  perfectly  limpid  (Simon,  Blyth  & 
Hofmann);  refracts  light  like  creosote.  (Simon.)  Index  of  refraction  for 
the  red  ray  =  1-532  (Blyth  &  Hofmann),  1-505.  (Scharling.)  Like  liquid 
storax,  it  has  an  odour  of  naphthalin  (Simon);  it  has  a  strondy 
persistent  peculiar  aromatic  odour  of  benzol  and  naphthalin,  and  a 
burning  taste.  (Blyth  <&  Hofmann.)  Sp.  gr.  =  0-924.  Boils  at  145*75  . 
Makes  grease-spots  on  paper  which  rapidly  disappear.  (Blyth  &  Hofmann/) 
Boils  below  140°.  (Scharling.)  Becomes  somewhat  less  mobile  at  —  20  , 
but  does  not  solidify.  It  is  converted  into  solid  me  tasty  rol  when  heated, 
either  to  its  boiling  point,  or  for  half  an  hour  to  200°,  or  when  kept  at 
100°  for  a  considerable  time  in  a  sealed  glass  tube.  (See  Metastyrol,') 
(Blyth  &  Hofmann,  Hempel.)  —  Cinnamene  is  perfectly  limpid  ana 
smells  very  much  like  benzol  (Oerhardt  &  Cahours);  has  an  odour  very 
like  that  of  styrol,  but  more  pleasant  (Blyth  &  Hofmaun);  it  is  colourless, 
very  mobile,  refracts  light  very  strongly  like  bisulphide  of  carbon;  has  a 
penetrating  aromatic  odour,  and  a  burning,  peppery,  aromatic  taste, 
leaving  a  sweetish  after-taste.  (£.  Kopp.)  Sp.  gr.  2*951  at  0°  [it  should 
be  0-951.  Gm]  at  15**  only  =  0-928.  (E.  kopp.)  Vapour  density  =  3-55. 
(Cahours  &  Oerhardt.)     Boils  at  140°  rCahours  &  Gerhardt);  at  144°. 

iE.  Kopp.)    When  pure  cinnamene  is  reauced  to  one-fifth  of  its  bulk  by 
tistillation,  the  residue  is  pale  yellow  and  very  thick,  but  never  so  solid 
as  in  the  case  of  styrol;  the  residue  on  being  entirely  distilled,  yields 

terfectly  fluid  cinnamene.    (E.  Kopp.^     The  oil  which  Hempel  obtained, 
y  distillinK  cinnamate  of  copper,  or  by  passing  the  vapour  of  cinnamio 
^id  throu^  a  red-hot  tube,  yielded  metastyrol  when  rectified. 

The  oil  obtained  by  passing  the  yapour  of  camphor  over  red-hot  iron, 
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*  P&IMART  NUCLEUS  C«H«j  STYROL  C"H». 

i0  of  a  pale  yellow  colour,  lighter  than  water,  and  has  a  peculiar  odour 
which  is  different  from  that  of  camphor,  if  the  distillation  by  conducted 
slowly.  (F.  d'Arcet.)  The  oil  obtained  by  passing  the  vapour  of  oil  of 
cinnamon  or  of  cassia  through  a  red-hot  tube,  remains  fluid  at  10%  and 
boils  at  153^.  (Mulder.)  Couerbe*s  Odooarbure  quadrihydrique,  is  a 
pale  yellow  liquid,  of  sp.  gr.  0*838;  it  smells  strongly  of  phoaphoretted 
hydrogen,  and  distils  between  135''  and  i40''. —  Vapour  density  s  3*765. 
It  rapidly  absorbs  oxygen  from  the  air,  and  reddens  on  the  addition  of 
snlphnric  acid. 

nSSiit.       H««P«^-     F.d'Aroct.      Molder. 
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8H....      8    ....      7'69    7-92     ....      805     ....      7*65    ....      7*88 


C?«H«....  104    ....  100-00     100'29    ....    99-U    ....    98-73    ....    98-67 

^SSiu™."^        Couerbe.  Scharlmg. 

16  C     92-35     91-80    91-93 

8H    ^      7-70    7-77     8-07 

CWH»  100-05    99-57    100-00 

Vol.  Density. 

C.  Vtpour    16    6-6560 

H-G«s  8    0-6544 

-  ■  ■ 

Styrol  Tspour  2    7*3104 

1     3-6552 

Deeompositums,    1.  The  yaponr  of  styrol  may  be  passed  through  a 

red-hot  glass  tube  without   decomposing.      A  cotton  wick  steeped  in 

styrol,  bums  with  a  bright  and  very  smoky  flame.    (Blyth  &  Hofmann.) 

It  absorbs  free  oxygen  at  common  temperatures.     (Bonastre,  Blyth  & 

Hofmann.)  Styrol  absorbs  oxygen  slowly  (17*2  per  cent,  in  five  months), 

and  forms  a  soft  amorphous  mass,  which  yields  but  little  pure  acid  when 

treated  with  ammonia;  the  soda-salt  of  this  acid  in  alcoholic  solution, 

gives  an  abundant  precipitate  with  nitrate  of  silver,  which  soon  blackens, 

and  corresponds  to  the  formula  C^H'AgO^;  the  portion    insoluble  in 

ammonia  contains  metastyrol  and  a  soft  resin  of  an  agreeable  odour, 

soluble  in  ether.     The  styrol  obtained  from  the  resin  of  Peruvian  balsam, 

absorbs  less  oxygen  (scarcely  4  per  cent),  and  becomes  gradually  filled 

with  lons^  crystalline  needles,  which  dissolve  with  the  gentlest  heat,  and 

form  with  ammonia,  a  yellow  oily  liquid,  which  is  readily  soluble  in 

alcohol,  and  on  evaporating,  yields  a  crystalline  salt  mixed  with  resin, 

which  on  being  recrystallised  from  water,  gives  a  small  precipitate  with 

nitrate  of  silver,  moderately  soluble  in  water.    This  precipitate  blackens 

in  the  dark,  and  contains  53*8  per  cent.  AgO,  so  that  it  cannot  contain 

benzoic  acid;  uo  metastyrol  is  formed.     (Scharling.)  —  2.   Sterol   is 

resinised  by  distillation  with  nitric  acid,  benzoic  and  hydrocyanic  acids 

being  formed,  as  well  as  nitrostyrol  and  a  resin.    (Simon.)     Common 

nitric  acid  acts  very  slowly  on  styrol  when  merely  warmed  with  it; 

on  boiling,  the  styrol  becomes  yellow,  and  distils  over  with  the  add 

but  slightly  altered,  and  only  after  being  redistilled  five  or  six  times, 

becomes  more  viscid,  at  last  sinks  to  the  bottom,  and  solidifies  into  a 
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browD  renn  on  cooling.  The  oily  diopa  whicb  pass  over  with  the  water, 
no  longer  smell  of  st3rrol,  bnt  pecnliarly  sharp,  like  cinnamon,  and  excite 
tears ;  thej  are  a  solution  of  nitrostjrol  in  other  oils,  probablj  stjrol 
and  -oil  of  bitter  almonds,  and  solidify  at  20^  into  a  crystalline  mass, 
which  leaves  crystals  of  nitrostyrol  on  beioff  pressed.  The  aqueous  acid 
liquid  deposits  on  cooling,  crystals  of  benzoic  and  nitrobenzoic  acids;  the 
resinous  residue,  after  being  repeatedly  washed  with  water,  dissolves  for 
the  most  part  in  boiling  water,  whilst  nitrostyrol  evaporates  with  the 
steam;  when  no  more  nitrostyrol  passes  over,  the  solution  solidifies  on 
cooling  into  a  crystalline  mass,  consisting  of  benzoic  and  nitrobenzoic 
acids,  the  relative  quantities  of  which  depend  upon  the  strength  of  the 
nitric  acid;  undiluted  commercial  nitric  acid  yields  principally  nitro- 
benzoic acid,  while  the  diluted  acid  yields  chiefly  benzoic  acid,  which  on 
boiling,  partly  evaporates  with  the  nitrostyrol.  The  formation  of 
benzoic  acid  is  prolmbly  preceded  by  that  of  oil  of  bitter  almonds,  at 
least  the  distillate  at  a  certain  period  smells  decidedly  of  that  substance; 
prussic  acid  does  not  appear  to  be  present.  Styrol  dissolves  in  fuming  nitric 
acid  with  great  evolution  of  heat,  and  forms  a  deep  red  solution ;  red  vapours 
are,  however,  evolved,  even  when  the  styrol  is  gradually  added  and  the 
liquid  artificially  cooled.  Water  precipitates  from  the  solution  a  soft 
yellow  resin,  of  the  odour  of  nitrostyrol,  which,  after  washing  with 
water,  yields  by  distillation  with  water,  rather  more  nitrostyrol  than 
IS  obtained  by  the  use  of  a  weaker  acid.     (Blyth  &  Hofroann.) 

Cinnamene  is  converted  by  nitric  acid  into  a  crystalline  mass,  which 
appears  to  be  benzoic  acid.  (Gerhardt  &  Cahours.)  When  gradually 
dropped  into  fuming  nitric  acid,  it  dissolves  with  considerable  evolution 
of  heat  and  red  vapours  ;  water  precipitates  from  the  solution  a  resin, 
which  yields  nitrostyrol  when  distilled  with  water.  On  boiling  with  an 
excess  of  concentrated  nitric  acid,  the  solution  becomes  filled,  when  cool, 
with  needles  of  nitrobenzoic  acid.  (E.  Kopp.)  -—  3.  When  nitrous 
acid  is  passed  through  heated  styrol,  a  violent  reaction  takes  place  and 
vapours  are  evolved  which  possess  the  irritating  odour  of  nitrostyrol,  and 
an  inodorous  crystalline  suostance  is  formed,  almost  insoluble  in  water, 
alcohol  and  ether;  this  substance  has  not  been  more  closely  investi- 
gated. (Blyth  &  Hofmann.)  —  4.  When  styrol  is  distiUed  with  sulphuric 
acid,  bichromate  of  potash  and  water,  much  unaltered  styrol  passes  over 
with  the  vapour  of  water:  it  is  only  when  the  residue  oecomes  thicker 
that  an  action  takes  place;  and  on  continuing  the  distillation,  crystals  of 
benzoic  acid  begin  to  float  on  the  distillate.  (Blyth  k  Hofmann.)  Cinna- 
mrae  mixed  with  concentrated  chromic  acid,  solidifies  almost  imme- 
diately into  a  blackish  brown  mass. — On  boiling  this  mass  with  water,  the 
chromic  acid  is  reduced  and  white  sublimed  crystals  of  benzoic  acid  are 
formed.    (£.  Kopp.) 

5.  Styrol  absorbs  ehlarine  with  avidity.  If  the  gas  is  slowly  passed 
through,  and  the  styrol  kept  cool  and  protected  from  sunlight,  no  hydro- 
chloric  acid  is  evolved  and  Uie  oil  is  completely  converted  into  thick  chloride 
of  Mtyrol;  if  more  chlorine  is  passed  through  the  liquid,  an  evolution  of 
hydrochloric  acid  comqaences,  because  the  hydrogen  in  the  styrol  then 
begins  to  be  replaced  by  chlorine.  When  chlorine  is  passed  through 
Btyrol  exposed  to  sunshine,  a  large  Quantity  of  hydrochloric  acid  is 
evolved,  and  the  oil,  after  several  days,  oecomes  converted  into  a  viscid 
liquid  which  evolves  still  more  hydrochloric  acid  if  the  action  of  chlorine 
be  continued.  (Blyth  &  Hofmann.)  —  6.  With  excess  of  hromint^  styrol 
becomes  heated  almost  to  boiling,  evolves  hydrobromic  acid,  and  is  con- 
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rerted  into  solid  Immide  qfstpt^ol.  If  bromine  be  rery  slowly  sdded  to 
styrol,  the  whole  being  kept  cool^  no  hydrobromic  Spcid  is  evolved. 
(Blyth  A  Hofmann.)  Cinnamene  forms,  with  excess  of  bromine,  a  solid 
crystalline  mass  of  bromide  of  styrol.  On  adding  the  bromine  gradnally, 
no  hydrobromic  acid  is  evolved.  (Gerhardt  &  C^hours,  E.  Kopp,  Blyth, 
and  Hofmann.)  —  7.  With  hydrochloric  aoid  and  chlorate  of  potash 
styrol  behaves  in  the  same  manner  as  with  chlorine.  (Blyth  &  Hof- 
mann.) With  fnming  snlphuric  aoid  styrol  becomes  viscid  and  dark- 
eoloured ;  water  precipitates  a  brownish  resin  from  the  solution,  and  the 
acid  filtrate  forms,  with  carbonate  of  baryta,  a  soluble  salt,  which  cannot 
be  obtained  crystallised,  and  probably  contains  an  aoid  analogous  to 
bedsosnlphnric  acid.  (Blyth  &  Hofmann.)  Fuming  sulphuric  aoid 
seems  to  form  a  conjugated  acid  with  cinnamene.   (Gerhardt  &  Cahours.) 

Oomhinations,  Styrol  is  very  slightly  soluble  in  water,  but  imparts 
to  it  its  smell  and  taste  ;  the  nndissolved  styrol  at  the  same  time  takes 
up  a  very  small  quantity  of  water.  (Blyth  &  Hofmann.)  —  Cinnamene 
is  not  soluble  in  water. 

Btyrol,  heated  with  phosphorus  or  sulphur,  dissolves  a  considerable 
quantity,  which  crystallises  out  on  cooling.  It  dissolves  in  bisulphide  of 
carbon.  (Blyth  &  Hofmann.)  —  Cinnamene  is  soluble  in  bisulphide  of 
carbon. 

Styrol  is  miscible  in  all  proportions  with  absolute  alcohol,  and  dis* 
solves  less  in  aqueous  alcohol  the  more  water  the  latter  contains ;  it 
mixes  with  ether  in  all  proportions,  and  is  soluble  in  wood-spirit,  acetone, 
and  in  oils,  both  !at  and  volatile.  (Blyth  &  Hofmann.)  —  Cinnamene 
dissolves  in  alcohol,  ether,  and  in  volatile  oils. 

Caoutchouc  swells  up  in  heated  styrol,  but  dissolves  only  to  a  slight 
extent.     (Blyth  Sc  Hofmann.) 


Metastyrol   C"H-. 

OiiBMARD  &  BovDAULT  (1844).     Compt.  rend.  19,  ^9 ;  iV.  J.  Phann,  6, 

257;  J.  pr,  Ohem.  33,  466. 
E.  Simon.    Ann.  Fhai'm.  31,  266;  Pharm,  Cenir,  18^9,  858. 
Bltth  &  Hofmann.    Ann,  Pharm.  53,  jSll;  Pharm,  ChUr,  lUiH,  423. 
HsMPEii.    Ann.  Pharm,  59,  316;  Pharm.  Oentv.  1847,  IQl. 

Draconyl,  Oxide  qf  Styrol. 

Formation  and  Preparation.  1.  When  the  oil  obtained  by  the  dry 
distillation  of  dragon's  blood  is  distilled  with  water  in  order  to  purify  it, 
and  then  rectified,  there  remains  in  the  retort  a  mixture  of  metastyrol 
with  a  certain  quantity  of  toluol,  from  which  the  toluol  is  removed  by 
alcohol^  the  metastyrol  being  left  behind  as  a  colourless,  soft,  resinous 
mass.  After  being  repeatedly  washed  with  alcohol  and  dried  with  fre- 
quent stirring  at  150°,  it  becomes  perfectly  solid.     (Glenard  &  Boudanlt.) 

2.  When  anhydrous  styrol  is  heated  in  a  retort  fitted  with  a  ther- 
mometer, copious  vapours  are  evolved  between  from  100°  to  120'';  at 
145*^,  the  mass  begins  to  boil  and  a  considerable  quantity  of  styrol  passes 
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pver,  the  thermometer  rem^^IniDg  stationary;  but  it  suddenly  begins  tp 
rise^  and  so  rapidly  that  it  must  be  quickly  removed  from  the  retort. 
I'he  liquid  has  then  become  thickish,  and  scarcely  anything  more  distils 
oyer;  on  cooling,  the  mass  solidifies  into  a  transparent  glass,  which  i^ 
metastyrol,  amounting  to  more  than  one-third  of  the  styrol  employed. 
Simon  refrarded  it  as  resinized  styrol,  and  called  it  Oj:ide  qf  St yioL  — Sty To\  inclosed 
in  sealed  glass  bulbs,  placed  in  boiling  water,  becomes  thick  in  two  days, 
and  is  completely  solid  on  the  third;  in  a  strong  glass  tube,  at  200^,  the 
change  takes  place  in  half  an  hour.  —  Styrol  exposed  in  glass  bulbs  to 
the  hot  summer's  sun,  requires  three  weeks  for  its  conversion;  perhaps 
the  light  also  acts  in  this  case,  since  styrol,  preserved  in  the  dark, 
remained  fluid  for  hve  years.  —  In  order  to  purify  metastyrol  from  styrol 
for  analysis,  it  is  boiled  with  ether  till  it  swells  into  a  jeUy:  the  ether 
which  has  dissolved  the  accompanying  styrol  is  poured  oft^  and  the 
residue  dried  in  a  water- bath.  All  the  ether  then  evaporates  and  the 
metastyrol  remains  as  a  white,  inodorous,  tasteless,  and  easily  friable 
sponge;  it  is  finely  pulverised,  boiled  with  alcohol,  and  dried. 

3.  On  rectifying  the  oil  obtained  by  the  dry  distillation  of  ctnna* 
mate  of  copper,  a  ceitain  quantity  of  metastyrol  remains  in  tbe  retort, 
(liempel.) 

Propertif.  Metastyrol  is  perfectly  limpid,  and  refracts  light  as 
strongly  u  styrol.  (According  to  Scharling,  the  index  of  refraction  of 
thick,  tarpentinorlike  metastyrol,  for  the  red  ray,  is  only  1-4^9.  Ann. 
JBJuirm.  97,  197.)  At  the  ordinary  temperature,  it  is  solid,  and  may  be 
cut  with  a  knife;  when  heated,  it  becomes  soft  and  tliready,  like  melted 
glass,  and  is  quit^  destitute  of  taste  and  odour.  (Blyth  &  Hofmann.) 
JSp.  gr.  =  1*054  at  13°.  (Scharling.)  On  continued  beating  it  becomes 
again  fluid,  and  distils,  all  but  a  trace,  as  pure  styrol.  (Blyth  to  Hof- 
mann.) Qlenard  &  Boudault,  who  had  not  remarked  this  property,  assert 
that  draoonyl  is  not  volatile  of  itself,  but  that  it  may  be  distilled  together 
with  another  hydrocarbon. 

Glensrd  &       Blyth  &      u         i         civ 
Boudault.     HofLnn.      "^""P^^'        ^^«^^^^ir 

1$  C  ....    96    ....     92-31     92-32     ....     9205     ....     92-10    ....     9193 

8  H  ....      8    ....      7-69    7-81     ....      800     ....      7*98    ....      807 

C»«H»....  104     ....100-00     100-13     ....100-05     ....100-08     ....10000 

Metastyrol  is  isomeric  or  polymeric  with  styrol. 

It  barn9  with  a  ^moky  flame.    (Glenard  &  Boudault.) 

Decompositions,  1.  Metastyrol  is  not  attacked  by  common  nitric 
acid,  but  is  dissolved  by  fuming  nitric  acid,  with  evolution  of  red  vapours; 
water  precipitates  nitrometastyrol  from  the  solution.  (Glenard  &,  Bou^ 
dault,  Blyth  &  Hofmann.)  If  the  boiling  be  continued  too  lonff,  watier 
likewise  precipitates  a  substance  richer  in  carbon  and  pporer  in  nitro- 
gen. (Blyth  &  HofmaAn.) : —  2.  Strong  sulphuric  acid  is  without  action 
in  the  cold,  bnt  on  heating,  sulphurous  acid  is  evolved  and  the  metastyrol 
becomes  charred.    (Glenard  &  Boudault,  Bljth  &  Hofmann.) 

Combinations,  Metastyrol  does  not  dissolve  in  water  or  alcohol, 
either  hot  or  cold     (Glenard  &  Boudault,  Blyth  &  Hofmann.)    In  boiling 
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etber,  it  swella  up  to  six  or  eight  times  its  yolnnie,  whilst  a  small  quan- 
tity dissolves  ana  is  deposited  on  evaporation  as  a  ihin  transparent  film. 
Oil  of  turpentine  also  dissolves  traces  of  it.  (Bljth  &  Hofmann.)  It 
dissolves  with  the  aid  of  heat  in  volatile  and  fattj  oils^  but  separates 
oat  on  cooling.     (Bljrt    &  Hofmann.) 


Toluylic  Acid» 

C"H«0*  =  C"H,W. 

NoAD.    (1847.)    PhU.  Mag^  J.  32,  19;  Anji.  Pharm,  63,  288;  Mem. 
Chem.  Soc.  S,  425;  J.  pr.  Chem.  44,  145;  Phai-m.  Centr.  1848,  178. 
K.  Kraut.  Inaug.  distei'L  on  Ouminol  and  Cymene.    Gott.  1854,  p.  20. 

Formation,    By  the  action  of  dilute  nitric  acid  on  cymene. 

Preparation.  1  pt.  of  cjrmene  is  distilled  in  a  spacious  retort  with 
4  pts.  of  a  mixture  of  common  nitric  acid  with  6  times  its  volume  of 
water,  the  distillate  being  repeatedly  poured  back  into  the  retort.  The 
reaction  takes  place  quietlv,  the  oil  first  becoming  blue,  then  dark  yellow, 
then  viscid,  and  finally  sinking  to  the  bottom.  The  operation  is  finished 
when  the  drops  of  oil  which  at  first  float  upon  the  distillate  are  replaced 
by  white  crystals,  and  the  retort  on  cooling  becomes  filled  with  white 
crystals.  (Noad.)  If  this  method  is  exactly  followed,  which  requires 
continuous  boiling  for  a  week,  and  the  toluylic  acid,  as  it  is  formed,  is 
removed  so  as  to  prevent  any  farther  action  of  the  nitric  acid,  the  acid 
obtained  is  perfectly  pure.  (Kraut.)  —  The  toluylic  acid  is  the  purer  the 
weaker  the  nitric  acid,  and  the  more  slowly  the  distiUation  is  conducted; 
stronger  acid  acts  violently,  and  forms  nitrotoluylic  acid,  which  is  difii- 
cult  to  separate.  In  order  to  efiect  the  separation,  the  mixture  is  first 
freed  from  nitric  acid  and  a  yellow  resin  by  boiling  with  milk  of  lime ; 
the  filtered  solution  of  the  lime-salt  is  then  precipitated  by  hydrochloric 
or  nitric  acid;  the  precipitated  acids  are  dissolved  in  baiyta  water,  and 
evaporated  on  a  water-bath;  the  residue  is  treated  with  water;  the  solu- 
tion filtered  from  the  nitrotoluylate  of  bar3rta,  which  is  difiiculUy  soluble, 
is  next  evaporated,  again  treated  with  cold  water,  and  filtered;  and  this 
treatment  is  repeated  till  no  more  nitrotoluylate  of  baryta  separates  out. 
The  liquid  is  then  precipitated  by  an  acid,  and  the  product  is  recrystaUised* 
(Noad.) 

Properties.  Toluylic  acid  is  precipitated  from  its  salts  by  nitric  or 
hydrochloric  acid,  as  a  white  curdy  mass  consisting  of  microscopic 
needles;  it  crystallises  from  hot  water  in  needles.  Melts  when  heated 
and  sublimes  without  decomposition  in  beautifid  needles.  When  per- 
fectly pure  it  is  inodorous  ana  tasteless,  but  when  slightly  impure  it  has 
a  peculiar  repulsive  odour,  slightly  resembling  that  of  bitter  almonds. 

Noad*  Kraut. 

16  C  96  ....  70-58 70-20  70-18 

8  H 8  ....   5-88  5-97  5-67 

4  O    32    ....    23-54    23-83  24-15 

CWHK)*  136    ....  100-00 100-00    .,  100-00 

Isomeric  with  benxoate  of  methyl  and  hydride  of  anisyL 
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DecomposUions.  Toloylio  acid  splits  up  into  carbonic  acid  and  tolno 
irhen  heated  with  baryta  or  lime: 

,  C'«H»0*  -  C"H«  +  2C0«. 

2.  When  boiled  with  strong  nitric  acid,  it  forms  nitrotolnylic  acid. 
(Noad.^  In  the  animal  organism,  it  is  conrerted  into  a  ciystalliney  indif- 
ferent l>ody,  which  may  be  separated  from  the  nrine  by  ether.  (Hof- 
mann,  Ann.  Fharm*  74, 342.)  After  taking  tolnylic  acid,  ether  sepa- 
rates from  the  nrine  a  crystallisable  substance  which  is  precipitated  in 
the  amorphous  state  from  its  ammoniacal  solution  by  acids,  and  forms  a 
silyer-salt  which  readily  blackens.     (Kraut) 

Combinations,  Toluylio  acid  dissolves  largely  in  boiling  water,  and 
crystallises  out  on  cooling. 

The  salts  of  tolnylic  acid  (C*H^MO^)  are  obtained  by  direct  combina- 
tion or  by  double  decomposition. 

TobiylaU  of  Ammonia  forms  small  prisms* 

Toluylate  ofiPolaJi  is  obtained  by  exactly  neutralising  the  acid  with 
potash;  it  forms  long  shining  needles. 

Toluylate  of  Baryta^  prepared  like  the  preceding,  forms  confused  * 
crystals. 

Noad. 

CWH'0»     ............     1280  ....    62-56 

BaO  76-6   ....    37  44     37*37 

C»H'BaO< 204-6  ....  10000 

Toluylate  of  Lime  cxystalliscs  from  its  concentrated  aqueous  solution 
ill  long  shining  needles. 

Toluylate  cf  Copper. —  The  potaeh-salt  forms  with  sulphate  of  copper 
a  bright  blue  precipitate,  which  is  sparingly  soluble  in  water,  and 
dissolres  with  dark  blue  colour  in  ammonia. 


CMH'O*    

....    128*0  .M«    76*28 

Koad. 

CuO  

....      39*8   ....    23-72    .. 

......    24*28 

C"H7CttO<    

....     167-8  ....  lOO'OO 

Toluylate  of  Silver,  —  On  precipitating  neutral  toluylate  of  ammonia 
with  nitrate  of  silver,  a  curdy  precipitate  is  formed,  which  is  washed  with 
cold  water.    It  crystallises  »om  hot  water  in  small  needles. 

Koad. 

1«C  96  ....  39-55  39-20 

7H  7  ....  2-88 3-03 

Ag  108  ....  44-44  44-44 

4  0  32  ....  13-13  13-33 


C»*H7AgO*  243  ....  10000  lOOOO 
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Toluylate  of  EihyL 

C»H«0*  =  C*H»0,CPH^O". 
NoAP.     Ann.  Pharm.  03,  295 j  Pharwi.  Oentr.  1848,  170. 

Hydrochloric  acid  gas  is  passed  ipto  a  solution  of  toluylic  acid  in 
absolute  alcohol  until  it  is  saturated;  about  two-thirds  are  then  distilled 
off,  and  the  residue  is  mixed  with  water,  which  separates  out  a  heavy 
black  oil.  This  is  purified  from  free  acid  by  digestion  in  ammonia, 
washed  wiih  water,  dried  with  chloride  of  caloiumj  and  rectified. 

Colourless  liquid,  which  boils  at  328%  has  a  pleasant  .aiour  like 
cinnamic  and  benzoic  ethers,  and  a  sweetish  taste. 

Nona. 

20  C  120    ....     73-17     72-90 

12  H 12    ....      7-32    7  62 

4  O  32     ....     19-51     19-58 


C»H»0<   164     ....  100-00     10000 


Oxygen-nucleus  C"H*H)». 

Fhihalic  Acid. 
C^H'O'  =  C"H«0*,0«. 

Laurent.  Ann.   Chim.  Pkys.  61, 113;  J^.  pr.  Ck^m.  8,  13;  Ann.  Pkaim. 

19,38;  Pharm.  Centr.  1886,  442;  Eev.  acient.  6,  76;  9,  31;  Ann. 

PJuirm.  41,  107. 
Marionao.    Bibl.  univ.  86,  870;  Ann,  Pharm.  48,  215;  Pharm.  CmUr. 

1842,  575. 
ScfHUNCK.     Ann.  Phai*m.  Q%y  197;   Phil.  Mag.  J.  32,  138;  35,  212; 

Pharm.  Centr.  1848,  627. 
WoLPP  &  Strecker.  Ann.  Phaim.  75,  12,  25;  Pharm.  Centr.  1850,  596. 

AUzarie'Acid — NaphthcUic  Acid. — Obtained  by  Lanrentj  in  1836, 
by  treating  the  bihydrochlorate  of  bichloronapthalin  with  nitric  acid;  and 
recognized  by  Gerhardt  {Compt.  Chim.  1849^  222)^  and  by  Wolff  & 
Strecker,  as  identical  with  Schunck*s  alizaric  acid. 

Formation,  Phthalio  acid  is  formed,  together  with  oxalic  acid,  by 
continued  heating  of  naphthalin  with  nitric  acid; 

C»H8  +  160  -  CWH«08  +  C*H*08. 

2.  Also  by  the  action  of  nitric  acid  on  bihydrochlorate  of  bichloronaph- 
thalin  (C?»H«C1*)  or  bihydrochlorate  of  terchlorouaphthalin  (C»H'CP).— 
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* 

8.  Likewise^  by  the  oxidation  of  alizarin  and  pnrparia  with  dilute  nitrio 
acid  or  a  ferric  salt.    (Schunckj  Wolff  &>  Streaker.) 

C»H«0«  +  2H0  +  80  «  C^H'^0''  +  C^H»0«. 

Preparatum,  1.  The  liquid  obtained  bj  prolonged  boiling  of  naph- 
thalin  with  nitric  acid  is  treated  with  water,  after  the  nitro-compounds 
have  separated  from  it,  in  order  to  precipitate  the  remainder  of  those 
compounds;  and  on  evaporating  the  aqueous  liquid  to  a  syrup,  treating 
the  residue  with  water,  filtering  and  again  evaporating,  crystals  of  nitro- 
phthalic  acid  are  obtained.  The  mother-liquor,  neutralised  with  am* 
monia,  solidifies  into  a  crystalline  mass,  the  hot  aqueous  solution  of  which 
deposits  small  uncrystallised  plates  of  nitrophthalate  of  ammonia.  The 
mother-liquor  of  this  salt  yields,  by  eyaporation,  brown  grains  of  phtha- 
late  of  ammonia^  which  are  picked  out,  dissolved  in  boiling  water  and 
treated  with  a  few  drops  of  ammonia.  The  solution  yields  six-sided  tablets 
of  the  salt.  (Laurent.) — 2.  I  pt.  of  bihydrochlorate  of  bichloronaphtba- 
lin  is  boiled  in  a  retort  with  from  4  to  5  pts.  of  common  nitric  acid  (if 
15  to  20  grammes  are  employed,  it  is  necessary  to  heat  it  for  at  Ie«st  a 
whole  day);  the  liquid  is  evaporated  to  dryness;  the  yellow  crystalline 
residue  treated  with  water;  the  whole  boiled  till  the  greater  part  is  dis- 
solved; and  the  solution  filtered  is  boiled  from  the  brown  residue  and 
allowed  to  cool.  —  The  acid  then  crystallises  out  in  reddish -yellow  pearly 
])lates,  and  the  mother-liquor  yields  an  additional  quantity  after  evaporar 
tion;  the  acid  is  obtained  colourless  by  recrystallisation  or  by  subliming 
and  dissolving  the  anhydride  in  boihng  water.  (Laurent,  Marignac.) — 
The  naphthalic  acid  described  by  Marignac  {Ann,  Pharm.  38, 14)  appears  to  be  phthalie 
aod  containing  nitrophtbalic  acid.  —  3.  Aliearin  {garancin)  is  heated  with 
nitric  acid  of  sp.  gr.  1*20  till  no  more  nitrous  fumes  are  eyolyed,  the  dark 
brown  alixarin  turning  yellow.  The  reddish  yelloir  solution,  on  being 
evaporated  till  it  crystallises,  yields  a  yellow  mass  of  crystals  consisting  <2 
oxalic  and  phthalie  acids;  this  is  washed  with  col4  water  and  dissolved  in 
boiling  water;  the  solution  is  neutralised  with  lime;  and  the  filtrate  treated 
with  hydrochloric  acid  and  evaporated  till  it  crystallises.  The  yellow 
residue,  after  being  freed  from  chloride  of  calcium  with  cold  water,  is 
dissolved  in  hot  water,  and  the  solution  is  deeolorised  with  animal  char- 
coal, and  evaporated  till  it  crystallises.  If  the  acid  is  not  completely  de- 
colorised by  the  animal  charcoal^  chlorine  must  be  passed  through  the  boil- 
ing  solution.  (Schunck.)  Wolff  &  Strecker  obtained  considerable  quanti- 
ties of  the  acid  by  heating  impure  alizarin  and  crude  madder  with  nitric  acid ; 
■ee  also  Gerhardt.  {Compt.  Chim,  1£40«  220.)  —  Purpurin  is  dissolved  in 
excess  of  nitric  acid,  the  solution  evaporated,  and  the  yellowish  crystal- 
line plates  washed  with  cold  water.     (Wolff  &  Strecker.) 

Properties,  Phthalie  acid  forms  white  plates  of  a  pearly  lustre, 
(Marignac.) — ^Colourless,  transparent,  rhombic  tablets.  (Schunck.)  Melts 
when  heatedy  reddens  litmus,  and  tastes  acid.    (Schunck.) 

Laurent.      Marignac.       Schunck. 

16  C 96     ..;.     57-84     5835     ....     5766     ....    57*46 

6  H    6     ....       3-61     3-11     ....      3-67     ....       3-91 

8  0    64    ....     38-55     38-54     ....     38-67    ...    38-63 

C»HH)»  166    ....  10000    100-00    ....  100-00    ....  100-00 

TIm  aeid  analysed  by  Laurent  and  byMarig;nac,  was  prepared  acoording  to  No.  2, 
that  by  Schunck,  according  to  No.  3. 
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Decompositions.  1.  Phthalio  acid  Yolatilises  completely  when  heated, 
and  is  reeolred  into  water  and  anhydrous  phthalio  acid,  the  latter  con- 
densing in  oily  drops  which  solidinr  into  a  radiated  crystalline  mass  on 
cooling.  It  burns  on  platinum  foil  with  a  smoky  flame.  (Schnnck.) 
—  2.  It  is  not  decomposed  by  chlorine,  hydrochloric  acid,  or  nitric  acid.— 
3.  On  heating  the  acid  with  sulphuric  acid,  it  evolves  vapours  without 
blackening;  these  vapours  on  condensing  form  white  needles  of  the 
anhydride.  (Schnnck.)  —  4.  Heated  with  excess  of  caustic  potash,  it  is 
decomposed  into  benzol  and  carbonic  acid : 

CWHW  -  C«H«  +  4C0». 

(Marignao,  Schnnck.)  —  5.  On  boiling  phthalic  acid  with  hydrochloric 
acid  and  idoohol,  a  heavy  oil  is  ultimately  formed  (phthalate  of  ethyl). 
(Laurent.) 

ConMruUions.  I.  The  acid  is  but  little  soluble  in  water.  It  dis- 
solves without  decomposition  in  sulphuric,  hydrochloric  and  nitric  acids. 

The  phthcUcUes  are  either  monobasic  (acid)  =  C'*H*MO*,  or  hibasie 
(neutral)  =  C^H'M'O*.  Those  of  the  alkalis  are  readily  soluble  in 
water  and  less  in  alcohol;  the  others  are  sparingly  soluble  or  insoluble* 
When  heated  they  become  black,  swell  up,  and  yield  a  crystalline  subli- 
mate. Heated  with  sulphuric  acid,  they  yield  phthalic  anhydride. 
(Laurent.)  When  heated,  they  emit  an  odour  resembling  that  of 
benzol,  yield  a  brown  oil,  and  leave  a  residue  of  carbonate  and  charcoal 
(Schunck.) 

PkAalate  of  Ammonia. —  The  aqueous  acid  neutralised  (or  super- 
saturated) with  ammonia  and  left  to  evaporate,  yields  crystals  of  the 
monobasic  salt  in  the  form  of  prisms  belonging  to  the  right  prismatic 
system,   together  with    4    or    8-sided   pyramids   or    6-sided    tablets. 

P.  oP.  Poo ;  P  :  P  =  1-33°  50';  oP :  P  =  112°;  oP  :  i?  oo  =  127;  P*  : 

Poo  =  103^  SO';  easily  deavable  in  the  direction  of  oP.  The  salt  does 
not  give  off  water  at  120^,  but  yields  phthalimide  when  heated.  It  is 
readily  soluble  in  water,  but  slightly  in  alcohol.    (Laurent^  Marignao.) 

Laarent.  Marignac. 

a,  h. 

16  C    96    ....    52-46    62-1      ....      5ia6  ....    52-39 

N    14     ....      7-65     9-0     ....       9-06  ....      7-89 

9H   9    ....      4-92    4-9     ....       495  ....      494 

8  0    64    ....    S4-97     340     ....     34-83  ....    34-78 


C"H*(NH*)0«  183    ....  100-00    100-0     ....    10000    ....  lOO'OO 

In  Laurent's  analysis  a,  the  acid  waa  prepared  according  to  No.  1 ;  in  d,  according 
to  No.  2. 

Fkthalate  of  Potash  is  obtained  in  small  plates  of  pearly  lustre  by 
evaporating  the  solution  to  diyness  and  treating  the  residue  with  ether. 
It  is  very  soluble  in  water.  (Laurent.)  Deliquescent  crystalline  mass. 
(Schunck.) 

Fhthalate  of  Soda.'-^The  aqueous  solution  when  left  to  evaporate 
becomes  covered  with  a  crust  of  crystal^  which  when  dissolved  m  hot 
alcohol,  yields  small  crystalline  scales  on  cooling.  The  salt  is  readily 
soluble  in  water. 
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Pkthalaie  of  Baryta  is  preoipiiated  in  &  few  momenU  in  white  soalea 
on  mixing  the  conoentratea  neutral  solution  of  the  ammonia-salt  with  a 
concentrated  solution  of  chloride  of  harinm;  it  requires  a  considerable 
qoantitj  of  water  for  its  solution.  (Laurent)  Forms  needles  having 
a  silky  lustre.    (Schunck.) 

Fhthalaie  of  Lime  is  obtained  by  dissolving  carbonate  of  lime  in  an 
aqueous  solution  of  the  acid.  Similar  to  the  baryta-salt.  (Laurent^ 
Schnnck.) 

The  ammoiua-ialt  does  not  precipitate  nits  of  magnesia. 

Phthalate  of  Zine  separates  as  a  crystalline  powder  on  eraporatln/^ 
the  solution  of  carbonate  of  zinc  in  an  aqueous  solution  of  the  acid.  It 
IS  slightly  soluble  in  water.  Swells  up  when  heated  and  yields  an  oil 
which  crystallises  on  cooling. 

Phthalate  of  Lead. '-^The  aqueous  solution  of  the  acid  forms  with 
acetate  of  lead  a  white  powder,  not  soluble  in  water  or  in  acetic 
acid.  (Schunck.)  On  mixing  a  boiling  dilute  solution  of  a  lead-salt 
with  phthalate  of  ammonia^  silver-white  scales  separate  out   (Laurent) 

Sdinnck* 

2PbO    223-6  ....  60-17  61-44 

16  C 96-0  ....  25-83  23-53 

4  H     4-0  ....  1-07  1-49 

6  0     48-0  ....  12-93  13-54 

C«H<Pb»0» 371-6     ....  10000    100-00 

Phthalate  of  Silver  separates  in  white  shining  scales  on  mixing 
the  boiling  solutions  of  nitrate  of  silver  and  phthalate  of  ammonia. 
(Laurent^  Marignac.)  it  obstinateiT  retains  nitrate  of  ammonia.  (Marlgnac.) 
Deflagrates  when  suddenly  heated;  when  carefully  heated,  it  melts, 
blackens  and  decomposes.  (Laurent)  Moderately  soluble  in  water. 
(Marignac.) 


2AgO 

16  C   ... 

4H  ... 

6  0  ... 


«,    .               Wolff  and  Strecker. 
Mangnac.            ^                  j^ 

232 

....     61-05    .. 

61-02    ....     60-99     ....    60-79 

96 

....    25-26    .. 

24-99     ....     25-20 

4 

....       1-05     ,. 

1-20    ....       1-15 

48 

....     12-64     ... 

12-79     ....     12-66 

C»H*Ag»0» 380    ....  100-00    10000     ....  100-00 

The  salt  a.  analysed  by  Wolff  &  Strecker  was  pxepared  with  the  acid  from  alixarin  ; 
h  with  the  mad  from  pnrporin. 

The  acid  is  readily  soluble  in  alcohol. 


Terephthalic  Acid. 
C"H«o«  =  C"HK)»,0«. 

Caillot.    (1847.)    N.  Ann.  Chim.  Phys.  21,  28;  J.  pr.  CJ^em.  42,  233; 
P/kin».  Centr.  1847,  201. 

Formation  and  Preparation^    Oil  of  turpentine  is  distilled  with  a 
lar^re  excess  of  a  mixture  of  equal  parts  of  nitric  acid  and  water,  till  no 
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more  red  fames  ate  evolred;  a  resin  ia  then  formed,  from  which  the  acid 
mother-liquor  is  separated  and  evaporated  down,  and  the  residue  is 
treated  with  cold  water,  which  leaves  behind  an  oran^-yetlow,  pitchy 
ihixture  of  resin,  terephthalio  acid  and  terebenzic  acid.  The  latter  maj 
be  removed  by  alcohol  or  by  boiling  water,  and  the  terephthalic  acid  is 
separated  from  the  residue  by  ammonia.  The  ammonia  salt  is  purified  by 
animal  charcoal  and  recrystallisation,  and  precipitated  by  a  mineral 
acid. 

Properties,    "White  tasteless  crystalline  powder. 


10  C  

6  H 

98    ... 

...;.        6      ... 

67'84    .... 

d'6i   *... 

Caillot. 

57-98 

3-70 

8  O 

64     . 

.S8-55       ... 

a8-32 

CWHH)« 

166    ... 

10000     .... 

10000 

IsomeHe  with  phtbaHc  acid. 

Decompositions,  1.  Te)*ephthalic  acid  evolves  carbonic  acid  when 
heated  —  pa^t  of  it  however  subliming  undecomposed  and  completely 
saturated  with  benzol^  -—  and  leaves  a  small  residue  of  carbon .  — 
2.  Heated  with  hydrate  of  lime,  it  is  completely  resolved  into  carbonic 
acid  and  benzoL 

Conibinationt,    Terephthalic  acid  is  insoluble  in  water. 

m 

Salts  of  Terephthalic  Acid,  —  The  acid  is  perfectly  soluble  in  alkalis, 
and  neutralizes  them  completely  (it  is  precipitated  from  the  solution  by 
phthalic  acid).  Almost  all  its  salts  are  crystalHsable;  they  are  very 
combustible^  and  when  well  dried,  may  be  ignited  by  the  sparks  of  flint 
and  steel,  and  burn  like  tindet,  with  a  smell  of  benzol. 

lirephthatate  of  Silver.  —  Obtained  by  precipitation.  Dried  at  100° 
it  yields  56'S  per  cent,  silver  on  ignition  (=:  60*80  oxide),  corresponding 
to  the  formula  C"H*Ag»0«. 

The  acid  is  insoluble  in  alcoUol  and  in  ether. 


OxygevirnneUus  C"H*0*. 

Phthalic  Anhydride. 

C"H*0«  =  C^WO*,0*. 

Laurent.     (1836).     Ann,  Chim.  Phys.  Bl,  li4;  Ann.  Pharm.  19,  38; 

•    J.pr.  Chem.  8,  13;  Pharm.  Centr,  1836,  443. 
Markutao.    Ann.  Pharm.  42,  215;  I^.  Bihl  univ.  36,  370. 

Anhydrous  phthalic  acid,  Pyroalizaric  acid. 

Mrmation   and   Preparation.     By  subliming  phthalic   acid  in  a 
Hohr*6  apparatus  (p.  12). 
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Prapef'ties.  Phtbalic  anbjdride  forms  loog  white  needles  having 
the  lostre  of  silk  and  united  in  feathery  groups;  their  section  forms  a 
rhombus  of  152°  and  128°,  like  benzoic  acid.  Melts  at  105°  (Laurent), 
and  solidifies  in  fibres;  volatilises  at  higher  temperatures  in  white  sufib- 
eating  vapours  without  leaving  a  residue.  It  is  inodorousi  and  has  a 
feeble  taste  which  is  not  disagreeable. 


16  C    

4  H    « 

....    96 

....    64*87    ... 
2-70    ... 

Laurent.      Marignao.        Schunckk 

64*70    ....     64*88    ....     64*02 

2*38     w..       2*71     ....       8*07 

6  0  

•••«       4o 

32*92     . ..     32*41     ....     32*91 

C"H<0« .... 

...  148 

....  100*00    ... 

10000     ....  100*00     ....  100-00 

Beactioni,  1.  Phthalic  anhydride  forms  phthalic  acid  when  boiled 
with  water.' — 2.  It  dissolves  in  ammonia,  with  evolution  of  heat,  and 
yields  phthalamic  acid  : 

Ci<H«0«  +  2NH«  -  C"NH70«,H'N. 
Insoluble  in  water* 


Sr^mine-nucletis  C"BrH^ 

Bromide  of  Styrol. 

C^*Br«H«  =  C**BrH^HBr. 

Gbrhardt  a  Cahours.     (1841.)    iV.  Ann,  Chim,  Phy$,  1,  96. 

B.  Kopp.    Compt.  rend,  21,  1378;  J.pr,  Chem.  37,  181;  Fharri,  Centn 

1847,  238. 
Bltth  &  HopMANN.     Ann,  Pharm.  53,  305;  Phafm.  Centr,  1845,  410. 

Bromide  qf  (Hnnamene,  Bromocinnamene, 

Ibrmatum  and  Preptiratidn.  When  bromine  is  carefully  added  te 
cinnsmene  fGerhardt  &  Cahours,  B.  Kopp),  or  to  styrol  (Blyth  & 
Hofmann),  the  whole  solidifies  into  a  crystalline  mass  without  evolving 
fames  of  hydrobromic  acid.  A  slight  excess  of  btomine  is  added  and  the 
yellow  mass  is  exposed  for  some  time  to  the  air  until  it  becomes  white; 
or  it  is  pressed  between  paper  and  crystallised  from  alcohol  or  ether. 

Properties.  Bromide  of  styrol  crystallises  from  ether  in  needles 
(Gerhardt  &  Cahours).;  and  from  a  mixture  of  alcohol  and  ether,  by  spon- 
taneous evaporation,  in  beautiful  rhombic  fiakes;  when  rapidly  cooled,  it 
crystallises  in  fine  needles.  (E.  JCopp.)  It  cannot  be  obtained  in  well 
defined  crystals  from  alcohol  or  ether.  (Blyth  &  Hofmann.)  Has  a 
peculiar  aromatic  odour,  which  is  not  unpleasant,  but  irritates  the  eyes 
amd  excites  tea^  (fi.  Kopp);  has  a  peculiar  penetrating  odour  remind- 
ing one  both  of  oil  of  lemons  and  of  oil  of  juniper.  (Blyth  A  Hofmann.) 
Melts  at  67**  and  on  cooling  often  remains  fluid  at  30^  but  solidifiea 
on  the  slightest  agitation.  (B.  Kopp.)  Melts  in  boiling  water.  (Blyth  & 
Hofmann.)  Boils  at  230''  and  distils  wholly  without  decomposition. 
(E»  Kopp.)  
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16  C  

96 

36-36    .. 

60-61     .. 

3-03    .. 

36*55     .... 

3-04    .... 

....    36-23 

2  Br 

....    160    .. 

....    59-83 
MM      3-18 

CWBr^H'    .... 

....    264    .. 

......  100-00    „ 

I....M                                          •*•' 

....    99-24 

Decompositions,  On  treating  bromide  of  stjrol  with  nitric  acid,  it 
loses  all  Its  bromine  and  is  oon verted  into  a  crjstallisable  substance 
which  appears  to  be  nitrobenxoic  acid.  (E.  Kopp.)  With  an  alcoholic 
solution  of  potash,  it  forms  bromide  of  potassium  and  a  bromine-com- 
pound which  appears  to  be  G^'BrH^  (Gerhardt  &  Gahours,  E.  Kopp, 
Bljrth  Sc  Hofmann.) 

OonUnnations,  Bromide  of  styrol  is  not  soluble  in  water,  but  never- 
theless  imparts  to  it  its  taste  and  smell.  It  is  readily  soluble  in 
alcohol  and  mixes  in  all  proportions  with  ether.  On  coolinfir  its  boiling 
alcoholic  solution,  it  separates  oat  as  a  heavy  oil,  which  also  remains 
liquid  on  cooling,  but  suddenly  solidifies  when  shaken.  (Blyth  Sc 
Hofmann.) 


Chlorine^nudeus  C^^CIH^. 

Chloride  of  StyroL 

C"CTH«  =  C'KJlH^HCl. 

Blyth  &  Hofmank.    (1845.)    Ann.  Fharm.  53,  309;  Pharm.   Cenir. 

1845,411. 
Laubbnt.     Compt  rend.  22, 7d0. 

Chlorine  is  slowly  passed  through  styrol,  which  is  kept  cool,  in  the 
shade,  till  hydrochloric  acid  begins  to  be  evolved*  As  an-ezceas  of  chloriaa 
gitea  rise  to  tbe  replacement  of  hydrogea  ia  the  styrol  by  chlorine,  it  is  difficult  to 
obtain  the  ompoand  pnre.    (Blyth  8t  Hofmann.) 

Chloride  of  styrol  forms  a  thick  li<juid  which  smells  and  tastes  like 
the  bromide. 

Blyth  & 
Hofmann. 

16  C     96      54-92    65-26 

8  H     8      4-57     4-70 

2  CI    70-8  40-51 

C"H«CP  174-8  10000 

• 

Decomposes  when  heated,  evolving  hydrochloric  acid  and  forming  an 
oil  which  appears  to  be  0**CiH^  This  oil  is  formed  in  large  quantities  by 
distilling  chloride  of  styrol  over  quick  lime.     (Blyth  &  Hofmann.) 

On  treating  chloride  of  styrol  with  potash,  C^'CIH^  is  formed. 
(Laurent.)  Heated  with  alcoholic  potash,  it  yields  a  heavy  fragrant  oil, 
which  strongly  excites  tears.     It  is  decomposed  by  distillation,  giving  off 
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copious  fames  of  hydrocliloric  acid,  but  yields  a  oolonrless  distillate  wben 
distilled  with  steam.  It  yielded  18*58  p.  c.  chlorine,  the  formula  of 
chlorostyrol  C^CIH''  requiring  25*58  p.  c.  When  this  oil  is  covered  with 
a  thin  film  of  water  and  exposed  to  the  air,. the  water  soon  becomes  acid 
from  the  presence  of  hydrochloric  aoid^  and  crystalline  laminae  separate^ 
consisting  of  benzoic  acid.  (Knbel,  Ann.  Pharm,  102,  238.)  According 
to  Laurent,  a  compound  also  exists  in  which  2  At.  H  are  replaced  by  8  At. 
Clj— C"H«C1»  =  C»*C1»H«,C1^ 


OatfMorine^ueletu  (?KJ1*H*0«. 

Bichlorophtlialic  Acid. 

C"OTH*0«  =  C'H3PH*0*,0*. 

WoLPP  &  Stiiecker.    (1850.)    Ann,  Pharm.  75, 16. 

Bichlorophthalic  acid  was  once  obtained  from  naphthalin  together  with 
s  chloronaphthalic  acid  containing  from  2  to  3  atoms  of  chlorine.  Silvery 
flakes  are  precipitated  from  the  alcoholic  solution  on  neutralising  with 
potash. 


1A  P 

96       .. 
70-8    .. 
2 
78-4    .. 
64 

Ai  140«. 

80-85     .. 

22-75 

0-64     .. 

25-19     .. 

20-57 

Wolflf&Strerker. 
3004 

2  CI  

2H 

0-7 

2K  

24-3 

8  0  

C»«CPH*K208.... 

811-2    .. 

lOO'OO 

Oxychlorine-nueUui  C*«CPHW. 

Terchlorophihalic  Acid. 

C^CPHW  =  C"C1»H«0«,0«. 

LAtmENT.    (1843.)     Rev.  sdent.  13,  603. 

When  iexckUmyMx/phihalin  is  boiled  for  several  days  with  nitric  aoid 
and  the  product  mixed  with  water,  a  resinous  mass  separates  out,  and 
the  solution  yields,  after  evaporation,  a  crystalline  magma  of  tercbloro- 
phthalio  ad^  which,  after  being  repeatedly  pressed  between  blotting 
paper  and  reorystallised  from  boiling  water,  yields  crystalline  grains.  It 
18  very  easily  soluble  in  boiling  water,  alcohol  and  ether.  When  heated, 
it  is  resolved  into  water  and  anhydrous  terehlorophthalic  acid.  The 
ammonia  salt  forms  a  white  precipitate  with  salts  of  silver. 

VOL.  xm.  o 
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Ox^Moiine'nuoUm  C"C1'^Q^ 


TeiGhloropliUialie  AnliTdride* 


Laurent. 


Obtained  by  the  dry  distillation  of  terchloropbthalio  acid.^  It  is 
colonrless  and  solidifies  in  needles  after  fusion.  With  ammonia  it  forms 
a  componnd  whicb  giyea  v^  yrixifi  precipitate  witb  silver  salts. 


Nitrostjrol. 

C"NffO*  =  C*«XH^ 

E.  Simon.    {1999,)    Aim.  Pharm,  Z\,  9M;  Pharm.  Cenin.  1899,  99%. 
BtLTTA  &  HomfAior.    Aim.  Fharm.  53,  297;  Fharm.  Om^.  1845,  4M. 

Formatum,     (p.  4). 

Preparation,  1.  Styrol  i»  distilled  with  coiamoii  nrtrtc  acid  till  it 
Is  completely  converted  into  a  brown  resin;  this  is  washed  and  distilled 
with  water^  nitrostyrol  passing  over  with  the  vapour  of  wajber.  (Simon.) 
If  the  distillation  is  too  long  protracted,  benzoic  acid  may  paas  over.  Very  little  nitro- 
styrol is  obtained.  (Blyth  &  Hofmann,  compara  p.  4.)  —  2,  When  styrol 
is  added  drop  by  drop  to  fuming  nitric  acid,  water  precipitates  from  the 
solution  a  soft  yellow  resin,  which,  if  washed  with  cold  water  and  then 
distilled  with  water,  yields  rather  more  nitrostyrol  than  when  a  weaker 
acid  is  employed.     (Blyth  <&  Hofmann.) 

Properties,  Nitro8ty«»l  crystallises  ivxm  aloohol  in  prisms  belonging 
to  the  right  prismatic  system  ooP.  »  Poo.ooPoo.Poo  with  predomi- 
nating faces  cop  00 ;  ooPxsQ.  :  P  (tf  :  «.'),  ss  97^.  (G.  Rose.)  It  smells 
very  strongly  of  oil  of  cinnaonon,  but  has  a  mAch  sharper  taste;  provokes 
tears  and  'raises  blisters  on  the  skin,  like  oil  of  mustard.  Passes  over 
as  an  oil  with  vapour  of  water. 

Blyth  &  Hofmann. 

Ii6  C  96    ^  64r4ac  64'1» 

N U 9-3a.  10-30 

7H , 7     4-70  5-U 

4  O 32    21-48. 

C»Nii70> H9    lOOrOO 

Ou  distiUing  niljxxilQarQL  with  an  alcohoUo- solution  of  potaah>  vtddish- 
yellow  drops  pass  over  "mih.  ih^  alflohol^  connatingv  o£  an  oiL  whioli 


NITROPHTHALIN.  19 

appean  to  be  analogous  to  acobenside.  An  attempt  to  prepare  a  base 
from  it^by  means  of  snlphide  of^ammoniam  was  not  saceessfa].  (BIyth  i: 
Hofinann.) 

Nitrostyrol   is   soluble  in  boiling  alcobol,  bnt  crystallises   out   on 
eooling. 


Nitrometastyrol. 

C"NH'0«  =  C"XH'. 

Oli^kard  a  Boudattlt.    (1844.)    Compt.  rend,  19,  509;  If,  J.  Pha^tn. 

e,  257;  J.  pr.  Chem.  33, 466. 
Blyth  &  HoFMANN.     Ann.  Pharm.  53,  316;  Pharm.  Centr.  1845,  425 

JS^ormation  (p.  7). 

Preparation.  If etastyrol  is  dissoWed  in  a  quantity  of  boiling  fuming 
nitric  acid  just  sufficient  to  keep  it  in  solution  when  cold;  the  solution  is 
precipitated  with  water,  and  the  white  curdy  mass  thus  obtained  is 
washed  with  water,  and  then  with  alcohol,  in  order  to  remove  any  benzoic 
acid  that  may  be  mixed  with  it.  If  too  little  nitric  acid  is  employed,  a 
slimy  mass  separates  from  the  solution  on  cooling,  containing  undecom- 
posed  metastyrol,  which  remains  behind  on  treating  the  substance  with 
sulphuric  acid;  if  the  boiling  is  carried  too  far,  the  nitric  acid  forms  other 
products  of  decomposition  (compare  p.  7). 

Properties,    White  or  yellowish  amorphous  powder. 


16  C  

....    96 

....     64*43 

....      4-70 
^.     21-48 

Blyth 

&  Hofmann* 
61-32 

N 

7  H  

....     14 
7 

1006 
4-71 

4  O 

....    32 

23-91 

C»«NH3^a* .... 

....  149 

....  10000 

«••••••• 

100*00 

It  igtt^bMf  eontoned  btnitvonetastyrol  (Blyth  &  Ifoftnami)* 

DeoomponticyM.  I.  Nitrometastyrol  bams  with  slight  deflagrattoa 
when  gently  heated  (Glenard  &  Bk>adaalt),  exlullMig  a  powerfmi  odour 
of  oil  of  bitter  almonds.  (Blyth  h  Hofmaoa.)  —  2.  On  heating  it  with 
quick  lime,  much  carbon  separates  out,  ammonia  being  evolved,  and  a 
brown  oil  containing  aniline  passing  over.     (Blyth  &  Hofmaan.) 

It  is  ijisoluble  iu  water,,  alcohol  and  ether. 


Nitrophthalin. 

L.  DiTflARV.    S.  Ann.  Chim.  Phyt,  44,  332;  Chan.  Oentr.  1856,  7. 

Mnnation.      By    the    action     of     potash     on    nitroaaphthalin : 

C20NH7O*  «  C^«NH70*  +  4C. 

0  2 
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Preparation*  2  pts.  of  caustic  potash  .dissolved  in  as  little  water  as 
possible  are  mixed  with  1  pt.  of  fresh  slaked  lime,  to  which  nitronaph- 
thalin  is  gradaally  added.  The  action  begins  almost  immediately,  the 
mixture  becoming  reddish.  The  mass  is  kept  for  about  6  hours  at  a 
teniperatorc  not  exceeding  100°,  and  is  stirred  from  time  to  time,  the 
evaporated  water  being  replaced;  the  whole  is  then  added  to  a  large  quan- 
tity of  water  and  allowed  to  settle  down;  the  alkaline  solution,  coloured 
deep  yellow  by  uitrophthalic  acid,  is  decanted  off;  and  the  deposit  is 
washed  with  water  until  the  latter  is  only  slightly  coloured.^  The  lime 
is  removed  from  the  brown  residue  by  dilute  hydrochloric  acid,  and  the 
remainder  thrown  on  a  filter  and  washed  with  water.  The  nitrophthalin 
can  only  be  separated  from  the  brown  matter  with  which  it  is  mixed  by 
distilling  with  steam;  it  then  passes  over  in  oily  drops  which  crys- 
tallise on  cooling.     If  distilled  alone  the  product  is  less  pure. 

Properties,  Nitrophthalin  is  of  a  straw  yellow  colour  and  very 
crystalline.  It  crystallises  on  cooling  from  hot  alcohol  in  long  needles, 
which  are  tasteless  and  have  a  feeble  odour.  Melts  at  48°,  begins  to 
boil  at  280°  and  distils  over  in  large  quantities  between  800°  and  320°, 
leaving  a  slight  carbonaceous  residue. 


16  C 

N 

7H 

40 


Dosart. 

96 

....    64-43     .., 

....    63-94 

14 

....      if  09    ...1 

....     10-20 

7 

*•••               4     ffv          a... 

....      4-79 

32 

....     ^l*4o     .... 

....    21-07 

C^NH^O^ 149    ....  100-00    100-00 

Tsomeric  with  nitroBtyrol. 

Decompositions.  1.  Kitrophthalln  leaves,  when  distilled,  a  small 
residue  rich  in  carbon,  resembling  sugar-charcoal,  which  dissolves  to 
a  considerable  extent  in  sulphuric  acid,  from  which  it  is  precipitated  by 
water  in  dirty  red  flakes,  slightly  soluble  iu  alcohol  but  imparting  to  it 
a  reddish  colour;  this  substance  heated  by  itself  in  a  tube,  yields  a  red 
oil,  which  crystallises  on*  cooling,  and  a  large  quantity  of  charcoal.  — 
2.  Dissolves  in  sulphuric  acid  and  imparts  to  it  a  red  colour.  —  3.  Forms 
uitrophthalic  acid  when  heated  with  a  strong  solution  of  potash,  but  not 
so  readily  with  hydrate  of  lime  or  bai^a.  When  distilled  with  diy  potash- 
lime,  it  evolves  a  considerable  quantity  of  ammonia,  while  an  odorous  oil 
distils  over,  and  the  sides  of  the  retort  become  covered  with  long  yellow 
needles  which  dissolve  in  sulphuric  acid  with  a  beautiful  violet-blue 
colour.  The  oil  is  slightly  solpble  in  water,  and  the  solution  gives  with 
ferric  salts  an  indigo-blue  precipitate.  — •  4.  With  sulphide  of  ammonium 
it  forms  phthalidine,  sulphur  separating  out: 

C««NU70<  +  6HS  =  CJ«NH»  +  4H0  +  6S. 

Combinations*  Nitrophthalln  is  not  soluble  in  cold  water;  when 
distilled  with  water,  it  imparts  to  it  an  aromatic  odour  and  separates  on 
cooling  in  needles  having  a  silky  lustre. 

It  is  but  slightly  soluble  in  cold  alcohol,  but  readily  in  hot  alcohol; 
dissolves  abundantly  in  ethei'  and  in  coal-oil. 
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f.  Phthalamine. 

C"NH»0*  =  C"XH^H». 

p.  ScHUTZENBBRGBB  &  £.  WiLUC.  Compt  rend.  ^7,  82;  Chetn,  Gat,  1858 
343;  Repertoire  de  Chimie  pure,  i,  38. 

When  crude  naphtbylamine^  obtaiDed  by  the  action  of  ferrous  acetate 
on  nitronaphthalin  is  treated  with  sulphuric  acid,  two  sulphates  are 
obtained,  differing  in  their  degree  of  solubility  .in  water.  The  less 
soluble  is  sulphate  of  phthalamine,  which  crystallizes  in  nacreous  scales^ 
and  gives  off  806  to  8*15 p.  o.  water  (2  At.)  at  140°. 

Dried  at  U0\  Sdiutwnberger 

&  Willm. 

16  C    96  ....  480  4819 

9  H    9  ....  4-5  5-22 

N   14  ....  7-0 7-05 

SO*H 49  ....  24-5  24-25 

4  0    32  ....  16-0  15-29 


C«NHH><,SO*H 200    ....  1000    100-00 

On  addiDg  ammonia  to  the  solution  of  this  salt,  the  base  is  precipi- 
tated in  oily  drops  a  little  heavier  than  water.  It  has  the  taste  of 
naphtbylamine;  its  salts  do  not  redden  by  exposure  to  the  air. 


Ethyl-phthalamine. 

SCUUTZBI«B£RG£R  &  WiLLM.      loC,  cU, 

When  a  solution  of  phthalamine  is  heated  to  100^  with  iodide  of 
ethyl,  iodide  of  ethylphthalamine  separates  in  a  few  minutes  in  foliated 
crystals^  easily  purified  by  crystallisation  from  water  or  alcohol.  They 
are  anhydrous  and  become  green  if  exposed  to  the  air  while  moist. 


20  C 

13  H 

N 

I 

40 


.•....•...•....«.*«•..* .... 


Schutzenberger 

&  Willm. 

120 

....     39-22 

39-42 

13 

....       4-25 

4-5 

14 

....       4-57 

127 

....     41-51 

40-8     • 

32 

....     10-45 

C»NHWO\I    306    ....  100-00 


Ammonia  separates  the  base  in  the  form  of  an  oily  liquid  which  boils 
at  about  300^  is  alterable  iu  the  air,  and  has  a  burning  taste.  IT 
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Nitrotoluylic  Acid. 

NoAD.     (1847.)     PhU,  Mag,  J.  32,  25;  Item.  Chem.  Soc.  3,  431;  Ann. 
Pharm.  ^Z,  497;  Pharm.  Centr.  1848,  180. 

jPorma^ion.  By  boiling  cymol  with  the  strongest  faming  nitric  acid 
(if  weaker  acid  is  employed >  a  neutral  crystalline  body  is  formed,  which 
cannot  easily  be  converted  into  nitrotoluylic  acid)  (Noad);  or  by  heating 
with  a  mixture  of  nitric  and  sulphuric  acids.     (Kraut.) 

Preparation.  1.  Cymol  ia  distilled  with  the  strongest  fuming  nitric 
acid  as  long  as  red  fumes  are  evolved.  The  residue  deposits  a  large 
quantity  of  crystals  on  cooling,  and  gives  a  considerable  precipitate  when 
treated  with  water;  the  whole  mass  is  washed  on  a  filter  with  cold  water, 
then  digested  with  ammonia  and  filtered,  whereby  a  little  oily  matter  is 
separated.  The  filtrate  is  decomposed  with  hydrochloric  acid;  the  precipi- 
tated nitrotoluylic  acid  washed  with  water,  dried,  dissolved  in  hot  alcohol, 
and  boiled  with  animal  charcoal;  and  the  filtrate  is  abandoned  to  sponta- 
neous evaporation. 

Prapertm.  Nitrotoluylic  acid  forms  beautiful  pale  yellow  rhombic 
prisms. 


16  C  

96 

....     53'04    ... 

7*74 
....       3*87     ••• 

....      Ao*00      «•. 

Noad. 
62-90 

N  

7  H 

14 

7 

7-96 
4*00 

8  O  

64 

3514 

CWNH^O*    

181 

....  10000     ... 

10000 

The  acid  is  not  chatfged  by  several  days'  digestion  with  nitric  and 
sulphuric  acids. 

Combinations,    Nitrotoluylic  acid  is  but  slightly  soluble  in  cold  water. 

Nitrotoluylate  of  Ammonia  forms  long  needles;  It  loses  all  its  am- 
monia by  boiling  with  animal  charcoal. 

NUrotoluylaU  of  Potash  crystallises  with  difllonlty  in  small  needles, 
and  is  very  soluble. 

The  Soda-salt  cannot  be  obtained  crystallised. 

NUrotduylate  of  Baryta,  The  ammonia  salt  forms,  with  chloride  of 
barium,  a  white  curdy  precipitate,  which  dissolves  abundantly  in  hot 
water,  and  separates  out  on  cooling  in  needles  united  in  the  form  of  stars^ 
which  become  lustrous  when  dry,  and  after  recrystallisation  contain 
30*54  per  cent.  BaO,  corresponding  to  the  formula  C^XH'BaO*. 

Nitrotoluylate  of  Strontia  is  prepared  like  the  baryta  salt,  which  it 
very  much  resembles,  excepting  that  the  crystals  are  larger  and  more 
readily  soluble  in  water. 


NlTRODRACYLlC  ACtD.  H 

HiiroMuplait  of  Lime  is  precipitated  in  tbe  cr/stalliiie  state  from  the 
ammonia  salt  by  a  solution  of  chloride  of  calcium;  it  is  mdre  soluble  in 
water  than  the  baryta  salt^  and  crystallised  in  oblique  rhoinbio  prisms 
It  contaiiis  14*27   per  cent,   of  lime,  correspdndibg  to  thd  formula 
e»XH«OaO*. 

NUrotoluylate  of  Copper,  —  Sulphate  of  copper  forms,  with  the  per<» 
fectly  nevtral  aaimonia  salt,  a  precipitate  which  is  a  basic  salt 

NUrotoluylate  of  SUver,  —  Nitrate  of  silver  forms,  with  the  ammonia 
sal^  a  curdy  precipitate,  rery  similar  to  chloride  of  silver,  which  dis- 
solves abundantlv  in  boiling  water  (if  too  long  boiled  it  blackens);  the 
solution,  on  coolmg,  deposits  feathery  crystals,  which  are  but  slightly 
soluble  in  alcohol. 


16  C  

N 

6  H 

90 

14 

6 

....       4-86 

....         £  \Jo      .... 
....      07-51      «... 

....     22-22 

Noad. 
....    3300 

2-12 

Ag 

8  O  

108 

64 

....    37-45 

C»«Nti«AgO«....  283     ....  100-00 
Nitrotoluylic  acid  is  soluble  in  hot  alcohol. 


Nitrodracylic  Acid. 

Oi^ABD  A  Bom>AULT«     (1844.)    i\r.  J.  Phai^,  6,  %b5. 

« 

Formaitwn,    (xii^  9S9.) 

Freparatim.  Toluol  (dracyl)  is  distilled  with  a  large  quantity  of 
fuming  nitric  acid  till  about  three-fourths  has  passed  over  ;  on  cooling,  a 
oiystMlilie  mafts  separates  out  from  the  residue,  soluble  in  hot  water, 
while  nitrotoluol  sinks  to  the  bottom  of  the  tessel.  The  liitrodra6ylie 
add  k  obtahied  pure  by  repeated  recrystallisation. 

Properties.  White,  slender,  shining  needles,  grouped  together  in  very 
light  stars.  When  heated  on  platinum  foil,  it  volatilises  with  a  strong 
penetrating  odour,  leaving  a  steroely  perceptible  earbotiaceous  residue, 
and  sublimes  in  fine  needles. 

Glenard  & 
Bottdftnlt 

16  C 96  ....  5305  52-34 

N 14  ....  7-73  800 

7  H 7  ....  3-86  3-46 

8  O  64  ....  35-36  36*20 


C"NH70fl 181     ....  10000    100-00 

Glenard  &  Boudault  assume  the  formula  C»«NH«0<  (it  is  perhaps  nitrobenzoic  odd 
containing  nitrostyrol.    L.). 
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Combinations,  Nitrodracylic  acid  is  insoluble  in  cold,  and  slightly 
soluble  in  hoi,  water;  the  solution  be^^ns  to  crystallise  at  70'',  and  at 
60°  the  greater  part  of  the  acid  is  separated  out*  The  acid  liberates  car- 
bonic acid  from  its  compounds;  the  solutions  of  its  salts  are  decomposed 
by  etrong  acids;  and  from 'concentrated  solutions,  the  nitrodracylic  acid 
is  precipitated  as  a  white  amorphous  mass.  The  salts  melt  on  ignited 
charcoal. 

The  nitrodracylates  of  the  alkalis  are  formed  by  direct  combination, 
and  are  very  soluble ;  the  other  salts  are  formed  by  double  decompo- 
sition, or  by  boiling  the  acid  with  an  oxide  or  carbonate* 

Nitrodracylic  acid  gives,  with  ferrous  salts,  a  white  precipitate,  which 
becomes  red  on  boiling;  it  does  not  precipitate  ferric  salts. 

Nitrodracylaie  qf  Copper  is  a  green  powder,  soluble  in  water  and  in 
alcohol. 

NUrodracylate  of  Lead  crystallises  in  shining  white  radiating  needles; 
it  is  moderately  soluble  in  water,  and  contains  88*50  per  cent,  oxide  of 
lead. 

NUrodraeyUiie  of  Silver  crystallises  in  nodules,  and  dissolves  with 
tolerable  facility  in  water. 

The  acid  is  very  soluble  in  alcohol. 


Nitrotoluylate  of  MethyL 

NOAO. 

When  a  solution  of  uitrotoluylic  acid  in  methylic  alcohol  is  saturated 
with  hydrochloric  acid  gas  and  distilled,  the  methyl-compound  remains 
in  the  retort  as  an  oil  coloured  black  by  the  products  of  decomposition 
of  the  wood-spirit.  The  oil  is  washed  with  water,  and  solidifies  in  the 
course  of  a  few  hours,  but  cannot  be  purified  by  distilling  with  water,  on 
account  of  its  high  boiling  point.  If  it  is  dissolved  in  strong  nitric  acid 
and  boiled  for  a  few  minutes,  a  clear  yellow  oil  is  precipitated  from  the 
solution  on  the  addition  of  water;  and  this  oil,  after  being  washed  with 
water  containing  ammonia,  soon  solidifies  into  a  crystalline  mass,  which 
is  recrystallised  from  ether  and  dried  over  the  water-bath. 

Properties.  Water  distilled  off  nitjotoluylate  of  methyl  deposits  it 
in  colourless  needles  united  in  stellate  groups.  Its  odour  is  not  so  agreeable 
as  that  of  the  ethyl-compound. 

Noad« 

18  C  108  ....  55-38 64*84 

N 14  ....      7-18 

9H 9  ....      4-61     M      4-83 

8  0 64  ....  32-83 

C«NH»0» 195    ....  100-00 

isplits  up,  when  treated  with  alcoholic  solution  of  potash  into  wood- 
spirit  and  the  potashnsalt. 
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Nitrotolnylate  of  EthyL 

C*NH»0«  =  C*HK),C"NHH3\ 


Noad. 


The  alcoholic  solation  of  the  acid  sataiated  with  hydrochloric  acid  gas 
is  distilled  antil  the  mixture  of  hydrochloric  acid  and  alcohol  begins  to 
show  turbidity  with  water.  The  oil  remaining  in  the  retort  then  solidifies 
to  a  crystalline  mass,  which,  after  being  washed  with  carbonate  of  potash 
and  then  with  water,  is  dried  between  blotting-paper.^ 

Fraperties,  Melts  in  the  water-bath  and  forms  a  clear  liquid,  which 
on  cooling  solidifies  into  a  radiated  crystalline  mass.  It  has  a  pleasant 
odour. 


20  C  

N 

11  H 

...  120 
...     14 
...     11 
...     64 

....    07-4*     .... 

6*69 
....      5-26    .... 
....     30-63 

Noad. 
....    57-26 

5*37 

8  O  

C»*NH"0» 

...  209 

....  100-00 

It  is  decomposed]  by  potash  into  alcohol  and  the  potash-salt.     Does 
not  form  uitrotoluylamide  with  ammonia. 


NUro-tmdeus  C"X»H». 

Nitrococcusic  Acid. 

C"N*HK)»  =  C"X«H»,0«. 

Warbkn  pe  la  Rue.    (1847.)    Mem.  Chan,  Soc^  3,  469;  Ann,  Fharm. 
64,  23;  JBhai'm.  Cmtr.  1848,  86. 

Foifnatimi  and  Preparation,  3  pts.  of  carminic  acid  are  gradually 
added  to  20  pts.  of  warm  nitric  acid  of  sp.  gr.  1*4,  whereupon  a  violent 
evolution  of  nitrous  acid  takes  place.  'When  all  the  acid  has  been  added 
and  the  action  diminishes,  the  solution  is  kept  boiling  for  two  hours,  during 
which  the  greater  part  of  the  nitric  acid  evaporates;  the  solution  on  cool- 
ing becomes  thickened  with  crystals  of  nitrococcusic  acid  and  oxalic  acid. 
The  crystals  are  dissolved  in  boiling  water  and  the  oxalic  acid  precipi- 
tated by  nitrate  of  lead.  The  yellow  filtrate  deposits  more  oxalate  of  l^id 
on  evaporation,  and  on  cooling  yields  rhombic  prisms  of  nitrococcusic 
acid,  which  are  pressed  and  repeatedly  recrystallised  from  boiling  wa^r« 
Carminate  of  lead  may  be  employed  instead  of  carminic  acid* 
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« 

Properties.  Nitroooccusic  acid  crystallises  in  beantiful  yellow  rhombic 
tablets,  containing  2  atoms  of  water  of  crystallisation  (5*96  per  cent.) 
which  are  driven  oflf  at  100°.     The  solution  stains  the  skin  yellow. 

Warren  de  la  Rue. 

16  C  96     ....     33-45     33-76 

3N 42     ....     14-63     14-97 

6  H 5     ....       1-74    1-91 

18  0 144     ....     5018     49-37 

CWN'H^OW  ....  287     ....  lOO'OO     10000 

Isomeric  with  aiferosalieylate  of  methyl  and  ternitroaniaic  acid. 

DecompoBitions,  1.  Nitrococcnsio  acid  boiled  with  water  and  oxide 
of  silver,  evolves  large  quantities  of  carbonic  acid;  the  solution  when 
heated  gives  a  brown  precipitate,  and  the  filtrate  yields,  on  evapo- 
ration, a  silver  salt  containing  38*10  per  cent.  AgO,  23*64  per  cent.  C, 
and  1*26  per  cent.  H.  This  salt  decomposed  by  hydrochloric  acid 
yields  an  acid  crystallising  in  long  needles,  slightly  soluble  in  water, 
and  readily  soluble  in  alcohol  and  in  ether. — 2.  Aqueous  solution  of 
nitrococcussic  acid  dissolves  iron  and  zinc  with'evolution  of  hydrogen,  and 
becomes  more  deeply  coloured.  —  3.  It  is  converted  into  another  acid  by 
sulphide  of  ammonium,  sulphur  separating  out. 

C(mb{n(Uioni*  Nitrococcnsio  acid  is  much  more  soluble  in  hot  water 
than  in  cold. 

The  salts  of  nitroooccusic  acid  are  yellow,  for  the  most  part  soluble  in 
water  and  also  in  alcohol;  they  deflagrate  very  violently  when  heated. 

NUrococcmate  of  Ammonia,  —  When  gaseous  ammonia  is  passed 
through  the  ethereal  solution  of  the  crystallised  acid,  tufts  of  crystaHine 
needles  are  deposited  on  the  sides  of  the  vessel ;  they  are  washed  with 
ether  and  dried  between  folds  of  paper.  The  salt  sublimes  when  heated, 
but  probably  not  without  decomposition. 


16  C  

5  N 

....    96 
....     70 

....     29-09 
....     21-21 
....      3-64 
....     46-06 

Warren  de  la  Rue. 
2905 

12  H 

....     12 

3*97 

19  O 

....  152 

CW]^H»(NH<)'0«+Aq  .... 
2NHH> 

....  WO 
....     52 

....  10000 

....     15*76 
....     81-51 
....      2-73 

Warren  de  la  Rue. 

1  fk*Q1 

C"N3H'0i«   

HO 

....  269 

CMN»H"(NH<yO»+Aq  .... 

•  •••     OaW 

....  100*00 

NiiroooeouiaU  of  Potash.  -—  1 .  The  aqueous  solution  of  the  acid  is 
carefully  neutralised  with  carbonate  of  potash,  the  solution  evaporated, 
and  left  to  eool,  and  the  crystals  thus  obtained  are  pttrified  by  recrystal- 
lisation.  —  2.  The  solution  of  the  acid  in  ether  is  carefully  precipitated 
by  a  solution  of  potash  in  alcohol;  the  pale  yellow  precipitate  is  washed 
with  ether,  dried,  dissolved  in  as  little  cold  water  as  possible;  and  the 
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» 

Bolaiion  is  mixed  with  5  times  its  rolnme  of  absolute  alcohol;  it  then  after 
a  while  depoeits  well-defined  crystals  (still  more  on.  the  addition  of  ether)j 
which  an  washed  with  eUier  and  dried. 

At  100^.  Warren  de  U  Rue, 

2K0    94-4  ....     25-89     25*83 

16  C    96  ....     26-45     26-46 

8X  42  ....  11-57 

SH  3  ....      0-83    1*18 

16  O  128  ....  35-26 

«— ^bi^.—  I    I   I         ■  ■  I  ■  II  I       »— ^^^a— ^1^— ^».».» 

C>*N8H»K«0» 363-4    ....  100-00 

No  add  aalt  is  obtained  by  muiDg  tbe  solation  with  free  nitrococciuie  acid« 

NUrococcusate  of  Baryta.  —  The  acid  is  dissolved  in  bar jta  water; 
carbonic  acid  passed  through  the  solutioD,  which  is  then  warmed  and 
filtered;  the  filtrate  is  concentrated  on  a  water-bath;  and  the  solution  is 
a^ain  filtered,  to  remove  traces  of  carbonate  of  baryta,  evaporated  till  it 
begins  to  crystallise  on  the  surface^  and  left  to  cool.  Small  yellow 
crystals^  insoluble  in  alcohol. 

NitrfHioceumie  cf  Copper,  —  The  solution  of  carbonate  of  copper  in  the 
aqaeous  solution  of  the  acid  yields  pale  apple-green  crystals  on  erapo* 
ration. 

NUrocoecumte  of  Silver,  —  Oxide  of  silver  is  dissolved  in  the  oold 
aqueous  solation  of  the  acid^  and  the  filtrate  evaporated  in  vacuo  over 
sulphuric  acid.  Long  bulky  yellow  needles,  which  become  orange-yellow 
at  100^  Deflagrates  with  great  violence  a  little  above  200"  when  rapidly 
heated^  bat  decomposes  without  deflagrating  when  gradually  heated  in 
small  quantities.     It  is  soluble  in  water  and  in  alcohol. 


2  AgO 

16  C  

3  N 

232 

96 

42 

....     46-31 
....     19-16 
....       8-38 
....       0-60 
....     25-55 

Warren  de  la  Rue. 

46-00 

18-99 

3  H 

3 

0-75 

16  O 

128 

C>WH»Ag>0« 501     ....  100-00 

Nitiocoeciwio  acid  dissolves  in  alcohol^  and  rery  readily  in  eUitr. 


Oxynitro^-nucleua  C^'XH'O*. 

Nitrophthalic  Acid. 

C^NH'^O**  =  C"XH»0^0^ 

Laurbht.  (1840.)  Bev.  icient  6,  88;  Ann,  FhaiTn.  41,  104;  Hev,  icienl, 

9,  81;  18,  602;  Compt,  rend.  31,  539. 
Marignac.    Ann,  Fharm.S8,  1. 

NUronaphihalic  acidf  Nitronapthahtic  acid, 

FormatUm,     By   the  prolonged   action  of  nitric  acid  upon    naph- 
tlialin. 
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Preparation,  1 .  The  crystals  obtained  in  the  preparation  of  phthalio 
acid  from  naphthalin  are  several  times  recrystallised.     (Laurent^  p.  11.) 

—  2.  Naphthalin  is  dL»tilled  with  nitric  acid  in  a  tabulated  retort  for 
several  days,  fresh  nitric  being  added  when  no  more  red  vapoars  are 
evolved.  The  residue  is  treated  every  evening  with  water,  in  order  to 
remove  the  small  quantity  of  nitrophthalic  acid  which  has  been  formed; 
the  solution  is  evaporated  to  dryness,  in  order  to  purify  the  acid  from 
resinous  matter;  and  the  residue  is  treated  with  a  little  cold  water,  which, 
by  means  of  the  small  quantity  of  unevaporated  nitric  acid  stiU  present, 
dissolves  out  the  resin,  and  leaves  the  greater  part  of  the  acia  nndis* 
solved,  as  a  yellow  powder,  which  is  recrystallised  several  times  from 
boiling  water.  —  Or  the  aqueous  extract  is  shaken  up  with  ether,  which 
dissolves  the  resin ;  the  aqueous  solution  is  left  to  evaporate ;  and  the 
residue  is  purified  by  recrystallisation.     (Marignac.) 

Properties,  Nitrophthalic  acid  forms  pale  yellow  crystals  belonging 
to  the  oblique  prismatic  system,  which  form  rhomboidal  tablets,  gene* 
rally  converted  into  six-sided  tablets  by  truncation  of  the  acute  angles. 
Fig.  106.  i  :  t*  =  104';  m  :  «  =  about  125°;  i\t  =  124°;  commonly 
with  hemihedral  development.  The  crystals  deposited  from  the  aqueous 
solution  have  strongly  striated  faces. 

Laurent.      Marignac. 

16  C     ., 96  ....  45-50  4568  ....  45*43 

N    14  ....  6-63  6-70  ....  6-63 

5  H     5  ....  2*37  2*59  ....  2-53 

12  O     96  ....  45-50  45*03  ....  45'41 

CWNH*0»3  211     ....  100-00     100-00    ....  10000 

Decompositions*  1.  Nitrophthalic  acid  when  carefully  heated  splits 
up  into  water  and  nitrophthalic  anhydride.  (Marignac.)  —  2.  If  rapidly 
heated,  it  melts,  swells  up,  and  evolves  water  and  a  little  nitrophthaJic 
anhydride;  the  residue  becomes  coloured,  evolves  nitrous  fumes,  and 
finally  decomposes,  leaving  suddenly  an  abundant  residue  of  charcoal; 
very  rapid  heating  sometimes  causes  deflagration.     (Laurent,  Marignac.) 

—  3.  When  the  lead-salt  is  suspended  in  water  and  decomposed  by 
sulphuretted  hydrogen,  the  colourless  filtrate  becomes  quite  inodorous 
if  gently  heated,  and  only  slightly  turbid  from  precipitation  of  sulphur ; 
after  a  time  (immediately  on  ooiling)  a  body  separates  out,  insoluble  in 
water,  hydrochloric  acid,  alcohol,  and  ether,  soluble  in  potash  with  dark 
brown  colour,  and  precipitated  from  its  solution  by  acids.  —  If  the 
aaueous  solution  of  the  acid,  while  yet  colourless  and  no  longer  smelling 
of  sulphuretted  hydrogen,  is  mixed  with  acetate  of  lead,  a  whitish  preci- 
pitate is  formed,  which  when  dry,  deflagrates  by  heat,  and  contains 
C"NH*0»,3PbO.    (Marignac.) 

Combinaiions,  Nitrophthalic  acid  dissolves  slightly  in  cold  water 
but  with  tolerable  facility  in  boiling  water.     (Laurent,  Marignac.) 

Nitrophthalic  acid  forms  monobasic  (acid)  salts  =  C^'XH^MO^,  and 
bibasic  (neutral)  salts  =  C^«XH»M«0«. 

Nitrophifudate  of  Ammonia,  a,  Monchasic,  —  The  solution  of  the  acid 
in  ammonia  deposits,  by  spontaneous  evaporation,  remarkably  brilliant 
flakes  of  tl^e  monofattsic  salt,  with  which  a  few  smaller  and  thicker 
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crystals  of  the  neutral  salt  are  sometimes  mixed.  The  monobasic  salt 
(C"XH*{NH*)0')  is  also  formed  by  acidifying  the  solution  of  the  neutral 
salt  with  nitnc  acid.  It  generally  forms  prisms  terminated  by  pyramids, 
or  rhomboidal,  or  six-sided  tables.     Does  not  give  off  any  water  at  120°. 

h.  Btbcuic.  The  neutral  salt  crystallises  in  oblique  rhombic  prisms, 
the  obtuse  edges  being  generally  truncated.  (Fig.  81),  t  :  u  =  130°; 
«  :  u  =  about  127°.  It  evolves  nitrophthalic  acid  when  heated,  and 
forms  a  peculiar  compound  with  dry  gaseous  ammonia.     (Laurent.) 

Laurent. 

16  C  „ 96  ....  3918  39-33 

3N 42  ....  17-15  17-70 

11  H 11  ....  4-49  4-73 

12  0 96  ....  39-18  38-24 

-i  '    -         --       ■  ■  ■  ■  I  I     I       .r 

C"NH»(NH<)«OW ....  245    ....  100-00    10000 


I^UrophthakUe  of  Baryta  is  produced  by  boiling  carbonate  of  baryta 
with  even  an  excess  of  acid  as  an  insoluble  yellow  powder,  which,  when 
dried  at  100°  is  &ee  from  water,  and  deflagrates  when  strongly  heated. 
It  contains  44*28  per  cent,  l^kryta,  corresponding  to  the  formula 
C"XH»Ba»0».     (Marignac.) 

The  ammonia-salt  also  forms  a  white  precipitate  with  a  dilute  boiling 
solution  of  chloride  of  barium.  The  precipitates  with  salts  of  strontia 
and  lime  are  somewhat  more  soluble.     (Laurent.) 

^Urcphthalate  of  Lead,  —  No  neutral  salt  can  be  obtained.  (Marig- 
nac.) —  Banc.  The  ammonia-salt  forms,  with  acetate  of  lead,  a  floccu- 
lent  precipitate,  which  is  converted  into  a  yellowish  powder  on  boiling. 
It  is  insoluble  in  water,  and  deflagrates  when  heated.     (Marignac.) 

Marignac. 

4  PbO 447-2  ....  69-85     69-56 

16  C    96  ....  14-99    15-07 

N  14  ....  2-19  ' 

3H   8  ....  0-47     0-54 

10  O   80  -....  12-50 

C"»NH>Pb«OW  2PbO  ....  640-2    ....  lOO'OO 

NUropkAalaie  of  Silver  is  obtained  by  precipitating  nitrate  of  silver 
with  the  ammonia-(»iJt.  It  forms  a  white  powder,  which,  when  heated, 
deflagrates  suddenly,  with  emission  of  lisht  (Laurent^  Marignac);  when 
very  carefully  heated,  it  melts  and  decomposes  without  explosion. 
(Laurent.) 


16  C 
N 
3H 
2Ag 

12  0 


Laurent.       Marignac* 


96 

22-59  .... 

•  ■«• 

22-56 

14 

3-29  .... 

•  • « * 

2-85 

3 

0-71  .... 

■  ••■ 

0-86 

216 

50-82  .... 

....  6000 

•  ••• 

49-64 

96 

22-59  .... 

•  ■  >  ■ 

24-09 

C^»NH»Ag«0" ....  425     ....  10000    ....  100-00 

Nitrophthalic  acid  is  very  soluble  in  alcohol  and  in  ether. 
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Oxi/amidogen-nucleus  C^AdH'O*. 

Phthalamic  Acid. 

Marignac.     (1842.)     Ann.  Pka^m.  42,  219;  i\7".  Bibl  univ.  30,  370. 
Laurent.    N,  Ann,  Chim,  Fhys.  23,  117;  J>  pr.  Chem,  45, 174. 

Phthalamide,    Naphtkalamide* 

Formation,    (p.  15.) 

Phthalamic  acid  is  not  known  in  the  free  Btate,  since  it  takes  up 
water,  on  evaporating  and  forms  acid  phthalate  of  ammonia: 

C»«NH'0«  +  2HO  =  C»H«(NH^30«. 

Phthalamate  ofJbnmonia,  —  When  the  alcoholic  solution  of  phthalie 
anhydride  is  treated  with  caustic  ammonia,  cryBtak  of  phthakunate 
of  ammonia  separate  on  cooling.  Small  colourleas  prisms  bevelled 
with  two  tenniniLl  faces.  It  is  very  solnble  in  water,  and  solnble  ia  iJcohol. 
(Laurent.) 

Laurent. 

Nll»   17  ....      9-S4    9-16 

16  C 96  ...,  52-74 

N   14  ....      7-69    7-74 

7H    7  ....  3-85 

6  0    48  ....  26-38 

C«NHfi(NH^)Ofi 182    ....  100-00 

The  acid  needles  having  an  acid  reaction,  obtained  by  Marignac  from  the  solution  of 
phtbalic  anhydride  in  caustic  ammonia,  which  he  calls  naphihakmiide^  and  whose 
analysis  led  to  the  formula  C^^NH^O^,  must  have  been  phthalamate  of  ammonia,  partly 
converted  into  phthalimide  (Laurent). 

The  salt  dissolved  in  a  small  quantity  of  water  and  mixed  with 
alcohol  and  bichloride  of  platinum,  immediately  yields  a  quantity  of 
chloroplatinate  of  ammonium  corresponding  to  1  atom  of  ammonia ;  the 
filtrate,  boiled  with  excess  of  bichloride  of  platinum,  yields  about  the 
same  quantity  of  chloroplatinate  of  ammonium.  When  the  aqueous 
Bolatkm  of  phthalamate  of  ammonia  is  boiled  for  some  time,  it  gives  off 
water  and  ammonia,  and  is  converted  into  phthalimide: 

Ci«N»H»0«  =  C^NHSO*  +  NH8  +  2HO. 

The  aqueous  solution  of  phthalamate  of  ammonia  forms,  with  acetate 
of  lead,  a  precipitate,  which,  when  decomposed  by  sulphuretted  hydrogen, 
and  filtered,  yields  crystals  of  acid  phthalate  of  ammonia  by  evaporation. 
(Laurent.) 

Phthalamate  of  Silver.  ^^  A  solution  of  phthalamate  of  ammonia  in 
boiling  alcohol  does  not  at  first  form  a  precipitate  with  a  concentrated 
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soluUoii  of  niirate  of  nlrtit ;  bnt  in  a  few  minates  the  solution  becomeB 
filled  with  fine  needles.  On  treating  the  crystals  with  hot  water,  thej 
dissolye^  bnt  the  phthalate  of  ammonia  gives  off  2  atoms  of  water,  and 
the  solotion  deposits  very  brilliant  flakes,  which  contain  40*2  per  cent. 
A|(»  and  consist  of  a  compoond  of  phthalimide  with  argentammoninm 
(C^NH*(NAgH»)0*.)     (Lanrent.) 


Phenyl-phthalamic  Acid.* 

C»NH»0«  =  C"(NHC»H»)H»0«. 
Laurent  &  Oerhabbt.    (1848.)    ^.  Ann.  Chim.  Phys,  24^  190. 

Phtkaianiiie  acid. 

Phenjl-phthalamide  is  boiled  with  ammonia  and  a  little  alcohol,  till 
in  the  course  of  a  few  minates  the  whole  is  dissolved,  and  the  solation, 
while  still  hot,  is  neutralised  with  nitric  acid.  The  acid  crystallises  oat 
on  cooling. 

It  foms  beaatifbl  erystalline  flakes;  melts  at  192^,  sdcI  begiiHr  to 
sablime  in  aeedlee.    Its  aqueeos  solntion  reddensiitmua. 


Gerhardt. 

aSC  168  ..,,     69-71     6a* 

N  14  ....  5-81 

11  H  11  ....      4-56     4-6 

6  0  48  ....  19-92 

CWH"©?  241     ....  100-00 

Phenyl-pht^alamic  acid  evolves  aniline  when  partially  fused  with 
hydrate  of  potash. 

It  dissolves  to  a  very  slight  extent  in  cold  water,  but  more  freely  in 
hot  water. 

The  acid  neutralised  with  ammonia  does  not  precipitate  chloride  of 
barium  or  chloride  of  calcium;  with  acetate  of  lead  and  with  salts  of 
silver,  it  forms  white  precipitates. 

It  is  very  soluble  ia  cUcohol  and  in  ether. 


PhihatLBiide. 

Laurent.    (1836.)    Ann.  Chim,  Phys.  61,  12);  Rev,  icient.  Id,  600; 
iV.  Ann  Chim.  Phys.  23,  119. 

NapMhalimide. 

Formation.  By  heating  acid  phthalate  of  ammonia : 

(?»H«(NH*)08  =  C»«NHW   +   4H0 ; 
phtbalamate  of  ammonia,     (p.  30.) 

•  It  will  be  convenient  to  treat  of  the  following  derivatives  of  phthalid  acid,  sooner 
ihMi  it  ivaccordanoe  with  the  general  plan  of  the  work. 
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Preparation,  When  aoid  phthalaie  of  ammonia  is  dtsiilidd  in  a  retort, 
water  is  set  free  and  phthalimide  sablimes. 

Fropertia,  Colourless.  Crystallises  from  ether  by  spontaneous  era- 
poration  in  six-sided  prisms,  derived  from  a  rhomboidal  prism  with  angles 
of  113^  Melts  when  heated,  and  solidifies  in  a  striated  mass  off  cool- 
ing; at  a  stronger  heat,  it  boils  and  sublimes  in  very  light  flakes. 
Inodorous  and  tasteless. 

• 

Laurent. 


16  C   ^ 

96 

....    65*30    ... 
....       VOa     ... 
....       3-40     ... 
....     21'78     .... 

64-65 

8-90 
3'10 

....     23-35 

....     64-8 

14 

....       9-0 

5  H  

5 

....        o*d 

4  O  

..*.**     32 

....     22-9 

C»«NH»0* 

147 

....  100*00    ... 

10000 

....  100-0 

Isomeric  with  isatine. 

Decompogitions.  1.  Phthalimide  is  not  attacked  by  chlorine  or  by 
weak  or  diluted  acids.  —  2.  It  dissolves  in  strong  sulphuric  aoid  when 
heated;  and  if  water  is  added  to  the  solution^  phthalic  acid  separates  out 
on  cooling.  —  3.  Boiled  with  an  alcoholic  solution  of  potash,  it  evolves 
ammonia  and  forms  phthalate  of  potash. 

Combinations.  Phthalimide  is  insoluble  in  cold  water^and  but  slightly 
soluble  in  hot  water. 

Silver ^hthalimidt,  —  A  boiling  alcoholic  solution  of  phthalimide  docs 
not  precipitate  nitrate  of  silver;  but  on  i^ddition  of  ammonia,  it  deposits  a 
pulverulent  precipitate  or  crystalline  spangles,-  which  dissolve  in  hot 
ammonia  and  crystallise  out  unchanged;  its  solution  in  ammonia  and  a 
little  hot  water  deposits  needles,  which  appear  to  be  phthalamate  of 
ammonia. 

Laurent 

Ag 108    ....    42-52    41-4 

CMNH^CH 146    ....    57-48 

C"NH*AgO< 554    ....  10000 

When  heated,  it  melts^  swells  up  and  forms  a  black  mass,  which  at  a 
higher  temperature,  assumes  a  beautiful  metallic  ffold-green  colour; 
phthalimide  sublimes  at  the  same  time.     (Gerhardt,  Tr,  3,  488.) 

Phthalimide  dissolves  largely  in  boiling  alcohol  or  ether. 


Phenyl-phthalimide* 

C»NH«0*  =  C^*NH*(C»H«)0«,0«. 
Laurent  &  Gbrhardt.    (1848.)    N.  Ann.  Chim.  Phys.  24,  189. 

On  melting  together  phthalic  acid  and  aniline,  they  solidify  on  cooling. 
The  substance  is  pulverised  and  treated  with  boiling  alcohol,  in  order  to 
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free  it  from  impurities  which  colour  it.  A  crystalline  powder  remains 
which  is  purified  by  sublimation  and  recrystallisation  from  boiling 
alcohol. 

It  forms  beautiful  colourless  needles.  Melts  at  203°,  and  begins  to 
sublime  in  beautiful  needles  before  melting.  The  fused  mass  becomes 
crystalline  on  solidifying. 

Laurent* 

28  C 168    ....     75-35    75-3    ....     74-8 

N 14     ....      6-27 

»H 9     ....      4-04     4-2    ....       4-1 

4  0 32     ....     14-34 

C»NH«0*    223    ....  100-00 

• 
With  fused  hydrate  of  potash^  it  forms  aniline  and  phthakte  of  potash. 
It  dissolves  in  boiling  ammonia  as  phenylphthalamic  acid. 
It  is  insoluble  in  water. 


Kitrophthalimide. 

C«N»H*0«  S=  C"XNH*0»,0«. 
Laurent.    (1850.)    C<mpt  rend,  31,  539. 

Produced  by  melting  nitrophthalate  of  ammonia. 


Phthalidine. 

L.  DusART.  (1855.)  N.Ann,  Ohim.  Phys.  45,335;  C/iem.  Centr,  185C,  8. 

Foiiiiaixon,  By  the  action  of  sulphuretted  hydrogen  on  nitrophthalin 
(p.  20)^  in  presence  of  alcohol  and  ammonia. 

Treparaiian.  A  mixture  of  an  alcoholic  solution  of  nitrophthalin 
and  sulphide  of  ammonium  is  heated  to  50^  for  several  hours  in  the 
water-bath;  the  greater  part  of  the  alcohol  is  distilled  off;  the  remainder 
evaporated  almost  to  dryness  at  a  gentle  heat;  the  residue  extracted 
with  dilute  hydrochloric  acid ;  and  the  filtrate  saturated  with  potash. 
The  precipitate  is  at  first  white  and  then  redissolves  in  the  acid  solution 
with  a  beautiful  blue  colour ;  on  adding  an  excess  of  potash^  flesh- 
coloured  flakes  are  formed^  which  gradually  become  denser  and  dark. 
The  precipitate  is  washed  on  a  filter  with  water,  until  the  filtrate  no 
longer  exhibits  an  alkaline  reaction;  it  then  becomes  crystalline. 

vol..    XIII.  D 
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Propeiiies,  Phthalidine  crystallises  from  its  aqueous  solution  after 
the  lapse  of  a  few  days  in  beautiful  needles.  When  melted  and  cooled, 
it  forms  a  crystalline  mass  of  the  colour  of  realgar.  It  melts  at  about 
22°;  and  when  it  solidifies  the  thermometer  rises  to  34* 5^  It  smells 
like  naphthalin,  and  tastes  unpleasantly  pungent.  Its  solutions  do  not 
restore  the  blue  colour  to  red  litmus,  but  its  vapour  (at  what  tern* 
perature)  L.)  turns  it  immediately  blue.  Very  small  quantities  of 
phthalidine  impart  a  beautiful  blue  colour  to  solutions  of  ferric  salts. 

At  130"  Dusart. 

16  C 96     ....     80-67     80-45 

N 14    ....     11-77     11-24 

9  H 9     ....      7-66 7*42 

C"NH» 119    ....  100-00    99-11 

DecomposUiom.  1 .  Phthalidine  begins  to  l>oil  at  255%  but  the  ther- 
mometer rises  very  rapidly,  while  decomposition  takes  place,  and  a  car- 
bonaceous residue  remains  behind.  —  2.  It  is  converted  into  a  yellowish- 
white  mass  by  chlorine  water. — 3.  It  reduces  nitrate  of  silver,  while 
very  brilliant  crystals  are  deposited  from  the  solution.  The  aqueous 
solution  produces  a  grey  precipitate  with  mercurous  salts,  and  a  yellow 
precipitate  with  ferrous  salts.  It  blackens  on  the  addition  of  chloride  of 
gold.  A  solution  of  hydrochlorate  of  pihthalidine  it  rapidly  decomposed 
by  bichloride  of  platinum,  assuming  a  green  colour,  and  depositing  blue 
flakes  which  blacken  on  drying;  a  warm  saturated  solution  of  the  salt 
forms  with  bichloride  of  platinum,  beautiful  yellow  crystals  which 
partially  decompose  on  drying. 

Combinations,  Phthalidine  dissolves  pretty  readily  in  cold  water. 
The  salts  of  phthalidine  are  soluble  in  water  and  in  alcohol. 

Sulphate  of  Phthalidine.  C"NH«,HO,SO». —Sulphuric  acid  unites 
directly  with  phthalidine,  and  forms  a  dark  green  mass  which  attracts 
moisture  from  the  air  and  becomes  blue.  The  crystallised  salt  is  obtained 
by  double  decomposition,  or  by  mixing  the  alcoholic  solution  of  the  base 
with  sulphuric  acid.  It  dissolves  much  less  readily  in  alcohol  than  the 
other  salts.     Contains  23  per  cent.  SO'  (calculated  23*80). 

Hydrochlorate  of  Phthalidine,  —  On  saturating  a  warm  alcoholic  solu- 
tion of  the  base  with  hydrochloric  acid,  it  immediately  becomes  filled 
with  violet-blue  crystals. 

« 

Dusart. 

16  C  96       ....    61-78    60-65 

N  14        ....      901     9*47 

10  H  10        ....      6-43    6'64 

CI 35'4    ....    22-78 


C»«NH»,HCl  ....  155-4    ....  100-00 

Nitrate  of  Phthalidine,  —  C"NH*,HO,NO»  is  formed  by  mixing  the 
alcoholic  solution  of  the  base  with  nitric  acid.  It  contains  15*0  per  cent, 
of  nitrogen  (calculated  15-33). 

Phthalidine  dissolves  in  every  proportion  in  warm  alcohol  or  ether. 
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Ethyl-phthalidine. 

C»NH«  =  C"N(OH»)H*,H». 

DuBABT.     iV.  Ann,  Chim.  Phys.  45,  335. 

Liquid  haying  the  odour  of  phthalidine.     It  distils  without  decom- 
position. 

Hydriodate  of  Ethyt-phthalidme  form  flakes  of  silvery  lustre.     It 
gives  off  iodine  at  100^  and  becomes  yellow. 

Hydrockloratf  of  Ethyl-pMhalidine  is  very  much  like  the  preceding 
compound. 


20  C  

N  

120 

14 

....     65*43     .... 
....     19-31 

Dasart. 

65-3 

....      7-8 

U  H  

14 

....      7-79 

CI 

35-4 

C»NH»HC1....  183'4     ....  100-00 


Azonvdeus  C"NH»0«. 

Indigo-blue  C»-nhw 

Q^ATREMijiiE  D'lsJONYAL.     Fky$,  &  chem*  Abhandl.  Leipz.  1785^  1,  3. 

Brbgmann.     OptLse.  5,  h 

Plaixeb  (&  Trommsdobff).     Untersuchung  der  Uauen  Farhe  im  Waid- 

kratUe.     Erfurt,  1780. 
BucBOLZ.    A.  Gehl.  8, 3. 

OiOBERT.     TraiU  ^ur  le  Fcuid.    Paris,  1818;  J.  Phys.  78,  462. 
Chbvrevl.   J.  Phys.  65,  309;  ahstr.  iT.  Gehl.  5,  373;  J,  Phys.  66,  369; 

Ann.  Chim.  66,  8;  68,  284;  ahstr.  Schw.  5,  291;  OUh.  41,  345;  42, 

315;  A.  Tr.  19,  93. 

Thomson.     Thorns.  Ann.  15,  465;  Schw.  31,  482. 

DoBBREiNER.     Schw.  13,  480;  14,  372;  N.  Tr.  1,  2,  443. 

W.  Crvm.     PhU.  Ann.  5,  81;  Schw.  38,  22. 

RuNOB.     if.  Tr.  7,  1,  72. 

Lb  Roter  &  Dumas.    J.  PlM^^m.  8,  377;  ahstr.  Sckw.  36,  277. 

RoBiauBT.     J.  Pharm,  25,  62. 

LiEBia.    Ma^.  Phann,  18, 192;  ahstr.  Schw,  51,  60. 

Bbrzelius.     Pogg.  10,  105  &  107. 

Hbbvt.     J.  Pharm.  26,  290;  Pharm  Centr.  1840,  805. 

GiRARDiN  &  Preisser.    J.  Pharm.  26,  344;  Pharm,  Cc^itr.  1840,  817. 

Weston.    Quart,  Jour,  N,  S^,  5,  296. 
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Dumas.  Ann,  Chim,  Phys,  63,  265;  N.  Ann.  Chim,  Phys,  2,  204;  J.p7\ 
Chem.  10,  222;  24,  193;  Pharm.  Cmtr.  1837,  33B;  1841,  596. 

Erdmann.     J.pr.  Chem.  19,  321;  24,  3;  Pharm.  Gentr.  1841,  705. 

Fritzsche.  J.pr.  Chem.  23,  67;  Ann,  Pharm,  39,  76;  J.pr.  Chem.  28, 
193;  Phaim.  Centr.  1843,  4. 

ScHUNCK.  N.  Phil.  Mag.  J.  10,  73;  J.  pr.  Chem.  66,  321;  Chem.  Centr. 
1856,  50.     Further.    iV^.  Phil.  Mag.  15.  99;  J.  p»\  Chm,.  73,  268. 

IndigOy  coloured  IndiffO,  oxidised  Indigo,  Insoluble  blue  Indigo,  Pigmentum 
Indieum,  Indigotine. 

Indigo  was  used  by  the  ancients  In  India  and  Egypt,  and  is  mentioned 
by  Dioscorides  and  Pliny  under  the  names  of  'ivBucov  and  indieum;  it 
first  came  into  use  in  Europe  at  the  commencement  of  the  16th  century, 
while  woad  was  already  cultiyated  in  France  and  Germany  in  the  6th 
century^ 

The  following  plants  yield  indigo  blue ;  Indigo/era  tinctoria.  anil^ 
disperma,  argentea,  eerulea,  pseudotinctoria,  hirsiUa,  caroliniana,  (Clamor 
Marquardt   did    not  obtain   indigo    from    Indigofera  australit)^    Isatis   tinctoria 

and  huitanica,  Nerium  tinctarium,  a.  Wrightia  Unctaria,  Marsdenia 
tinctoria,  Asclepias  tingem,  Polygonum  Unctorium  and  chineme,  Crdlega 
tinctoria  fHayne,  Berl,  Jahrh.  1817,  118),  the  white  parte  of  the 
blossom  of  TantervUlia  cantonensis  (Link)  and  Limodoron  veratrifolium. 
The  occurrence  of  indigo  in  Wrightia  tinctoria,  Maradenia  tinctoria,  and 
Asclepias  tingens  is  doubted  by  Clamor  Marquardt  (Eepert.  57,  15). 
The  following  plants  yield  a  blue  colouring  matter  similar  to  indigo. 
Mercurialis  perennis,  mdampyrum  arvense  and  cristatum,  Polygonum 
fagopyrum,  (Glamor  Marquardt),  and  Polygala  bracteolata.  (Dierbaoh, 
Ann.  Phai'm.  3,  45),  Croton  Unctorium  and  verbasci/oHum,  Phytolacca 
decandra  and  mexicana  (Landerer,  Itepert,  84,  69),  Monotropa  hypopitys. 
(Reinsch,  Jahrb.  25,  293) 

Indigo-blue  is  somewhat  frequently  deposited  by' unhealthy  urine, 
especially  in  tuberculosis.  (Hill,  Hassal  Chem.  €hz.  1854,  320;  Ann. 
Pharm.  90,  120.)  —  Cyanurine  {q,  v.),  first  inyestigated  by  Braoonnot, 
reacts  differently  from  indigo-blue. 

* 

Views  respecting  the  nature  of  the  substance  in  indigo  plants,  which 
yidds  indigO'blue.  —  Indigo  plants  contain  only  the  base  of  the  colouring 
matter,  which  of  itself  is  ^en ;  it  is  kept  m  solution  by  the  carbonic 
acid  evolved  in  the  preparation  of  indigo;  it  is  set  free  by  the  addition  of 
alkalis  and  absorbs  irom  the  air  a  substance  which  converts  it  into  indigo- 
blue.  (Roxburgh,  Transact,  of  the  Society  of  Arts,  vol.  28.)  Isatis 
tinctoria  and  indigofera  anil  contain  a  hydrogen-compound  of  indigo-blne, 
namely,  white  Indigo  (Dbbereiuer's  woadic  acid),  which  is  held  in  solu- 
tion by  the  sap  and  when  exposed  to  the  air  is  oxidised  to  indigo-blue. 
^Chevreul,  Girardiu  Sc  Preisser.)  The  indigo-plants  contain  colourless 
tndigogen,  which  is  soluble  in  water  and  contains  more  carbon  than 
indigo-blue,  into  which  it  is  converted,  with  formation  of  carbonic  acid^ 
by  absorbing  oxygen  from  the  air.  This  oxidation  is  promoted  by  heat 
or  by  the  presence  of  alkalis,  especially  by  lime  ;  it  is  arrested  by  acids^ 
even  by  carbonic  acid.  (Giobert.)  The  leaves  of  Polygonum  tinctorium 
contain  a  colourless  combination  of  indigo-blue  with  a  resin  which  may 
be  extracted  by  ether  and  is  soluble  in  water;  the  resin  is  decomposed  by 
acids  or  alkalis.    (Hervy.)    According  to  Schunck,  no  plant  can  contain 
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white  indigo,  since  the  latter  requires  free  alkali  for  its  solution^  while 
the  flap  of  plants  is  always  acid  and  moreover  contains  free  oxj^n. 
Woad  contains  a  compound  called  tndican,  C*NH''0'*,wwhich  is  readily 
soluble  in  water;  this  substance  when  boiled  with  strong  acids,  splits  up 
into  blue  indigo  and  a  peculiar  kind  of  sugar,  without  the  intervention 
of  oxygen : 

C»-N1IM0»  +  2H0  «  C^^'NU'O'  +  C3«H»0». 

FomuUian.    By  the  action  of  oxygen  upon  white  indigo  : 

C«N3H»0*  +  20  =  2Ci8NH«0«  +  2H0. 
By  boiling  indioan  with  strong  acids.     (Schunck.) 

Preparation  of  Commercial  Indigo,  1.  From  Fres/i  Leaves,  —  In 
Bengal,  the  plants,  which  are  cut  close  to  the  ground  whilst  the  blossom 
is  unfolding,  are  placed  in  a  brick  cistern — {steephig  vat,  Gahrungskupe, 
trempoire,  pourriture),  which  is  filled  several  inches  deep  with  cold 
water,  and  allowed  to  ferment.  At  30°  the  fermentation  is  finished  in 
12  or  15  hours;  at  lower  temperatures  it  requires  a  longer  time.  The 
gas  evolved  is  a  mixture  of  carbonic  acid  and  atmospheric  air  from 
which  the  oxygen  has  been  absorbed;  it  was  foond  to  contain  at  first  27*5  per 
cent,  carbonic  acidj  5*8  per  cent,  ozj^en,  and  66*7  per  cent,  nitrogen ;  at  a  later  stage, 
40'5  per  cent,  carbonic  add,  4'5  per  cent,  oxygen  and  55*0  percent,  nitrogen ;  when  die 
fermentation  was  over,  the  solution  CToWed  on  boiling,  a  gas  which  contained  78*0  per 
cent,  carbonic  acid,  2*3  per  cent,  oxygen  and  19*7  per  cent,  nitrogen.  A  second  ex- 
periment gave  86  per  cent,  carbonic  acid,  and  yery  little  oxygen.  The  leaves  lose 
from  12  to  14  per  cent,  of  solid  matter  during  the  fermentation,  but  appear  still  fresh 
and  green  after  it  is  over.  When  the  liquid  no  longer  rises,  it  is  drawn 
off  into  the  beating  vat  (^Scklagekilpe,  haUerU)  which  stands  lower,  where 
it  is  kept  stirring  for  an  hour  and  a  half  or  two  hours,  whereupon  car- 
bonic acid  is  evolved  and  the  indigo  at  first  separates  in  large  flakes. 
When,  after  being  repeatedly  stirred,  it  forms  grains  like  fine  sand 
and  the  solution  is  clear,  the  indigo  is  allowed  to  settle.  After 
2  or  3  hours  the  liquid  is  drawn  off  from  the  deposit.  (If  the  fer- 
mentation is  properly  conducted,  the  indigo  settles  readily  down,  the 
liquid  is  of  a  malaga-brown  colour,  and  forms  a  thick  foam  which  rapidly 
^disappears.)  —  For  further  particulars  see  /.  Pharm,  26,  276.  The  deposit 
is  boiled  for  3  or  4  hours  in  a  copper  vessel  and  then  thrown  upon  a  linen 
filter;  it  is  afterwards  pressed,  cut  into  squares  and  dried  by  heat.  1000 
pts.  of  the  solution  of  the  leaves  yield  from  0*5  to  0'7  pts.  of  indigo; 
more  is  precipitated  on  the  addition  of  potash- ley  or  lime-water,  but  it  is 

not  so  pure. 

Respecting  the  manufacture  or  indigo  in  the  Caucasus,  see  Dingh  pol.  J.  126,  304. 

2.  From  dry  leaves, —  a.  In  the  southern  part  of  India,  the  ripe 
leaves  which  have  been  completely  dried  by  the  sun,  are  kept  for 
4  weeks,  when  they  assume  a  leaden-grey  colour  (if  kept  for  a  longer 
time  they  become  black  and  yield  less  indigo).  The  leaves  are  then 
covered  with  six  times  their  bulk  of  cold  water,  and  after  two  hours  the 
green  solution  is  drawn  off  into  the  beating  rat;  it  is  kept  stirring  (for 
about  2  hours)  till  it  becomes  dark  blue  and  the  indigo  begins  to  precipitate 
then  mixed  with  lime-water,  allowed  to  settle  down  and  treated  as  in  the 
preceding  method.  —  Indigo  is  obtained  iu  the  same  way  in  the  south  of 
France  from  a  hot  extract  of  Nerium  tinctorium  and  Polygonum,  iinctorium. 
^Compare  J.  JPharm.  26, 276;  J. pr,  Chem,  1 6, 1 80.)    Indigo  was  formerly 
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prepared  from  woad  in  a  similar  manner,  by  employing  tepid  water  and 
precipitating  with  lime-water;  a  deeper  colour  was  imparted  to  the  pro- 
duct by  extracting  the  carbonate  of  lime  with  hydrochloric  acid.  The 
preparation  of  indigo  from  Polygonum  iinctorium  is  rendered  difficult  by 
a  resin  which  the  plant  contains.  This  resin  is  separated  by  mixing  the 
bruised  leaves  with  one-tenth  of  their  weight  of  protosulphate  of  iron,  and 
adding  a  sufficient  quantity  of  water  together  with  excess  of  carbonate 
of  potash;  the  whole  is  then  thrown  upon  a  filter,  and  the  solution  mixed 
with  sufficient  nitric  $icid  to  render  it  slightly  acid.  On  neutralising  with 
carbonale  of  potash,  it  becomes  blue  and  deposits  all  the  indigo  within 
24  hours;  the  indigo  has  now  the  same  properties  as  that  obtained  from 
Indigo/era.     Gaudrjr,  {N,  J,  Pharm,  5, 133.) 

Commercial  indigo  contains  from  50  to  90  per  cent,  of  indigo-blue; 
the  remainder  consists  of  indigo-red,  indigo-brown,  indigo- gluten,  car- 
bonate of  lime,  magnesia,  alumina  and  oxide  of  iron.  —  Compare  Ure,  {N, 
Quart,  J,  ofSc.  7, 160;  alio  JHetionary  qf  Chemistry,  4th  Ed.  p.  529.)  Schlumberger 
(/.  pr.  Chem.  26,  217).  —  (See  fdrtiier  the  Valuation  qfjndiffo,  p.  59). 

Purijleation  of  Commercial  Indigo,  a.  By  extincting  the  impuritiea. — 
Powdered  indigo  is  boiled  with  water,  then  with  alcohol,  then  with  hydro- 
chloric acid  and  again  with  water.  (Chevreul.)  It  is  boiled  with  hydro- 
chloric acid,  then  with  strong  potash,  and  then  repeatedly  with  alcohol. 
(Berzelius.)  -—  Fritzsche  removes  the  indigo-red  by  boiling  with  an 
alcoholic  solution  of  potash.     {J,  pr.  Chem,  28,  199.) 

b.  By  oxidising  the  Indigo-white  contained  in  the  vat  with  air,  1.  Cold 
vat,  a.  Blrie  vat  {Vitriolkilpe,  Cuve  a  la  couperose).  —  1  pt.  of  finely  ground 
indigo  is  mixed  with  hot  water,  in  which  4  pts.  of  quick  lime  are  slaked; 
and  to  this  is  added  a  solution  of  3  pts.  of  sulphate  oT  iron  free  from 
copper,  the  whole  being  stirred.  (If  the  sulphate  of  iron  is  yellowish, 
one-third  more  is  taken^  Water  is  then  added  to  the  amount  of  100  or 
200  times  the  weight  of  the  sulphate  of  iron,  aocdrding  as  the  dye  is 
required  dark  or  light,  and  the  whole,  after  being  stirred,  is  allowed  to  rest. 
The  proportions  quoted  are  those  most  commonly  employed  in  dyeing; 
when  the  indigo  is  particularly  pure,  more  lime  and  sulphate  of  iron  must 
be  taken.  An  excess  of  lime  yields  a  sharp  rat  (scharfe  I^Upe),  from 
which  the  threads  of  the  stuff  do  not  readily  take  up  the  dye;  too  little  lime 
yields  a  soft  vat  {leise  Kupe),  which  does  not  dye  so  well.  On  the  addi- 
tion of  carbonate  of  potash,  a  compound  of  indigo-white  with  potash  is 
formed.  A  sediment  is  formed  and  a  yellow  solution,  which  becomes 
covered  with  a  copper-coloured  film  (flower);  the  solution  is  drawn  off 
from  the  sediment,  and  deposits  tolerably  pure  indigo-blue  on  exposure  to 
the  air.  —  Thomson  digests  commercial  indigo  with  lime,  sulphate  of  iron 
and  water,  and  exposes  to  the  air  the  decanted  solution  of  the  compound 
of  indigo-white  with  lime;  he  then  removes  the  carbonate  of  lime  from 
the  blue  precipitate  with  hydrochloric  acid,  and  the  indigo^red  with  water, 
afterwards  washes  with  water  and  dries.  —  Berzelius  mixes  3  pts.  of  indigo 
(purified  according  to  I)  with  6  parts  of  quick  lime  freshly  slaked,  4  pts. 
of  sulphate  of  iron,  and  450  pts.  of  boiling  water;  he  then  closes  the  vessel 
and  shakes  repeatedly ;  allows  the  whole  to  subside  and  removes  the 
yellow  solution  by  means  of  a  syphon;  again  adds  hot  water  and  draws 
it  off  after  repeated  shaking ;  mixes  the  whole  of  the  solution  with 
hydrochloric  acid;  exposes  it  to  the  air  and  agitates  it  till  the  indigo  is 
completely  oxidised ;  then  throws  it  on  a  filter  and  washes  with  water. 
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_  Erdmann  mixea  together  1  pt.  of  indigo,  2  pta.  of  sulphate  of  iron, 
3  pto.  of  lime  and  60  pts.  of  water;  draws  off  the  clear  solution  and  mixes  itj 
with  repeated  stirrings  with  dilate  hydrochloric  acid;  and  washes  the  pre- 
cipitate in  contact  with  the  air.  The  residue  yields  fresh  quantities  of 
indigo-hlae  when  again  stirred  up  with  hot  water,  and  with  lime  if  neoes* 
aary.  —  The  indigo-blue  thus  obtained  contains  a  little  gypsum,  at  most 
0'75  per  cent.,  and  indigo-red,  which  it  is  difficult  to  remore  by  boiling 
with  alcohol;  it  is  better  to  reduce  the  indigo  again  in  the  cold  Tat  ana 
precipitate  it  with  hydrochloric  acid.  —  According  to  Dumas,  a  little 
sulphide  of  calcium  is  formed  in  the  vat,  and  hence  sulphur  is  mixed 
with  the  indigo  when  it  is  precipitated  by  hydrochloric  acid;  this  he 
removes  with  bisulphide  of  carbon.  —  In  the  so-called  orpimeiU'VcU,  a 
solution  of  the  compound  of  indigo- white  with  putash  is  formed  in  a 
mixture  of  indigo- blue  with  tersulphide  of  arsenic,  potash  and  water 
by  the  oxidation  of  the  resulting  sulpharsenite  of  potassium  j  the  solution 
deposits  indigo-blue  when  exposed  to  the  air. 

Protochloride  of  tin  may  be  used  in  the  indigo- vat  (p.  45). 

/3.  Warm  vcUs.  —  1.  Woad-vat.  (Fastel-vat,)  On  mixing  from  2  io 
6  pts.  of  finely  powdered  indigo  with  from  30  to  50  pts.  of  woad,  2  pts.  of 
madder,  2  pts.  of  bran,  1  to  8  pts.  of  potashes  and  ^  pt.  of  lime,  and  warm- 
ing with  1000  pts.  of  water  ^6000  to  7000  litres)  at  SO"*,  a  fermentation  is 
set  up  in  which  water  is  decomposed  and  the  nascent  hydrogen  forms 
indigo-white,  which  combines  with  the  ammonia  simultaneously  formed. 
The  brownish  yelluw  liquid  first  becomes  green  on  exposure  to  the  air, 
and  then  deposits  indigo-blue;  it  may  be  used  for  dyeing  for  three  to 
six  months  if  It  be  kept  warm,  and  madder,  bran,  indigo  or  potashes  added 
from  time  to  time.  (Instead  of  madder,  beetroot-mojasses  and  malt  may 
be  advantageously  used).  —  2.  In  the  potash  or  Indian  vat,  in  which  woad 
and  lime  are  not  used,  3  pts.  of  indigo  are  added  to  a  mixture  of  2  pts.  of 
madder,  2  pts.  of  wheat-bran,  6  pts.  of  potashes  and  1000  pts.  of  water  at 
60^;  after  36  hours,  3  pts  of  potashes,  and  after  12  hours  more  the  same 
quantity  of  potashes,  are  likewise  added.  (This  vat  is  easier  to  manage 
than  the  woad  vat.) 

.  7.  To  obtain  indigo-blae  in  the  crystalline  state,  4  os.  of  raw  indigo 
and  4  oe.  of  grape-sugar  are  introduced  into  a  flask  capable  of  containing 
32  lbs.  water,  to  which  6  os.  of  the  strongest  soda-ley  are  added;  tho 
whole  is  well  shaken;  and  the  flask  completely  filled  with  hot  alcohol.  It 
is  then  tightly  corked  and  left  for  several  hours,  until  the  solution  is 
sufficiently  clear  to  permit  its  being  siphoned  off  into  a  larger  flask,  in 
which  it  is  allowed  to  stand  loosely  corered.  The  solution,  at  first  of 
a  beautiful  yellowish  red  colour,  now  gradually  turns  blue,  whilst  indigo 
separates  out.  The  solution  is  filtered  and  the  indigo  is  washed,  first 
with  alcohol  and  then  with  water,  till  the  filtrate  is  colourless.  In 
this  manner  2  oc  (60  per  cent.)  of  pure  indigo-blue  are  obtained.  If  the 
brown  alcoholic  solution  is  poured  back  hot  into  the  first  flask,  it  yields 
3  per  cent,  more  indigo;  but  it  is  then  nearly  exhausted.  (Fritzsche, 
Marchand.^  —  Indigo  also  forms  a  vat  immediately  with  grape-sugar, 
caustic,  soaa,  and  hot  water;  the  decanted  solution,  when  exposed  to  the 
air,  deposits  indigo  containing  a  quantity  of  indigo-red,  which  may  be 
exbraoted  by  ui  alcoholic  solution  of  soda.     (Fritzsche.) 

c.  By  sublimation.      When  powdered  commercial  indigo  is  heated  on 
a  watch-glass,  a  silver  dish,  or  a  spoon,  a  network  of  crystals  is  formed, 
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wHich  may  be  removed  witb  a  pair  of  forceps,  and  tHe  crystals  carefally 
separated  from  adheriDg  particles  of  carbon,  under  a  magnifying  glass. 
(Le  Royer  &■  Damas;  Dumas.)  Cbevreol  sublimed  indigo  in  a  crucible 
fitted  with  a  cover  over  a  hot  fire ;  much  indigo  was  decomposed  in 
this  operation.  —  Crum  heats  indigo  between  two  platinum  crucible  lids, 
which  are  separated  from  one  another  by  a  distance  not  greater  than 
f  inch,  till  the  hissing  sound  ceases.  —  Berzelius  sublimes  indigo  in  an 
exhausted  retort,  of  the  size  of  a  chicken's  egs,  cuts  off  the  upper  part  of 
the  retort  when  the  crystals  have  sublimed,  and  separates  the  lower 
crystals  from  the  adhering  particles  of  carbon.  The  crystals  are  freed  by 
ether  from  traces  of  oil  and  resin.  —  Taylor  stirs  up  an  intimate  mixture 
of  2  pts.  finely  powdered  indigo  and  1  pt.  gypsum  with  water  into  a  thin 
paste,  which  he  spreads  upon  sheet-iron  in  layers  2  inches  broad  and 
•)-  inch  deep.  These  are  dried  by  exposure  to  the  air^  then  heKated  at  one 
end  with  a  spirit-lamp  till  red  vapours  are  evolved,  and  so  the  operation 
is  continued.  If  the  mass  catches  fire^  it  is  extinguished  by  a  drop  or  two 
of  water.  The  velvety  indigo  is  easily  separated,  and  may  be  purified 
by  alcohol  and  ether.     (^Med.  Gaz.  1843,  130.) 

Preparation  of  IiidigoMue  from  Indtcan,  —  According  to  Schunck, 
the  aqueous  solution  of  indican  from  woad-leaves,  which  must  not  be  too 
dilute,  is  boiled  with  sulphuric  or  hydrochloric  acid ;  and  the  abun- 
dant purple-blue  precipitate  is  filtered  off  and  washed,  first  with  water 
and  then  with  boiling  alcohol,  till  the  filtrate  is  of  a  pure  blue  colour:  the 
residue  is  said  to  consist  of  pure  indigo-blue.  —  According  to  Schunck*8 
latest  experiments,  it  appears  that  nitric,  oxalic,  tartaric,  and  acetic  acid 
are  also  capable  of  converting  indican  into  blue  indigo  :  acetic  acid,  how- 
ever, acts  less  powerfully  than  the  rest. 

Froperties.  Indigo-blue  sublimes  in  right  rhombic  prisms  (Rg.  75  ; 
w  :  t*  =  103^  30',  u  :m  z=z  128°  15',  u  :  n  =  149^  12';  n:  n  — 
165"*  6\y  :  y  =  108^  y  :  w  =  126°  ^Miller,  Fogg.  23,  559) ;  in  six- 
sided  prisms,  the  bases  of  which  are  replaced  by  two  faces  which  seem  to 
form  an  obtuse  angle  with  one  another  (derivable  from  a  rhombic  prism 
with  angles  of  32°  and  1 48^)  (Laurent.)  Its  lustre  is  semi-metallic,  and 
by  reflected  light,  dark  red  inclining  to  copper-red  (according  to  Crum, 
it  is  red  when  viewed  obliquely  under  the  microscope ;  and  of  a  brilliant 
blue  when  viewed  perpendicularly).  When  prepared  in  the  wet  way,  it 
is  dark  blue,  and  acquires  by  pressure  a  dark  copper  colour  and  almost 
metallic  lustre.  It  is  inodorous  and  tasteless,  and  does  not  react  upon 
vegetable  colours.  —  In  open  vessels,  it  volatilises  at  about  288°  in  dark 
purple-red  vapours;  in  closed  vessels,  it  decomposes  partially  when  heated. 
(Crum.)  —  It  volatilises  without  decomposition  only  in  a  current  of  air  or 
in  vacuo;  the  powder  dropped  on  a  piece  of  heated  platinum  foil,  vola- 
tilises in  purple  vapours  without  leaving  a  residue,  each  particle  being  sup- 
ported by  the  vapour  without  coming  in  contact  with  the  foil.     (Dumas.) 

CrttTD.  Ure.  Le  Royer  &  Dumas. 
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The  indtgo-blue  analysed  by  Crum«  by  Le  Royer  &  Dumas  (c),  by  Dumas  (a),  and 
by  Erdmann  and  Laurent,  wcs  obtained  by  sublimation  ;  that  analysed  by  Ure  contained 
indigo-red ;  a,  analysed  by  Le  Royer  &  Dumas,  was  obtained  by  boiling  (p.  38,  a) ; 
6,  from  the  blue  yat  (p.  38,  b),  Erdmann  &  Marchand  found  preyiously,  75*7  per 
cent,  carbon,  in  sublimed  indigo-blue,  exhausted  by  boiling  with  alcohol  (J.  vr, 
CAem,  19,  321). 

Indigo-blue  is  isomeric  wiih  cyauide  of  bensoyl. 

DecomposUioM,  1.  Indigo-blue  meita  and  boils  when  heated  in 
contact  with  the  air;  at  higher  temperatures,  it  burns  with  a  bright 
and  very  smoky  flame,  leaving  a  residue  of  difficultly  combustible  char- 
coal. (Berzelius.)  —  By  exposure  to  air  containing  ozone  it  is  quickly 
converted  into  isatin,  (Erdmann^  J,  pr.  Chem.  Ixxi.  209.)  —  2.  By  dry 
distillation  it  yields  a  venr  little  undecomposed  sublimate,  togetiier  with 
carbonate  and  cyanide  of  ammonium,  aniline,  empyreumatic  oil,  and  a 
large  residue  of  shining  charcoal.  1 1  pts.  of  indigo-blue  yield,  in  this  ope- 
ration, 1'88,'pts.  of  sublimed  indigo  and  6*44  pts.  of  charcoal ;  if  the  heat  be 
continued  till  the  sublimed  indigo  is  completely  destroyed,  there  are 
formed,  amongst  other  products  of  decomposition,  0'19  nitrogen,  0*28  car- 
bonic acid,  0*8  carbonic  oxide  and  hydrocarbons,  and  0*8  ammoniacal 
water.  (Crum.)  On  heating  indigo-blue  in  vacuo,  a  brown  oil  is 
formed  together  with  a  large  proportion  of  sublimed  indigo,  but  no  per- 
manent gas  or  aqueous  liquid  ;  by  rapid  heating,  more  sublimate  is  ob- 
tained, and  a  fused  shining  charcoal ;  on  heating  more  gradually,  less 
sublimate  is  formed,  together  with  a  dull  earthy  charcoal.  (Berzeiius.— 
compare  Unverdorben,  Pogg.  8,  397.)  —  3.  Dry  ehlorifie  does  not  act  upon 
indigo-blue  between  0°  and  IOC",  If  indigo-blue  is  stirred  up  with  water 
into  a  thin  paste,  and  chlorine  passed  through,  while  the  wnole  is  kept 
cool,  the  mass  becomes  first  greyish-green  and  then  yellow.  Neither 
carbonic  acid  nor  any  other  gas  is  evolved.  An  orange-coloured  deposit 
is  formed,  and  a  yellowish-red  solution ;  on  distilling,  terchlorocarbolio 
acid  and  terohloraniline  sublime,  and  a  liquid  distils  over  which  smells 
of  anisic  acid,  and  contains  hydrochloric  acid  and  terchlorocarbolic  acid. 
The  residue  in  the  retort  dissolves  in  boiling  water,  leaving  a  brown 
resin,  which  is  formed  in  small  quantity  only,  if  the  mass  is  cooled  as 
much  as  possible  during  the  action  of  the  chlorine,  and  the  passage  of  the 
chlorine  is  interrupted  before  all  the  indigo-blue  is  destroyed.  The 
boiling  aqueous  solution  deposits,  on  cooling,  a  yellowish-red  crystalline 
powder,  which  yields  chlorisatin  and  bichlorisatin  when  recrystallised 
from  alcohol.  (Erdmann.)  Benelius  took  advantage  of  the  destruc- 
tion of  indigo-blue  by  chlorine  to  determine  the  amount  of  indigo-blue 
contained  in  commercial  indigo.  To  a  known  quantity  of  chlorine  water 
he  added  pure  finely-powdered  indigo  as  long  as  it  'dissolved  with 
yellow  colour,  and^en  ascertained  how  much  of  tbe  indigo  to  be  tested 
was  decolorised  in  the  same  way  by  the  same  quantity  of  chlorine  water; 
the  amount  of  commercial  indigo  employed  contained  the  quantity  of  indigo- 
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blue  wfaioh.  was  ofied  in  the  first  experiment. — Thia  method  is  inaccurate, 
since  andissolved  indigo  produces  no  perceptible  difference  in  the  colour  of 
the  solntion,  and  requires  more  decolorising  matter  than  is  present  in  the 
solution;  the  indigo  to  be  tested  must,  therefore,  always  be  completely 
dissolved.  (Mohr,  Lehrh,  der  TUrir-inethoden,  191.)  (For  tests  for  indigo 
see  Sulphindigotic  Acid,  p.  59.)  —  4.  Bromine  acts  upon  indigo'  in  the 
same  manner  as  chlorine.  On  treating  moist  indiso  with  bromine, 
a  yellow  mass  is  formed,  which  yields,  by  distillation,  terbromo* 
carbolic  acid  and  terbromaniline;  the  residue  contains  a  little  bromisa- 
tin,  a  large  proportion  of  bibromisatin,  and  a  little  resinous  matter. 
(Erdmann.)  — 5.  Iodine  decomposes  indigo  only  when  heated.  (Ber< 
zelius.)  —  6.  Indigo  is  decomposed  by  heating  it  "with  chlorate  of 
potash  and  hydrochloric  acid.  Only  traces  of  chloranil  are  formed. 
(Hofmann.)  —  7.  When  boiled  with  dilute  nitric  acid,  it  gives  off  a  large 
quantity  of  gas,  and  forms  isatin  and  a  brown  resin;  with  a  stronger  acid 
it  forms  principally  nitrosalicylic  acid  ^xii,  805\  and  with  an  excess  of 
nitric  acid  of  sp.  gr.  1*48  it  yields  picric  acia  (xi,  212);  at  the  same 
time  carbonic  acid,  pmssio  acid,  oxalic  acid,  [and  the  ao-called  artificial 
indiffo-reein  are  formed.  —  5  pts.  of  fuming  nitric  acid  become  so  vio- 
lently heated  with  1  pt.  powdered  commercial  indigo  tliat  the  mass 
takes  fire.  (Woulfe,  Winckler,  Repert,  41,  330.)  —  When  indigo  is 
boiled  in  a  retort  with  nitric  acid  and  the  receiver  tarrounded  with 
ice,  yellow  needles  pass  over.  These  when  heated,  melt  into  a  clear 
yellow  oil,  and  distil  without  decomposition  at  a  higher  temperature; 
they  have  an  aromatic  odour  and  a  sweet  aromatic  taste.  They 
redden  litmus,  and  dissolve  very  abundantly  in  water  with  yellow 
colour ;  they  dissolve  in  ammonia,  without  yielding  a  crystalline  product 
on  evaporation.  They  form,  with  potash,  a  solution  which  is  at  first 
dark  yellow,  and  soon  becomes  filled  with  microscopio  crystals.  The 
crystals  are  readily  soluble  in  water,  from  which  they  crystallise  un- 
changed on  evaporation  ;  they  appear  of  an  orange  colour  by  reflected 
liffht,  and  bluish  green  by  transmitted  light.  (Fntzsche.)  —  A  solution 
of  sulphate  of  nitric  oxide  in  oil  of  vitriol  forms  with  indigo  in  the  cold 
a  green  solution  which  when  heated  becomes  of  a  beautiful  rose  eolour^ 
and  then  dark  purple  red.  (Prevostaye,  Ann.  Ohim.  Phye,  78,  877.) 
—  8.  Concentrated  ehromic  add  destroys  indigo-blue  immediately, 
especially  when  heat  is  applied,  with  violent  evolution  of  carbonic 
acid  and  precipitation  of  sesquioxide  of  chromium.  Dilute  chromic 
acid  forms  a  clear  yellow-brown  solution  with  indigo;  if  tl^is  is  heated  to 
near  the  boiling  point  and  filtered,  isatine  crystallises  out  on  cooling. 
(Erdmann.)  Chlorochroraic  acid  does  not  act  upon  indigo>blne.  (Thom- 
son, Pogg.  81,  607.)  —  9.  On  boiling  indigo-blue  m\^  peroxide  of  lead,  a 
pale  yellow  solution  is  formed,  which  becomes  turbid  on  cooling,  and 
leaves  a  yellow  powder  when  evaporated  to  drjoieys.  This  substance 
suspended  in  water  and  decomposed  with  sulphuretted  hydrogen, 
yields  a  brownish -yellow  filtrate,  which  on  evaporation  leaves  a  residue 
consisting  of  a  small  quantity  of  brown  resin  and  a  i^w  crystals.  The 
sulphide  of  lead  contams  a  brown  resin,  melting  at  100°,  which  may  be 
extracted  by  boiling  aleohol,  and  precipitated  by  water ;  boiling  water 
extracts  from  it  a  substance  which  on  evaporation,  deposits  crystals 
mixed  with  resin.  (Erdmann.)  —  10.  Manganic  suiphate,  manganate,  of 
potash  and  perrnanganate  of  pota»h  decolorise  indigo.  ^  (Lefort,  Rev,  scient, 
16,  358.)  On  heating  indigo-blue  for  a  considerable  time  with  aqueous 
oimie  acid,  oxalic  acid  is  formed.      (Buttlerow,  J.  pr.  "dhem,  56,  278.)  — - 
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1 1 .  When  the  yaponr  of  anhjdrous^salpbario  acid  is  passed  over  roughly 
pulTerised  commercial  indigo,  the  latter  swells  up,  becomes  heated,  and 
.a  heaatifal  purple-red  liquid  is  formed,  which  is  transparent  in  thin 
layers,  and  solidifies  into  a  crimson  mass.  In  contact  with  the  iar,  it 
evolves  snlphnrons  acid  (probably  on  account  of  the  imparities  of  the 
indigo),  and  dissolves  in  common  sulphuric  acid  with  a  violet  colour  ;  on 
dissolving  it  in  water,  charcoal  separates  out  and  a  dark  bine  solution  is 
formed.  (Dbbereiner,  Bucholtz,  Bussy.)  Indigo  dissolves  with  evolu- 
tion of  heat  in  excess  of  fuming  or  in  common  sulphwic  acid  (no  gas  is 
evolved  if  the  indigo  is  pure)  with  formation  of  sulphindigotic  acid;  if  an 
excess  of  snlpburic  acid  is  not  added,  more  or  less  snlphophcenicic  acid  is 
formed.  According  to  Benelius,  hyposnlphindigotic  add  is  also  fonaed  when  indigo 
18  dissolved  in  faming  sulpharic  acid.  —  Indigo-blue  iissolves  in  cold  sulphuric 
acid,  first  with  a  yellow  colour,  which  afterwards  becomes  green,  and 
finally  of  a  beautiful  blue.  (Housmann,  Jaum.  de  Phyi.  ]  788,  March, 
Ghevreul.)  From  the  solution  while  still  yellow,  undecomposed  iadi^o- 
blue  may  be  precipitated  by  water  ;  the  yellow  colonr  changes  to  blue 
in  a  few  hours  in  a  closed  vessel,  since  sulphophenicic  acid  is  formed, 
which  is  gradually  converted  into  sulphindigotic  acid.  The  solution  of  indigo 
is  attended  with  evolution  of  heat ;  no  suiphurous  acid  is  formed  if  pure  indigo  is 
employed,  even  if  the  solution  is  kept  at  100°  for  a  considerable  time.  The  quantity 
of  fuming  sulphuric  acid  required  for  solution  is  less  the  more  anhydrous 
acid  it  contains ;  \\  times  as  much  of  the  strongest  common  sulphuric 
acid  is  required  as  of  the  fuming  acid.  The  solution  is  much  more 
complete' when  efl*ected  at  100®.  (Crura,  eomp,  Bucholtz.)  When  indigo 
is  more  strongly  heated  with  sulphuric  acid,  sulphurous  acid  is  evolved, 
and  a  brown  oily  liquid  formed.  (Dobereiner.)  Liquid  anhydrous 
sulphurous  acid  does  not  act  upon  indigo.  (Bussy.)  Anhydrous  phos- 
phoric acid  and  hydrated  phosphoric  acid  are  without  action  upon  indigo  j 
also  concentrated  hydrochloric  acid.    (Dobereiner.) 

12.  Indigo-blue  is  but  slightly  attacked  by  prolonged  boiling  with 
dilute  jDotojAy  when  the  boiling  point  has  reached  100°,  the  indigo  is 
completely  decomposed,  whilst  no  gas  is  given  off,  and  only  traces  of  am- 
monia and  aniline  are  evolved  with  the  aqueous  vapour.  (Fritssche.) 
According  to  Gerhardt  (Rev.  scierU,  10,  87t)>  indigo-white  and  isatate 
of  potash  are  formed  in  this  reaction  : 

3C'«NH*0«  +  KO,HO  +  2H0  =  C«NH«KO«  +  C=^N'H»0O*,H«. 

According  to  Fritzsche,  a  yellowish-red  solution  is  first  formed,  on  which 
a  dark  coloured  substance  floats,  and  from  which  yellow  crystals  of  chry- 
saniiate  of  potash  are  separated  by  continued  boiling  ;  on  cooling,  it  soli- 
iifies  into  a  crystalline  mass,  consisting  principally  of  chrjsanilate  of 
potash.  The  dark-coloured  substance  is  most  abundantly  formed  when  the 
indigo  is  made  into  a  thin  paste  with  water  and  boiled,  and  then  treated 
with  hydrate  of  potashj  it  is  formed  in  much  smaller  quantity  when 
powdered  indigo  is  gradually  added  to  a  potash-ley  boiling  at  150*". — 
The  crystalline  mass,  when  water  is  poured  oyer  it,  immediately  jnelds 
indigo-blue  (in  the  same  state  as  from  the  indigo  vat)  ;  the  filtered  soiu- 
tion  also  continues  to  deposit  indigo-blue  when  exposed  to  the  air.  If 
the  crystalline  mass  is  immediately  incompletely  neutralised  with  an 
acid,  a  bluish-green  Drecipitate  is  formed,  and  the  solution  contains 
chrysanilate  of  pdtasb  (xii,  329).  If  the  crystalline  mass  is  treated 
with  alcohol  instead  of  water,  a  dark  green  solution  is  obtained,  which. 
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if  the  dark  coloured  anbstanee  was  formed  in  large  qoantitj,  absorbs 
oxygen,  and  deposits  indigo-blue  in  thin  four-sided  lamin® ;  chrysanilic 
acid  separates  out  from  the  dark  green  filtrate  on  addition  of  a  dilute  acid. 
If  long  exposed  to  the  air,  the  filtrate  becomes  jellowish-brown,  the 
chrysanilic  acid  being  conyerted  into  anthranilic  acid.  When  potash-ley 
boiling  at  150°,  is  saturated  with  chlorate  of  potash  and  indigo-blne  is 
added,  the  latter  dissolves  with  dark  orange-red  colour.  The  whole  soli- 
difies on  cooling,  and  when  dissolved  in  water  deposits  only  a  little *indigo« 
blue  and  then  yields  chrysanilic  acid  free  from  chlorine.  (Fritzsche.)  On 
melting  indigo  with  potash,  anthranilic  acid  is  formed,  with  evolntion  of 
hydrogen*  According  to  Gerhard t,  isatic  acid  is  first  formed,  which 
yields  anthranilic  acid  on  the  further  action  of  potash. 

C>«NH*0«  +  2H0  =  C"NHW  +  2  C0»  +  2H. 

By  heating  indigo-blue  with  hydrate  of  potash  to  300°  (oomparo  zii,  246)> 
Cahonrs  obtained  salicylic  acid,  resulting  from  the  decomposition  of  the 
previously-formed  anthranilic  acid: 

C"NH704  +  2H0  =  Cm«0    +  NH>. 

On  distilling  indigo-blue  with  hydrate  of  potash,  aniline  is  eyolved : 

C«NH«02  +  6H0  =  C12NH7  +  400*  +  4H. 

(Fritzsche)  ;  according  to  Gerhardt,  the  aniline  results  from  the  further 
action  of  the  potash  upon  the  previously-formed  anthranilic  acid. 

C"NH70<  =  CWNH7  +  2C02. 

By  melting  commercial  indigpo  with  hydrate  of  potash,  -Gerhardt  (CompL  rend,  13, 
309)  and  Erdmann  (/.  pr,  Chem.  27,  250)  obtained  valerianic  acid ;  Winkler,  Repert, 
78,  70)  and  Muspratt  {Ann,  Pharm.  51,  271)  obtained  acetic  acid,  which  waaTowing  to 
the  impurities  of  the  indigo.  Compare  Liebig  {Ann.  Pharm.  40,  314);  Gerhardt 
{N.  J.  Pharm,  9,  319). 

13.  Indigo-blue  placed  in  contact  with  water,  an  alhaH,  and  a  deoxi- 
dising substance,  becomes  at  first  coloured  green,  and  is  then  converted 
into  indigo- white,  which  forms  a  yellow  solution  with  alkalis.  In  this* 
reaction,  water  is  decomposed,  the  hydrogen  being  used  in  the  formation 
of  indigo-white,  e,  g. 

2Ci«NH«0«  +  2SnO  +  2HO  =  CaWHWOSIl^  +  2SnO«. 

The  following  substances  react  in  a  similar  manner :  phosphorus,  phos- 
phorous acid,  sulphurous  acid,  hydrosulphuric  acid,  potassium- amalgam, 
sulphide  of  potassium,  sulphide  of  sodium,  sulphide  of  arsenic,  sulphide  of 
antimony,  zinc,  tin,  iron,  protoxide  of  iron,  protoxide  of  tin,  protoxide  of 
manganese,  grapensugar,  and  substances  undergoing  fermentation  or  putre- 
faction, as  sugar,  gluten,  urine,  woad,  madder.  Warm  putrid  urine  dissolves 
indigo-blue,  the  ammoniarcompound  of  indigo-white  being  formed. — 
According  to  Loweuthal,  on  the  contrary  («/.  pr.  Chem,  70,  463),  this 
reduction  of  blue  to  white  indigo  is  not  produced  by  sJilts  of  sulphurous 
or  phosphorous  acid,  by  sulphide  of  potassium,  sulpBjde  of  calcium, 
manganous  salts,  or  arseuite  of  soda ;  but  indigo-blue  dissolved  in  sul- 
phuric acid  is  reduced  to  indigo-white  when  mixed  with  excess  of  bicar- 
Donate  of  potash  or  soda,  and  then  treated  with  sulphuretted  hydrogen. 
Lowenthal  is  of  opinion  that  indigo-white  is  not  indigo-blue  plus  hydro- 
gen, but  indigoblue  minus  oxygen. 
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Formic  acid  appears  to  be  prodnced  in  the  action  of  erape-Bugar  and 
potafih  on  indigo-blue.  ^  If  the  indigo-blue  obtained  &om  Fritzsche's 
sugar  vat  (p.  89)  is  filtered  off,  the  brownish  green  alkaline  solution 
forms,  with  acids,  a  brownish  green  precipitate,  which,  when  washed 
with  water  and  dried,  dissolves  for  the  most  part  in  alcohol  with 
reddish  brown  colour.  The  acid  filtrate  deposits,  on  evaporation,  a  brown 
resinous  body,  which  dissolves  slightly  in  water  and  completely  in  alcohol. 
The  bfownish-green  alkaline  solution  gives  a  bluish-green  precipitate 
with  lime-water  (lime-compound  of  indigo-brown  )}  ;  acids  precipitate 
greenish  flakes  from  the  filtrate,  and  if  these  are  filtered  off,  the  acid 
solution  deposits  a  brown  resin  on  evaporation.     (Fritssche.) 

Urine  passed  from  12  to  24  hours  after  6  grm.  of  indigo  had  been 
swallowed,  was  of  a  greenish-violet  colour.  After  several  days,  a  small 
blue  ring  had  formed  on  the  surface,  which  in  4  weeks  became  from  7  to  -1- 
of  an  inch  broad,  and  consisted  partly  of  precipitated  indigo,  partly  of  blne« 
coloured  phosphate  of  magnesia  and  ammonia.  (Starke,  J.  pr.  Chem.  56, 
13.)  The  passage  of  indigo  into  the  urine  is  mentioned  by  Pereira  (Art 
of  Healing,  2,  651),  and  Roth  (Dissert,  Inaug.  de  Indico,  Berlin,  1834); 
KleizniBky  (Wien,  medicin.  Wochensekr,  1851,  34)  opposes  this  statement. 

Candnnations.    Indigo-blue  is  insoluble  in  water. 

Hot  alcohol  dissolves  small  quantities  of  indigo-blue  .which  impart  to 
it  a  beautiful  blue  colour;  on  cooling,  the  indigo  separates  out  almost 
completely.  Indigo-blue  remains  dissolved  in  cold  alcohol,  only  when  the 
alcohol  contains  indigo-red  in  sdution  at  the  same  time.    (Chevreul.) 

Chloride  of  ethvl  is  but  slightly  coloured  by  standing  over  indigo, 
a  portion  of  which  converts  it  into  a  beautiful  blue  liquid,  without 
mixing  with  the  latter ;  the  unchanged  portion  of  the  indigo  shows  a 
stronger  copper-colour  than  before.  (BouUay.)  —  Sublimed  indigo  does 
not  dissolve  in  cold  earholie  acid  (or  creosote),  but  pretty  readily 
when  it  is  hot ;  the  solution  forms  a  blue  liquid  when  mixed  with  a  little 
alcohol,  but  the  indigo  is  precipitated  by  a  large  quantity  of  alcohol 
(Runge,  Reichenbach;  comp.  Miiller,  ^.  Br,  Arch.  15,  92.) 

Sublimed  indigo  dissolves  to  a  small  extent  in  boiung  oil  of  tur- 
pentine  with  purple-red  colour,  but  immediately  separates  out  again 
on  cooling.     (Cmm.) 

Fatty  Oils  dissolve  indigo-blue  only  at  temperature  exceeding  100°, 
with  dark  violet  colour ;  the  indigo  separates  out  unchanged  on  cooling ; 
at  a  higher  temperature  the  indigo  is  decomposed  (comp,  Weston, 
Br.  Ai-ch.  3e,  371). 


Appendix  to  Indigo-blue. 

1.  Indigo-red. 


■ 

Indigo-red  was  first  noticed  by  Chevreul,  and  was  more  particularly 
investigated  by  Berzelius.  (Lehrb.  3,  689.)  —  It  is  found  in  commercial 
indigo,  and  also  accompanies  the  indigo  from  Fclygonum  tinctorium, 
(Hervy.) 


40  PRIMARY  NUCLEUS  e»H8 :  AZO-NUCLBUS  CWNH«0». 

a.  JFlrom  commerckU  tnd*^.—- Powdered  or  oommeroial  indigo  is 
first  exbaasted  with  h jdroohlorio  or  snlphtirio  acid,  then  with  a  con- 
centrated solation  of  potash «  afterwards  washed  with  water  and  boiled 
with  alcohol  of  sp.  gr.  0*83  nntil  the  solution  is  no  longer  coloured 
red}  but  bright  blue.  The  dark  red  alcoholic  extract  is  distilled  until 
most  of  the  alcohol  has  passed  over,  and  the  remainder  of  the  solu- 
tion is  filtered  from  the  indigo-red,  which  is  precipitated  in  the 
form  of  a  dark  brown  powder.  The  remainder  of  the  indigo^red  is 
separated  from  the  filtrate, — ^in  which  it  remains  together  with  indigo- 
blue,  iu  combination  with  potash, — by  evaporating  the  alcohol,  dissoly- 
ing  the  residue  in  water,  and  precipitating  with  a  dight  excess  of  acetic 
acid,  the  indigo-brown  remaining  in  solution,  and  lastly  the  precipitated 
indigo-red  is  washed  with  water  and  dissolved  in  alcohol,  from  which 
it  separates  on  evaporation. 

Indigo-red  forms  a  blackish-brown  powder  or  a  shining  blackish- 
brown  varnish. 

When  heated  in  vacuo,  it  first  yields  a  colourless  sublimate,  without 
evolving  any  permanent  gas,  then  melts,  boils  and  chars,  while  colourless 
crystalline  indigo-rod  subtimes.  In  the  uppermost  part  of  the  vessel,  the 
latter  resembles  fused  colourless  drops;  in  the  middle  part  it  is  brown; 
and  near  the  heated  portion  it  appears  melted,  reddish  yellow  and  trans- 
parent.—  Indigo-red  quickly  heated  in  contact  with  the  air,  melts, 
fumes,  and  burns  with  a  bright  smoky  flame.  —  In  chlorine-water  it 
becomes  yellow  and  plastic  like  wax;  but  on  exposure  to  the  air,  re- 
covers its  hardness  and  regains  its  former  colour  almost  completely. 
(Bersdlius.)  By  chlorine  in  presence  of  water  it  is  converted  into  a 
brown  resin,  which  is  insoluble  in  water,  but  soluble  in  alcohol. 
(Erdmann,  «/.  pr,  Chem.  19,  829.)  —  It  dissolves  in  fuming  nitric  acid 
with  a  beautiful  purple  colour,  which,  owing  to  decomposition,  soon 
passes  into  yellow.  Water  precipitates  indigo-red,  apparently  un- 
ohadged,  from  the  red  solution;  from  the  yellow  solution  it  precipitates 
yellow  flakes  like  those  obtained  in  the  same  manner  from  a  solution 
of  indigo-brown  in  nitric  acid.  —  The  red  solution  of  indigo-red  in 
alcoholic  soda  turns  brown  on  exposure  to  the  air,  and  deposits,  when 
evaporated,  a  substance  which  forms  with  water  a  brown  solution, 
depositing  brown  flakes  on  the  addition  of  acids.  (Fritzsohe,  J*  jrr. 
Chem.  28,  196.) 

Indigo-red  does  not  dissolve  in  water,  in  dilute  acids,  or  even  in 
heated  concentrated  solutions  of  the  alkalis.  —  It  forms  with  sulphuric 
acid  a  dark-yellow  solution,  which  becomes  yellowish  red  on  dilution 
with  water,  but  without  forming  a  precipitate.  The  solution  is  deco- 
lorised by  steeping  silk  or  wool  in  it  for  several  hours;  while  the  fabric 
is  dyed  yellowish  brown  or  red.  It  dissolves  slightly  in  alcohol,  but 
more  abundantly  in  ether;  the  bright-red  solutions  deposit  the  indigo- 
red  on  evaporation  as  a  dark-red  powder.  (Berzelius.)  It  dissolves  in 
cold  creosote.     (Reichenbach.) 

6.  From  the  leaves  of  Polygonum  tinctorium.  —  The  fresh  leaves  are 
exhausted  with  ether  in  a  digesting  funnel,  and  after  a  part  of  the  ether 
has  been  distilled  off,  crystals  of  iudigo-blue  separate  out,  and  the 
remaining  solution  is  evaporated  to  dryness.  The  residue  is  exhausted 
with  alcohol,  the  solution  filtered  from  a  slight  brown  residue,  and  again 
evaporated  to  drjrness;  and  the  residue  is  purified  by  hot  water,  which 
extracts  a  little  yellow  colouring  matter. 
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Iiidlgo-red  tb«8  prepared  is  a  beantifnl  red^  reein-like  enlietaiice ; 
hard,  brittle  atid  eaeilj  palrerixed.  Barnt  with  oxide  of  copper^  it 
yields  oarbonio  aeid  and  nitrogen  in  the  proportion  of  16  :  1.  Heated 
m  oooiaot  with  the  air^  it  softens,  melts^  swells  np,  and  barns  with 
flame,  leaving  a  bulky  mass  of  charooal  which  bnms  without  residne. 
When  heated  in  a  tobe«  it  gives  off  ammoniaoal  yaponrs.  Distilled  in 
yaoQO^  it  yields  merely  ammoniaoal  oil^  and  without  any  crystalline  snbli* 
mate  (probably  beeanse  too  little  was  employed).  — «  When  boiled  with 
nitric  acid,  it  evolves  abundant  red  fumes  and  dissolves  with  yellowish 
red  colour,  while  a  waxy  substance  rises  to  the  surfaoe;  on  eyaporatin? 
the  solution,  it  leaves  a  residue,  from  which  water  extmots  picrio  aoid, 
while  the  so-called  commercial  indigo-resin  remains  behind.  —  It  dis-' 
solves  in  sulphuric  acid,  imparting  to  it  a  yellow  colour;  becomes  dark 
red  when  acted  upon  by  anhydrous  sulphuric  acid,  and  retains  this  colour 
on  the  addition  of  water.  Concentrated  hydrochloric  acid  turns  it 
black  but  does  not  dissolve  it. 

Indigo-red  is  insoluble  in  water^  slightly  soluble  in  potash  and 
ammonia*  The  alcoholic  solution  turns  red  on  addition  of  baryt»-water^ 
lime-water^  sub-acetata  of  lead,  or  nitrate  of  silver,  and,  dark  red  with 
protochloride  of  tin.  With  solution  of  alum  it  forms  a  beautiful  red  lake^ 
which  is  not  acted  upon  by  alkaline  carbonates* 

It  is  very  slightly  soluble  in  aceiic  acid,  but  dissolves  very  readily  in 
alcohol  and  iu  ^het*;  the  alcoholic  solution  is  precipitated  by  sulphuric 
acid.     (Heryy,  J.  Pharm.  26,  293;  Phann,  Centr.  1840,  807.) 

The  indigo  obtained  from  the  flowers  of  Tankervillia  cantoneruis 
colours  alcohol  of  35  per  cent,  first  green,  then  violet ;  and  the  solution 
yields  on  evaporation  a  residue  consisting  of  two  substances,  the  one 
green  and  insoluble  iu  alcohol  of  i5  per  cent,  ^probably  chlorophyll), 
the  other  of  a  beautiful  red  colour,  soluble  in  alj^ohol,  but  insoluble  in 
water  and  ether.  This  latter  substance  forms  with  sulphuric  acid,  a 
brown  solution  from  which  it  is  precipitated  unchanged  by  water. 
(Clamor  Marquardt,  Repert,  7,  1.) 

The  purple-red  eolation  which  is  obtained  when  the  purple-blue  flakes 
arising  from  the  decomposition  of  indiean  by  acids  are  boiled  with  alcohol, 
yields  a  brown  residue  of  indirnbin  very  similar  to  indigo-red.  This 
substance  is  insoluble  in  alkalis,  and  when  heated  in  a  tube,  gives  off 
purple  vapours  and  yields  a  crystalline  sublimate.  (Schunck,  If,  Phil. 
Mag,  J,  10,  85.) 


2.  Colourless  Indko-red. 


Berzelius. 

The  sublimate  obtained  by  heating  indigo-red  in  vacuo  is  separated 
from  indigo-red  by  digesting  it  with  iJcohoI,  in  which  the  latter  is  more 
soluble,  and  is  then  purified  by  re-subliming  in  vacuo. 

It  crystallises  when  sublimed,  in  brilliant,  colourless,  transparent 
very  fine  needles;  it  crystallises  on  evaporation  from  its  alcoholic  or 
ethereal  solution  in  transparent  colourless  grains.  It  is  inodorous,  tasteless 
and  neutral  to  test  papers. 

When  colourless  indigo-red  is  heated  in  vessels  containing  air,  it 
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melts  and  turns  yellow,  but  crystaUises  asain  on  cooling;  when  more 
strongly  heated,  it  melts^  boils,  and  partly  decomposes,  without  however 
giyin^j^  off  an  acid  or  ammonia.  Heated  m  free  contact  with  the  air,  it 
smokes,  bums  with  a  bright  smoky  flame,  and  leaves  a  trace  of  difficultly 
combustible  oharcoaU  ft  dissolves  in  fuming  nitric  acid  and  forms  a 
beautiful  pnrple-red  solution,  which  becomes  yellow  from  decomposition; 
the  solution  is  then  identical  with  that  obtained  by  dissolving  indigo-red 
in  nitric  acid.  Colourless  indigo-red  is  immeoiately  turned  red  by 
dilute  nitric  acid. 

Colourless  indigo-red  forms  two  compounds  with  sulphuric  acid,  one 
soluble,  the  other  insoluble  in  water.  In  cold  sulphuric  acid,  it  dissolves 
very  slowly  and  but  partially,  imparting  to  it  a  lemon-yellow  colour; 
the  undissolved  portion  is  of  a  burnt  yellow  colour;  the  same  compound 
is  precipitated  by  water  from  the  yellow  sulphuric  acid  solution.  Con- 
centrated hydrochloric  acid  also  forms  a  similar  insoluble  burnt  yellow 
compound;  of  this  only  a  trace  dissolves  in  the  acid^  to  which  it  imparts 
a  yellow  colour;  it  is  not  precipitated  by  water.  —  Colourless  indigo-red 
does  not  dissolve  in  water  or  in  aqueous  solutions  of  the  alkalis,  not 
even  when  they  are  boiling  and  highly  concentrated.  —  It  dissolves  very 
slightly  in  acetic  acid,  from  which  it  is  not  precipitated  by  water;  in 
alcohol  and  in  ether  it  dissolves  slowly,  with  brownish  yellow  colour. 


3.  Indigo-brown, 

Chbvbbul.    Ann.  Chim,  66,  5j  also  Sckw.  5,  291. 
Bbrzblivs.    Schi'b.  d„685. 

ReHnoui  Indigo-green,    Discovered  by  Cherreul,  in  iadigo  from  Gmtemtla  and 
JftTft ;  more  completely  investigated  by  Benelins,  who  found  it  In  eU  kinds  of  indigo. 

Preparation,  1 .  Powdered  indigo  is  repeatedly  boiled  with  water, 
and  the  solution  evaporated  to  a  small  bulk.  The  reddish  syrup  thus 
obtained,  is  extracted  with  alcohol  of  36^  B.;  water  is  added  to  the  red 
alcoholic  solution;  and  the  idcohol  distilled  off.  The  indigo-brown,  which 
is  combined  with  ammonia,  and  remains  dissolved  in  the  aqueous  solu- 
tion, is  precipitated  by  exactly  neutralising  the  ammonia  with  sulphuric 
acid;  then  washed  on  a  filter  with  a  little  water,  dissolved  off  with 
alcohol,  and  the  solution  evaporated.  (Chevreul.)  It  retains  some  of 
the  sulphuric  acid  by  which  it  was  precipitated,  and  also  indigo-blue, 
(Berzelius.)  —  2.  Powdered  commercial  indigo  is  extracted  with^sulphuric, 
hydrochloric,  or  acetic  acid,  and  afterwards  with  water,  then  gently 
heated  with  concentrated  potash-ley,  which  causes  it  to  swell  up  to  a 
light  black  paste;  and  the  dark  brown  alkaline  solution  is  filtered  off 
without  washing,  since  the  dilute  liquid  would  take  up  indigo-blae.  The 
alkaline  solution  is  slightly  acidulated  with  sulphuric  acid,  and  filtered 
(the  yellowish-brown  filtrate  neutralised  with  carbonate  of  lime  and 
evaporated,  yields  a  little  more'^indigo-brown  when  treated  with  alcohol); 
the  precipitate,  which  is  bulky,  half  gelatinous,  and  almost  black, 
owing  to  an  admixture  of  indigo-blue,  is  washed  out  with  water  and 
dissolved  in  carbonate  of  ammonia;  the  solution  is  evaporated  to  dryness; 
and  the  residue  is  dissolved  in  water,  and  filtered  from  the  undissolved 
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portion;  which  consists  of  bine  indigo  mixed  with  a  little  indigo-browu, 
withoot  washing  out,  since  the  residue  would  then  dissolre.  The  indigo- 
brown  is  precipitated  from  the  filtrate  by  salphuric  acid;  the  precipitate 
while  still  moist  is  digested  with  carbonate  of  baryta  and  water,  whereby 
an  insolnble  and  a  sparingly  soluble  compound  of  indigo -brown  with 
baryta  are  formed;  and  the  solution  is  filtered  and  evaporated.  Indigo- 
brown  is  thus  obtained  in  combination  with  a  little  baryta;  it  seems 
impossible  to  obtain  it  perfectly  pure.     (Berzelius.) 

Properties.  Indigo-brown  (2)  forms  a  brown,  shining,  transparent 
yarnish,  which  is  almost  colourless  and  neutral  to  test  papers;  (1)  has  a 
green  colour  (arising,  according  to  Berzelius,  from  an  admixture  of  indigo- 
blue. 

Decompoiitions.  1.  Indigo-brown  (2)  yields  by  dry  distillation,  a 
black  Tiscid  oil,  and  colourless,  highly  ammoniacal  water.  —  2.  Heated 
in  contact  with  the  air,  it  softens,  swells  up,  and  evolves  fumes, 
smelling  like  burnt  animal  matter ;  then  burns  with  flame,  and  ^leaves 
a  residue  of  difficultly  combustible  charcoal  containing  carbonate  of 
baryta.  —  3.  It  dissolves  in  nitric  acid  with  evolution  of  nitrous  fumes, 
and  forms  a  yellow  turbid  solution,  from  which  water  precipitates  burnt- 
yellow  flakes,  which  give  a  dark  yellow  solution  with  ammonia.  The 
aqueous  solution  first  deposits  crystals  of  oxalic  acid  on  evaporation,  and 
wnen  of  the  consistence  of  syrup,  solidifies  into  a  flaky  crystalline  mass, 
which  tastes  first  acid  and  then  bitter.  When  neutralised  with 
potash,  it  yields  crystals  of  nitre  and  of  a  burnt-yellow  bitter  substance, 
which  is  deliquescent,  soluble  in  alcohol,  and  swells  up  when  heated 
without  exploding.  —  4.  Chlorine  gas  passed  through  a  solution  of 
indigo-brown,  turns  it  to  a  paler  colour,  and  then. precipitates  brownish 
yellow  flakes  of  hydrochl  orate  of  indigo-brown,  but  does  not  produce 
any  further  decomposition.    (Berzelius.) 

C<wilnnati<ms.  Indigo-brown  (1)  is  slightly  soluble  in  water.  —  That 
prepared  according  to  (2),  combines  very  readily  with  acid^,  forming 
compounds  which  are  slightly  soluble  in  water.  When  an  alkaline  solu- 
tion of  indigo-brown  is  treated  with  an  excess  of  acid,  a  compound  of 
indigo-brown  with  the  acid  is  precipitated,  which  is  brown,  very  bulky, 
transparent  only  when  viewed  in  thin  layers,  reddens  litmus  after  it  has 
been  washed  with  water,  and  is  very  slightly  soluble  in  water,  to  which 
it  imparts  a  yellow  colour.  The  precipitates  produced  by  sulphuric 
acid  and  hydrochloric  acid,  colour  boiling  water  yellow,  and  shrink  up 
to  a  brittle  mass,  which  may  be  pulverised  in  the  solution.  (Berzelius.; 
According  to  Chevreul,  (1)  dissolves  in  aqueous  solutions  of  acids  more 
readily  than  in  water,  and  likewise  in  sulphuric  acid,  forming  a  green 
solution. 

Indigo-brown  (2)  unites  readily  with  alkalis,  and  forms  very  dark- 
brown  compounds,  which  are  soluble  in  water,  and  do  not  show  any 
alkaline  reaction  with  reddened  litmus  paper.  —  When  the  solution  of 
indigo-brown  in  carbonate  of  ammonia  is  evaporated,  and  the  residue 
dried  at  70%  it  forms  a  black  shining  ma«s,  which  splits  up  into  long 
needle-shaped  fragments;  has  a  slight  and  very  unpleaGOint  taste;  evolves 
large  quantities  of  ammonia  when  treated  with  potash,  but  no  carbonic 
acid  when  treated  with  acids;  it  dissolves  readily  in  water  and  somewhat 
less  in  alcohol.     (Berzelius.)    According  to  Chevreul,  (I)  dissolveB  in 
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ammonia^  fonning  a  red  solDtion.  When  th*  iolation  of  indigo-lNrdwii 
(2)  in  aqueous  potash  is  exactly  neutralised  with  acetic  acid,  the  liquid 
erapomted  to  dryness,  and  the  acetate  of  potash  extracted  by  alcohol 
(which  takes  up  a  little  indigo-brown),  the  compound  of  indigo-brown 
with  potash  remains  behind.  This  compound  dissolved  in  water  and 
evaporated  to  dryness,  forms  a  black  shining  mass,  which  splits  up 
into  needle-shaped  fragments.  ^  The  6a7^a-compound  is  difficultly 
soluble  in  water.  —  The  Zim^compound  is  insoluble:  hence  lime-water 
precipitates  indigo-brown  from  its  ammoniacal  or  potash  solution;  and 
when  hydrate  of  lime  is  boiled  with  a  solution  of  indigo-brown  in  potash, 
it  removes  the  former  so  completely,  that  a  colourless  ley  remains  behind. 
The  solutions  of  (2)  in  alkalis  or  acetic  acid  form  dark  precipitates  with 
acetate  of  lead,  subacetate  of  lead  and  ferric  sulphate;  they  are  not  preci- 
pitated by  ferrocyanide  of  potassium  and  corrosive  sublimate,  nor,  with 
the  exception  of  the  baryta  compound,  by  infusion  of  galls.     (Berzelius.) 

Indigo-brown  (2)  treated  with  a  little  acetic  addj  forms  two  com- 
pounds, the  one  soluble,  the  other  insoluble  in  water.  The  first  is  obtained 
by  acidulating  with  acetic  acid  a  solution  of  indigo-brown  in  potash, 
so  that  it  decidedly  reddens  litmus;  the  solution  is  then  evaporated  to 
dryness,  and  the  acetate  of  potash  extracted  with  alcohol.  This  com- 
pound reddens  litmus,  and  dissolves  very  readily  id  water,  from  which 
it  is  not  precipitated  by  boiling ;  it  is  slightly  soluble  in  aloohol,  but 
when  boiled  with  the  latter,  becomes  almost  insoluble  in  water.  The  more 
acid  compound  is  precipitated  by  strongly  supersaturating  the  potash 
solution  with  acetic  acid;  when  washed  with  water,  a  small  portion  is 
converted  into  the  first  compound;  the  wash-water  continues  to  dissolve 
the  precipitate,  but  becomes  turbid  when  mixed  with  the  first  acid 
filtrate.     (Berzelius.) 

Indigo-brown  (1)  readily  forms  with  alcohol,  even  when  cold,  a  solu« 
tion  which  appears  green  by  reflected  light,  and  red  by  transmitted 
light;  it  is  not  rendered  turbid  by  water,  but  becomes  green,  and  on  the 
addition  of  a  little  ammonia,  red.     (Chevreul.) 

The  green  thick  oily  substance  extracted  from  fresh  woad,  by 
Chevreul  {Schw.  5,  310),  behaves  in  a  similar  manner;  it  difinses  an 
aromatic  and  empyreumatic  odour  when  placed  on  glowing  charcoal,  and 
leaves  a  residue  or  tumefied  charcoal.  It  is  almost  insoluble  in  water,  is 
coloured  red  by  alkalis,  and  becomes  green  again  on  the  addition  of  an 
acid. 

According  to  Hervy  {J,  Pharm,  26,  293),  a  substance  similar  to 
indigo-brown  is  obtained  from  Polygonum  Hnetorium.  The  fresh  leaves  are 
bruised  and  exhausted  with  cold  water,  and  the  reddish  solution  is  filtered 
and  evaporated  to  dryness.  A  yellow  colouring  matter  is  extracted  by 
ether  from  the  residue,  the  remainder  of  which  is  dissolved  in  alcohol 
of  40°,  filtered,  and  evaporated  to  dryness.  The  product  is  rose  coloured, 
and  dissolves  with  green  colour  in  dilute  acids;  in  concentrated  acids  it 
turns  green  without  dissolving.  It  dissolves  in  alkalis,  with  evolution  of 
ammonia.  It  is  soluble  in  water,  from  which  it  is  precipitated  green  by 
concentrated  acids ;  also  in  alcohol,  but  not  in  ether. 

When  an  aqueous  solution  of  indican,  which  has  become  brown  by 
long  boiling,  is  boiled  with  sulphuric  acid  or  hydrochloric  acid,  darlt 
brown  flakes  separate  out,  and  may  be  washed  on  a  filter  with  water. 
The  predpitate  boiled  with  alcohol,  forms  a  brown  solution  which 
leaves  on  evaporation,  a  dark  brown,  shining,  resinous  residue  of 
Indihumin.     This  substance  melts  in  boiling  water,  is  decomposed  and 


ISATIN.  51 

• 
diisdlTecl  by  boiling  nitric  acid,  and  diteolres  with  brown  colour  in 
fkmmonia;  t&e  amnioniacal  solntion  foi^mfi  brown  precipitates  witb  ebloride 
of  calcium  and  chloride  of  bariom,  and  the  alcdholio  solution  is  completely 
precipitated  by  acetate  of  lead.  The  composition  of  indihumih  corre- 
sponds most  nearly  to  the  formula  C"NH'0'.  (Schunck,  y,  PhU.  Mag,  J, 
10,  86.) 


Isatin. 

C"NH»0«  =  C»NH»0*0^ 

Laurent.  Compt.  rend,  12,  539;  J^.  pr.  Chem,  24,  2j  Pharm,  Chiir, 
1841,  601;  iV.  Ann.  Chim,  Phys.  3,  371;  J.  pr,  Chem.  25,  434; 
Ann.  Phca-m.  48,  262;  Pharm.  Centr.  IS42,  246;  jRev.  scient  10^  295, 
300;  18,  458;  J,  pr.  Chem.  35,  108. 

Erdmann.    J.pr.  Chem.  24,  11;  Pftarm.  CevUr.  1841,  707. 

A.  W.  HoFMANN.    Ann*  Pharm.  53,  11. 

Discovered  simultaneously  by  Laurent  and  Erdmann,  in  1841. 

PormaUan.    By  the  action  of  nitric  acid  or  chromic  acid  upon  indigo- 
blne  (p.  42). 

Preparation.  1  kilogr.  of  finely  powdered  good  commercial  indigo 
is  stirred  np  in  a  large  dish  to  a  thin  paste  with  water;  it  is  then  placed 
over  a  moderate  fire,  and  commercial  nitric  acid  is  gradually  added 
(which  causes  a  violent  efiervescenco,  without  evolution  of  nitrous  acid), 
until  the  blue  colour  has  disappeared,  for  which,  from  600  to  700  grm.  of 
nitric  acid  are  necessary.  The  solution  is  boiled  with  several  quarts  of 
water,  and  filtered  boiling  as  rapidly  as  possible;  after  12  hours  the 
isatin  separates  in  reddish  crystalline  nodules.  The  mother-liquor  is 
boiled  with  the  undissolved  residue  and  filtered,  the  o|)eration  being  two 
or  three  times  repeated:  the  last  mother-liquor  still  yields  isatin  on 
evaporation.  The  crystals  are  moistened  with  water  containing  a  little 
ammonia,  in  order  to  remove  a  resinous  matter;  they  are  then  washed 
with  cold  water,  and  finally  recrystallised  several  times  from  boiling 
alcohol  (100  pts.  of  indigo  yield  18  pts.  of  isatin).  (Laurent.)  —  When  so 
excess  of  nitric  acid  is  employed,  nitrosalicylic  acid  is  formed.  After 
each  addition  of  nitric  acid,  it  is  necessary  to  wait  until  the  efi*ervescenee 
is  over.  If  no  effervescence  takes  place,  in  consequence  of  the  indigo 
being  mixed  with  too  much  water,  and  if  the  boiling  is  continued,  whilst 
more  and  more  nitric  acid  is  added,  a  violent  reaction  suddenly  ensues 
when  the  solution  has  reached  a  certain  concentration,  the  mass  over- 
flowing the  vessel  even  when  it  is  very  capacious,  and  the  residue 
contains  generally  nitrosalicylic  aeid.  (Hofmann.^  —  2.  Indigo  is  heated 
with  chromic  acid,  properly  diluted,  until  the  whole  nearly  boils,  when  it 
is  filtered  hot;  isatin  then  crystallises  out  on  cooling,  and  is  (purified  by 
repeated  recrystallieation  from  water  and  lastly  mm  alcohol.  If  the 
chromic  acid  is  so  concentrated  that  it  causes  an  evolution  of  carbonic 
acid,  the  solution  deposits  little  or  no  isatin  on  cooling,  but  a  small 
quantity  on  spontaneous  evaporation  or  in  vacuo;  on  evaporating  the' 
solution  by  heat,  only  sequioxide  of  chromium  and  a  brown  powder 
separate.  (Erdmann.)  Laurent  drops  a  dilute  aqueous  solution  of 
chromic  acid  upon  powdered  indigo,  and  warms  the  mixture,  the  addi- 
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tlon  of  ohromic  acid  being  disoontinned  as  soon  as  tbe  blae  colour  bas 
diBappeared,  and  the  process  continned  as  in  (1).  In  order  to  pnrifj 
crude  isatin  which  still  contains  resin,  Hofmann  dissolves  it  in  potash, 
and  carefully  adds  hydrochloric  acid  to  the  solntion,  as  long  as  it 
forms  a  black  or  brown  precipitate;  when  a  portion  on  filtering  is  of  a 
pure  yellow  colour,  and  gives  a  deep  red  precipitate  with  hydrochloric 
acid,  the  whole  solution  is  filtered  ofi*,  decomposed  with  hydrochloric  acid, 
and  the  precipitate  washed  with  a  little  water. 

Properties.  Isatin  crystallises  in  large  transparent  brownish  red 
prisms,  or  in  smaller  yellowish  red  prisms,  belonging  to  the  right  prismatic 
system;  the  crytals  are  very  brilliant,  especially  when .  obtained  from  an 

alcoholic  solution.  odP.  ooI'  oo,  ]^qo  ;  (Fig.  65)  with  predominating  faces  t; 
u'  :  u  ^   133**  50'  —   55';  ♦  :  i'  =  12^  15'   —  30',  G.   Rose;   ooP. 

ooPoo  ."Poo  ;  (hf^.  68) without p  and  i;  «' :  t*  =  45° 56';  y  :  y  =  126°  44'. 
(Schabus.)  Isatin  is  inodorous  and  has  a  bitter  taste.  (Schabus.)  It  melts 
when  heated,  and  solidifies  on  cooling  into  a  crystalline  mass  of  needles; 
when  heated  above  its  melting  point  in  contact  with  the  air,  the  greater  part 
volatilises  without  decomposition,  in  yellow  and  very  irritating  vapours. 

Erdmann.        Laurent. 

16  C     96  ....  65-31  65-61  ....  65-13 

N     14  ....  9-52  9*44  ....  9-50 

&H    5  ....  3-41  ^  3-43  ....  353 

4  0     32  ....  21-76  21-52  ....  21-84 

C"NH«0<    147    ....  100-00    100-00    ....  10000 

Deeomp&sUions,  Isatin  distilled  in  a  retorti  leaves  a  large  residue  of 
charcoal.  (Erdmann,  Laurent.)  When  thrown  upon  glowing  charcoal^ 
it  diffuses  the  same  odour  as  indigo.  Heated  in  the  air  upon  platinum 
foil,  it  bums  with  a  brilliant  flame,  and  leaves  a  fused  residue  of  difficulty 
combustible  charcoal.  (Erdmann.)  —  2.  When  isatin  is  suspended  in 
hot  water,  and  a  current  of  chlorine  passed  through  the  solution,  it  is 
converted  into  chlorisatin;  no  bichlorisatin  is  formed,  even  if  the  solution 

is  exposed  tb  sunshine.  (Erdmann.)  Chlorine  gas  passed  into  a  solution  of  isatin 
in  potash-ley,  produces  a  brown  tarry  liquid  soluble  in  alcohol,  but  no  bichlorisatin. 
(Hofmann.)  ^3.  Isatin  shaken  up  with  6rom;i€- water,  in  sunshine,  yields 
bromisatin ;  in  contact  with  anhydrous  bromine  in  sunshine,  it  forms 
bibromisatin.  (Erdmann,  Laurent,  Hofmann.) — 4.  Moderately  warm 
nitine  acid  dissolves  isatin  without  decomposition^  but  on  boiling,  a 
violent  action  takes  place,  attended  with  evolution  of  nitrous  fumes, 
oxalic  acid  being  formed  together  with  a  reddish  brown  resin,  which 
contains  NO*  and  is  soluble  in  ammonia;  no  picric  acid  is  formed* 
(Laurent.)—  5.  Isatin  heated  with  fuming  sulphuric  acid,  dissolves  with 
brownish  red  colour;  a  strong  effervescence  then  takes  place,  and  on 
treating  the  solution  with  water  and  alcohol,  a  yellow  substance  is 
obtained,  which  has  not  been  further  investigated.  (Laurent.)  ^6.  Isatin 
dissolves  in  cold  potash  without  undergoing  decomposition,  and  imparts 
to  it  a  brownish  red-colour ;  after  a  time,  or  immediately  on  boiling, 
the  solution  becomes  yellow  and  is  found  to  contain  isatate  of  potash: 
CMNH^O*  +  2H0  =  C»«NffO«  (Laurent,  Erdmann).  On  pouring  cold 
potash  on  crystals  of  isatin,  they  nrst  turn  dark  red,  and  on  warming  the 
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whole,  an  orange-yellow  solntion  of  isatate  of  potafih  is  formed;  if  thiB 
solution  is  concentrated  bj  distillation^  a  reaction  suddenly  takes  place, 
colourless  drops  of  aniline  passing  oyer  with  the  steam^  while  hydrogen  is 
at  the  same  time  eyolved: 

C»«NH60^  +  4(K0,H0)  =  O^IV  +  4(K0,C0»)  +  2H. 

(Hofmann.)  —  7.  Ammonia  forms  with  solutions  of  isatin,  yarious  pro- 
ducts of  decomposition,  which  vary  according  to  the  concentration  of  the 
ammonia  and  the  solvent  of  the  isatin;  mixtures  of  various  compounds 
are  always  formed,  all  of  which  contain  1,  2,  or  3  atoms  of  isatin,  plus 
1  or  2  atoms  of  ammonia,  minus  water.  (Laureut.)  Aniline  behaves  in 
the  same  way.  (Engelhardt.)  —  Isatin  with  sulphurous  acid  in  the 
presence  of  alkalis,  forms  salts  of  isatosulphurous  acid.  (Laurent.) 
Isatin  dissolves  in  sulphite  of  ammonia  with  formation  of  isatyde. 
(Erdmann.)  —  9.  When  a  stream  of  sulphuretUd  hydrogen  is  passed 
through  an  alcoholic  solution  of  isatin,  bimlphuatyde  (CN"H"0*S*)  is 
formed.     (Erdmann,  Laurent.) 

Combinations,  Isatin  dissolves  slightly  in  cold  water,  and  more 
abundantly  in  boiling  water.  The  solution  is  of  a  dark  reddish-yellow 
colour. 

It  dissolves  when  gently  warmed  with  nitric  acid,  and  crystallises 
unchanged  from  the  solution  on  cooling. 

Metallic  IsaUdes. — Isatin  forms  with  the  metals,  componnds  in  which 
1  At.  hydrogen  of  1  At.  isatin,  is  replaced  by  a  metal  (C^'NH^MO*). 
(Laurent.) 

Isatide  of  Ammonium  is  formed  by  dissolving  powdered  isatin  in 
ammonia,  with  which  it  forms  a  carmine-red  solution.  Acids  precipitate 
isatin  from  this  solution,  and  nitrate  of  silver  forms  a  carmine-red  preci- 
pitate.    (Laurent.) 

Isatide  of  Potassium  is  formed  by  dissolving  isatin  in  cold  potash.  The 
solution  is  of  a  dark  violet  colour,  which,  when  diluted  with  water  and 
boiled,  becomes  pale  yellow,  and  then  contains  isatate  of  potash. 

Isatide  of  ammoniam  forma  with  salts  of  iron,  cobalt  and  lead,  precipitates  which 
are  mixtures  of  isatin  with  the  oxides. 

A  boiliug  solution  of  isatin,  to  which  a  little  ammonia  is  added,  forms 
with  protochloride  of  tin,  a  white  precipitate,  which  becomes  of  a  beautiful 
carmine-red  on  boiling.  The  filtrate  is  rose-coloured,  but  turns  yellow 
in  a  few  seconds;  the  precipitate  on  the  filter  is  rose-coloured.  (Laurent.) 

IsaJLide  of  Cuprammonium  forms  a  bright  brown  precipitate,  which  Is 
obtained  by  mixing  an  ammoniacal  solution  of  isatin  with  a  solution  of 
acetate  of  copper  in  ammonia.  It  contains  28*0  per  cent,  of  copper, 
and  is  therefore  C»N'»H«Cu'»0*  =  C"NH«(NH*)Cu«0* ;  or,  according  to 
Laurent,  C"NH*(NHH3u»)0*,  which  would  require  2808  per  cent, 
copper.  It  forms  a  precipitate  with  hydrochloric  acid  and  bichloride  of 
platinum.     (Laurent.) 

y    Isatide  of  9Uvei\     I.  An  alcoholic  solution  of  isatin  is  mixed  with 
an  alcoholic  solution   of  nitrate  of  silver,  and  an  alcoholic   Bolution  of 
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potash  if  added,  in  each  proportion,  thai  an  excess  of  isatiu  and  nitrate  of 
silver  may  remain  in  solntion.  The  wine-red  precipitate  is  filtered, 
washed  and  dried.  —  2.  Nitrate  of  silver  is  poured  into  a  slightly 
ammoniacal  alcoholic  solution  of  isatin.     (Laurent.) 

I^arent. 
1.  2. 

CWNHKH  146    ....     57-48 

Ag  108     ....     42-52     42-5     ....     42-2 

CWNH*AgO< 254     ....  10000 

Isatide  of  Argentammonium,  When  an  ammoniacal  alcoholic  solu- 
tion of  isatin  is  poured  into  an  alcoholic  solution  of  nitrate  of  silver 
to  which  a  large  excess  of  ammonia  has  been  added,  a  red  crystalline 
precipitate  is  immediately  formed,  consisting^of  microscopic  pearly  flakes. 
(Laurent.) 

Laurent. 

16  C 96  ....  35-42     36-23 

2  N  28  ....  10-33 

7  H 7  ....  2-58     2-66 

Ag 108  ....  39-85     .^9-75 

4  O 32  ..:.  11-82 

C«NH»(NH*)AgO*  271     ....  lOO'OO 

According  to  Laurent,  the  formula  is  0^<NHXNH*Ag)0^ 
Isatin  is  readily  soluble  in   alcohol,   less  so  in   ether.    (Erdmann, 
Laurent.) 


Isatic  Acid. 
C"NHW  =  C"NH'0«,0*.* 

Laurent.     CompL  rend.  12,  539;  iV.  Ann.  Chim.  Fhys.  3,  376;  J.pr. 

Chem,  25,  435;  Pharm.  Centr.  1841,  601;  1842,  247;  Ann.  Ffiarm. 

48,  264. 
Erdmann.     J.  pr.  Ohem.  24,  13;  Ann.  Pharm.  48,  204;  Pharm.  Oenti: 

1841,  708. 

DkooTered  limnltaneontly  by  Laurent  and  by  Erdmann,  in  1841. 
FormcUion  (p.  52). 

Preparation.  When  isatate  of  lead  is  suspended  in  water  and  decom- 
posed by  sulphuretted  hydrogen,  the  solution  filtered  from  the  sulphide 
of  lead  and  evaporated  in  vacuo  yields  a  white,  flocculent,  scarcely  cry- 
stalline powder,  perfectly  soluble  in  water.  The  colourless  solution  when 
heated,  immediately  becomes  brownish  yellow  and  deposits  crystals  of 
isatin.     (Erdmann.) 

The  formula  of  the  isaiaies  is  C^«NH«MO^ 

*  According  to  tbe  system  of  eUwification  adopted  in  this  work,  iaatic  acid  should 
be  placed  agiong  compounds  derived  from  the  primary  nucleus  C^^H^. 


ISATIC  ACID*  55 

A  eolation  of  isatate  of  ammoDiay  obtained  by  decoinposing  isatate  of 
potash  with  sulphate  of  ammonia^  yields  isamate  of  ammonia  on  evapora- 
tion.    (Laurent.) 

IscUafe  of  Potash.  — When  isatin  is  dissolved  in  a  cold  strong  solution 
of  potash,  and  the  dark-red  solution  is  diluted  with  water^  boiled  till  it 
becomes  pale  yellow,  and  then  evaporated,  pale  yellow  crystals  of  the 
potash-salt  are  deposited.  The  solution  of  the  salt  in  water  or  alcohol 
forms  no  precipita^  on  the  addition  of  hydrochloric  acid,  but  becop[ies 
red  after  a  time,  or  immediately  on  boiling,  and  if  left  in  a  cool  place, 
deposits  ciystals  of  isatin. 

Isatate  of  Baryta,  —  1.  Chloride  of  barium  is  precipitated  only  by 
an  extremely  concentrated  solution  of  isatate  of  potash.  —  2.  Isatin  is 
bo^ed  with  baryta  water,  and  the  solution  filtered;  on  evaporating  the 
filtrate,  small  crystalline  flakes  are  obtained*  which  are  slightly  soluble  in 
water  and  alpaost  insolnble  in  alcohol.  (Laurent.)  The  white  flakes 
precipitated  by  the  potash-salt  in  a  solution  of  chloride  of  barium,  dis- 
solve on  heating  the  liquid,  and  the  solution  deposits  short  colourless 
prisms  on  cooling.  (Erdmann.)  The  salt  contains  53*24  per  cent, 
baryta  when  dried  at  150%  and  corresponds  to  the  formula  C^^NH*^0*. 
(iiaurent.) 

The  aaneous  solution  of  the  potash-  salt  does  not  precipitate  solutions 
of  chloride  of  strontium,  chloride  of  magnesium,  chloride  of  calcium, 
alum,  zi90-salt8,  protochloride  of  tin,  chloride  of  cadmium,  chloride  of 
cobalt,  chloride  of  nickel,  or  chloride  of  mercury ;  with  uranic  nitrate,  it 
produces  an  orange-yellow  precipitate  which  in  a  fow  minutes  becomes 
scarlet.  It  precipitates  sesquichloride  of  iron  reddish  brown,  and  acetate 
of  lead  in  yellow  flakes.  (Laurent.^  According  to  Erdmann,  the  lead 
precipitate  is  white,  and  incompletely  soluble  in  boiling  water.  Isatate  of 
potash  forms  with  sulphate  of  copper,  a  green  solution  from  which  peen 
flakes  precipitate,  but  dissolve  again  on  boating,  or  on  the  addition  of 
more  water.  Heated  with  acetate  of  copper,  it  forms  a  yellowish  green^ 
precipitate,  which  redissolves  on  cooling.  Mercurous  nitrate  is  preci- 
pitated yetiow. 

IsataU  of  Silver  is  precipitated  on  mixing  an  aqueous  solution  of  the 
potash-salt  with  nitrate  of  silver,  as  a  white  or  pale  yellow  substance, 
which  dissolves  in  boiling  water  and  becomes  partially  blackened.  The 
solution,  on  cooling,  deposits  crystalline  flakes  and  grains.  When  nitrate 
of  silver  is  dropped  into  a  lukewarm  aqueous  solution  of  isatate  of  potash,  a 
portion  is  iiQmediately  precipitated,  but  the  greater  part  crystallises  on 
coolinff  in  minute,  shining,  straw-coloured  laminae,  united  in  tufts.  (Erd- 
mann.) When  boiling  solutions  of  isatate  of  potash  and  nitrate  of  silvev 
are  mixed  together,  beautiful  yellow  prisms  of  the  silver  salt  crystallise 
out  on  cooling.     (Laurent.) 


16  C. 

N... 
6H.. 

Ag 
6  0.. 


/140- 

Laurent.       Erdmann.                  ^ 

96     .... 

35-29     ... 

35-32     ....     35-18 

14     .... 

6     .... 

108     .... 

515 
2-21     ... 
89-70     ... 

2'48     ....       2-30 
,'""     38-40     ....     37-50  to  41-05 

48     .... 

17-65 

■ 

C"NH«AgO«    272     ....  10000 
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IsatoBulphurous  Acid, 

C»NH'SW<>  =  C"NH'0«,2S0». 

Laurent.  (1842.)  Compt  rend.  14,  490;  J.  pr.  Clmn,  26,  123;  Rev. 
scient.  9,  30;  10,  289;  J.  pi\  Chenu  328,  336;  Pharm.  Centr, 
1843,  2jr. 

Isatosulpharous  a^cid  is  not  known  in  the  free  state,  but  only  in  its 
salts,  the  i$atasulphit€3  :  for  when  these  salts  are  treated  with  a  stronger 
acid,  the  isatosnlphnrous  acid  is  decomposed. 

The  formula  of  the  isatosulphites  is  C"NH«M0«,2S0».  —  (For  their 
formation  see  p.  53.) 

l9oUo8tdphUe  of  Ammonia.  —  Powdered  isatin  is  boiled  with  bisulphite 
of  ammonia  till  the  isatin  is  dissolyed  ;  the  solution  is  evaporated  till  it 
begins  to  crystallise;  and  the  crystals  are  purified  by  recrystallisation. 
Small  pale  yellow  rhombic  tables.  *- The  crystals  do  not  lose  weight 
at  100  or  in  vacuo.  ^  Isatosulphite  of  ammonia  is  not  decomposed  by 
excess  of  ammonia.  When  acted  upon  by  chlorine,  it  forms  chlorisatin 
and  bichlorisatin,  and  the  filtered  solution  forms  with  chloride  of 
barium  a  quantity  of  sulphate  of  baryta  corresponding  to  2*68  per  cent, 
of  sulphurous  acid:  the  formula  ^•NH«(NH*)0«,2S0*  requires  2758 
per  cent.  It  is  more  slowly  decomposed  by  hydrochloric  acid  than  the 
potash-salt.  It  forms  with  nitrate  of  silver,  a  precipitate  which  is  a  mix- 
ture of  isatin  and  sulphite  of  silver.  —  It  dissolves  slightly  in  cold  water, 
but  very  easily  in  hot  water. 

9i  laatottdphite  of  Fotash.  —  1 .  An  aqueous  solution  of  isatate  of  potash 
is  saturated  with  sulphurous  acid,  evaporated  and  allowed  to  cool ;  and 
the  mother-liquor  from  the  first  crystals  is  evaporated  down  and  left  to 
crystallise.  —  2.  Powdered  isatin  is  boiled  with  an  aqueous  solution  of 
bisulphite  of  potash  until  all  the  isatin  is  dissolved,  and  the  solution  is 
evaporated  down  and  left  to  crystallise.  The  salt  is  more  easily  obtained 
pure  by  the  first  method.  —  It  forms  rather  long,  pale  yellow,  and  very 
brilliant  crystals. —  Perhaps  fig.  43;  a  :  a'  =  148^30';  a  :  t  =  106;  t  is 
rectangular;  according  to  Laurent,  it  belongs  to  a  peculiar  system.  The 
crystals  lose  from  10*4  to  11*9  per  cent,  of  water,  or  four  atoms  at  100*^ 
(odculated  11*2  per  cent.);  and  at  the  temperature  at  which  they  soften 
and  become  yellowish  red,  from  14*4  to  15  per  cent,  of  water  (5  At.), 


KO. 

16  C 

N  . 
4U  . 
30  . 
2S0«. 


1. 

47-2  .... 

....  18'93 

96   .... 

....  38-52 

14 

....   6-61 

4 

....   1-60 

24 

....   9-61 

64 

....  25-73 

C^«NH^K0*,2S0'  249-2     100-00 
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IX.  Laarent. 

KO    47-2  ....  17-66  17-75 

16  C  96  ....  35-94  36*48 

N  14  ....  5-24 

6  H 6  ....  2-24  1-99 

5  O 40  ....  14-97 

2  80*   64  ...;  23-95  24-85 

C"NH«,KO»,2S02 267-2     ....  100-00 

According  to  Calcnlttion  ii,  (Gerhard t^  TV.  3,  546,)  isatin  takes  ap  the  elements 
of  two  atoms  of  water  in  the  formation  of  isatosulphurons  acid ;  Laurent  first  assumed 
the  formuU  C^SNHiMO*,2S03,  for  the  dry  salt,  and  afterwards  {Rev.  scimt.  18,  458) 
C^^'H^MO^SO^  (Calculation  i),  and  supposed  that  the  salt  which  he  analysed  was  not 
dried  sufficiently. 

CrygfallUed.  I^aurent. 

C»«NH«KOfi 203-2     ....     65-06 

2  S02 €4        ....     20-53     21-56 

5  HO 45        ....     14-41     14-04     ....     150 


C"NH»KO«,2SO«  +  5HO....  312-2     ....  100-00 

When  the  crystallised  salt  is  heated,  it  first  becomes  orange-yellow^ 
then  yellowish  red,  gives  off  water  and  softens.  On  further  heating,  it 
swells  ap,  blackens,  and  yields  a  thick  red  substance,  which  solidifies  on 
cooling  without  becoming  cry8ta]line. — When  boiled  with  iodine,  it  forms 
isatin  and  snlphnric  acid.  —  With  chlorine,  it  forms  sulpharic  acid  and 
chlorisatin, — also  bichlorisatin,  if  th^  action  of  the  chlorine  be  continued 
long  enough.  —  Cold  hydrochloric  acid  acts  slowly  upon  it;  the  solution, 
however,  becomes  orange-yellow  and  smells  of  sulphurous  acid,  and 
if  sufficiently  concentrated,  deposits  in  a  few  minutes  crystals  of  isatin. 
If  hydrochloric  acid  is  added  to  the  boiling  solution  of  the  salt, 
sulphurous  acid  is  immediately  evolved  with  effervescence,  and  isatin 
h  precipitated.  The  hot  solution  of  the  salt  becomes  darker  coloured 
rn  the  addition  of  sulphide  of  ammonium,  and  deposits,  on  cooling, 
a  yellowish  powder,  consisting  of  microscopic  needles  which  react  like 
isatyde.  They  are  insoluble  in  water  and  in  alcohol,  and  when  thrown 
upon  glowing  charcoal,  smell  like  indigo  and  not  at  all  sulphurous. 
When  heated  upon  platinum  foil,  they  become  violet-red,  probably  owing 
to  the  formation  of  indin,  since  they  then  form  with  concentrated  alco- 
holic potash,  a  solution  yielding  a  black  salt  which  is  decolorised  by  a 
gentle  heat.  The  needles  dissolve  in  potash,  forming  a  wine-red  solution 
which  loses  its  colour  when  boiled,  and  becomes  yellow  on  boiling  with 
hydrochloric  acid,  while  isatin  is  produced,  together  with  a  soft  substance 
which  forms  a  film  upon  the  solution.  —  Isatosulphite  of  potash  dissolves 
pretty  readily  in  water,  to  which  it  imparts  a  yellow  colour;  the  solution 
becomes  brownish -red  on  the  addition  of  ammonia,  but  regains  its  yellow 
colour  when  boiled,  and  then  contains  sulphite  of  potash,  sulphite  of 
ammonia  and  isatin  dissolved  in  ammonia.  —  It  does  not  precipitate  the 
chlorides  of  barium,  strontium  and  calcium,  or  acetate  of  copper.  —  With 
acetate  of  lead,  it  forms  a  yellow  precipitate  of  isatin  and  sulphite  of  lead; 
with  an  aqueous  solution  of  nitrate  of  silver,  it  forms  a  precipitate  of  isatin 
and  sulphite  of  silver,  whilst  the  solution  contains  nitrate  of  potash  and 
free  nitric  acid: 

Ci«NH«KO«,2SO«  +  2(AgO,NO*)  »  C^«NH60^  +  HO  +  2(A«0,S02;  +  KO,NO*  +  NO*. 

Can  free  nitric  acid  and  sulphite  of  silver  ext^t  together  ?    Gi|^ 


i 

»  * 


58  CONJUGATED  COMPOUNDS  OF  THE  NUCLEUS  C»«NH«02. 

A  carmine-red  precipitate  is  formed  by  mixing  an  aqn^ous  solation  of 
the  potash-salt  with  ammoniacal  nitrate  of  silver,  or  hj  gently  heating 
nitrate  of  ailver  with  ammonia  and  isatin. 

The  potash-salt  is  very  slightly  solable  in  cold  alcohol,  but  mode- 
rately solnble  in  boiling  alcohol,  to  which  it  imparts  a  yellow  colour. 


Conjtugated  Compounds  of  ike  nucleus  C"NH*0*. 

Sulphindigotic  Acid. 

C«NH»S*0»  =  C"NH*0»,2S0». 

Bergmann.     Qpitsc,  5,  7,  1788. 
Hausmann.     tf.  Phys.  1788,  March. 

BuGHOLZ.     A.  Ge?Uem.  3,  8.  ^ 

W.  Grum.     Ann,  Phil.  1828,  Febr.;  Schw,  88,  35, 
Berzblius.     Schrb.  4th  ed.  3,  706;  Pogg.  10,  105;  Jahresher,  7,  25§. 
Joss.^    Schw.  69,  285;  Pkarm,  Centr.  1834,  167. 

DuuA9.     i^.  Ann,  Chim,  Pkys.  2,  204;  J,  pr,  Qhem,  24,  200;  Pharm, 
Cenir.  1841,  597. 

Sulphate  qf  indigo ^  Soluble  blue  indigo,  Sulphmdylie  acid,  htdighlausckwefeMure 
Cxfiilifuehw^eh&ure. 

FoivncUion,  — (p.  4?.) 

PveparaCum,  To  a  solution  of  indigo-blue  in  excess  of  hot  sulphuric 
acid  50  parts  of  water  are  added,  and  the  liquid  is  filtered  from  the  pre- 
cipitatea  sulphophoenicic  acid ;  the  filtrate  is  digested  at  a  gentle  neat 
with  wopl  or  wQ^llen  stuff  (previously  prepared  by  washing,  first  with 
soap  and  then  with  water  containing  1  per  cent*  carbonate  of  soda,  and 
finally  wit)i  pure  wa^r),  until  no  more  colouring  mi^tter  is  taken  up  (fhe 
excess  of  sulphuric  acid  remaining  in  solution);  the  wool,  dyed  blue  by 
sulphindigotic  an^  hyposulph  indigo  tic  acids,  is  washed  with  wate^  till  the 
latter  no  logger  becomes  acid,  lind  is  |hen  digesf^d  witV  ^ater  containing 
fk  little  carbonate  of  ammonia ;  the  blue  sb^iition  is  poured  off  from  the 
decolorised  wool  and  evaporated  to  dryness  at  50"^;  and  the  residue  is 
exhausted  with  alcohol  of  0*^33  per  cent.,  ifhich  dissolves  the  hyposuj- 
phindigotate  of  ammonia,  and  leaves  b,ehind  the  sulphindigotate  of  am- 
monia. The  latter  is  4i^olved  in  wa^er  and  precipitated  by  acetate  of 
)ead;  the  dar^  blue  precipitate  is  wasned  with  water,  then  suspended 
in  water,  and  4ecomposed  by  8ulphurette4  hydrogen;  and  the  yellow  or 
colourless  solution^  which  turns  b|ue  on  exposure  ^o  the  air,  is  evaporated 
to  dryness  at  5p°.  (Berzellus.)  According  to  Joss,  sulphindigotate  of 
ammonia  is  not  effectually  separated  from  hyjposulphindigotate  of  am- 
monia by  alcohol;  it  is  better,  therefore,  to  digest  the  indigo  solution 
with  wool  Qn\y  so  long  as  it  forma  %  precipitate  witlv  acetate  of  baryta^ 
by  which  hyposulphindigotic  aciil  is  not  precipitated. 

Properties.  Sulphindigotic  acid  forms  a  solid  mass  having  a  peculiar 
agreeable  odonr  and  an  seid  taste;  it  has  a  weak  but  decided  aoid 
reaction.     (Joss.) 
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DecanipotUiona,  —  1.  Salphindigotio  acid  yields  by  dry  diaiillation, 
sulphurous  acid,  sulphite  of  ammonia,  much  water,  ana  a  little  empyreu*' 
matic  oil.  Ko  vapours  of  indigo-blue  are  evolved,  but  the  sublimed 
sulphite  of  ammonia  dissolves  in  water  with  a  blue  colour,  having 
carried  over  a  little  of  the  undecomposed  acid.  The  carbonaceous  residue 
burns  with  difficulty,  but  completely.  The  sulphindigotates  also  do  not 
yield  any  sublimate  of  indigo  by  dry  distillation.  (Berzelius.)  — 2.  Sul- 
phindigotic  acid  is  decomposed  by  exposure  to  sunlight.  —  3.  Chlorine 
produces  a  quantity  of  brown  resin  in  the  solution  of  the  acid,  and 
only  a  little  chlorisatin  and  bichlorisatin.  (Erdmann,  «7.  pr.  ChenL  1 9, 
355.)  —  The  blue  colour  of  the  acid  is  changed  to  green  by  chloride 
of  lime  (Schlumberger),  and  to  reddish  brown  by  chlorate  of  potash  and 
hydrochloric  acid.  (Bol)ey.)  —  4.  Sulphindigotic  acid  is  decomposed  by 
nitric  acid.  When  the  baryta-salt  is  decomposed  by  boiling  with  concen- 
trated nitric  aci4  and  the  solution  diluted  and  filtered,  it  is  not  precipi- 
tated by  chloride  of  barium.  (Berzelius.)  —  5.  The  solution  of  sulphin- 
digotic acid,  heated  with  chromcUe  of  potash,  "becomes  ochre-yellow 
(Penny)j  mixed  with  permanganate  of  potash,  it  becomes  first  green 
and  then  brownish  yellow  (]^lberSy  Mohr);  when  heated  with  ferric  salts 
it  is  decolorised  as  by  nitric  acid.     (Wohlcr,  Ann .  Fharvi.  34^  235.) 

The  decolorising  of  the  solution  of  sulphindigotic  acid  by  oxidising 
agents  is  used  to  determine  the  amount  of  indigo- blue  in  commercial 
indiffo.  A  weighed  quantity  of  indigo  is  dissolved  completely  in 
fuming  sulphuric  acid,  and  tne  solution  is  diluted  with  water  ^p  a 
certain  volume.  A  graduated  solution  of  a  substance  capable  of  yielding 
oxygen  or  chlorine  is  then  gradually  added  till  the  blue  colour  of  the 
solution  has  disappeared,  and  the  amount  of  the  graduated  solution 
employed  is  compared  with  the  quantity  of  the  same  solution  required 
to  decolorise  a  solution  containing  a  quantity  of  pure  indigo-l>lue,  or 
of  a  determined  kind  of  commercial  indigo,  equal  in  weight  to  the 
indigo  to  be  tested.  According  to  Mohr,  a  graduated  solution  of  per- 
manganate of  potash  is  the  most  suitable  for  this  purpose,  poljey  adds 
hydrochloric  acid  to  the  boiling  solution  of  the  acid,  and  then  a  gra- 
duated solution  of  chlorate  of  potash.  —  Penny  adds  hydrochloric  acid  to 
the  gently  warmed  indigo  solution,  and  then  a  solution  of  chromate  of 
potash.  —  Linden laub  adds  sulpfiite  of  soda  to  the  solution,  and  then  adds 
chlorate  of  potash  drop  by  drop;  Schlumberger  decomposes  it  by  chloride 
of  lime.     (Compare  Mohr,  LeJirb.  der  2'Urimiethoden,  p.  189.) 

6.  Sulphindigotic  acid  mixed  with  excess  of  caustic  alkali,  ))ecomes 
first  green  and  then  yellow,  even  when  access  of  air  is  prevented,  being 
converted  first  into  indigo-green  and  then  into  indigo-yellow  :  ammonia 
acts  more  slowly  than  potash  or  soda ;  the  alkaline  carbonates  do  not 
cause  decomposition.  (Berzelius.)  —  Sulphindigotic  acid  is  first  <soloured 
green  by  the  addition  of  ammonia,  and  after  the  lapse  of  a  few  hours 
becomes  completely  decplorised  ;  carbonate  of  ammonia  and  caustic 
potash  exert  the  same  action.  An  aqueous  solution  of  sulphindigotate  of 
potash  forms,  witji  ammonia  and  carbonate  of  ammonia,  a  green  solution 
which  becomes  colourless  in  closed  vessels,  but  when  exposed  to  the  air 
recovers  its  green  celonr  for  a  short  time,  aud  then  again  becomes  colourless^ 
With  caustic  potash  and  soda,  it  forms  a  blue  solution  which  gradually 
becomes  green  and  then  colourless ;  with  lime-water,  it  forms  a  green 
solution  which  becomes  yellowish  in  closed  vessels,  and  when  exposed  to 
the  air  turns  green  again  for  a  short  time.  (Bergmanu.)  The  salts  of 
sulphindigotic  acid  are  converted  by  the  slow  action  of  alkalia  into  salts 
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of  fiulphoviridici  sulphopurpulric,  salphoflavic,  snlphofalvic,  and  snlphorafic 
acids.  (Berzelius.)  —  7.  Substances  which  readily  take  up  oxygen,  reduce 
salphindigotic  acid  to  a  compound  derivable  from  white  indigo,  and  change 
the  colour  of  the  solution  to  yellow.  Hydrogen  passed  through  sulphindi- 
gotic  acid  produces  scarcely  any  perceptible  change  of  colour;  if,  how- 
ever, zinc  or  iron  is  dissolved  in  the  acid,  the  solution  becomes  colourless 
in  24  hours  with  zinc,  and  pale  blue  with  iron.  Exposure  to  the 
air  restores  the  blue  colour,  according  to  Holt ;  according  to  Pleischl 
(who  must  have  continued  the  action  for  a  longer  time),  it  does 
not.  {Sehw,  25,  363.)  —  Protochloride  of  tin  also  reduces  sulphindigotic 
acid  with  the  aid  of  heat.  —  Sulphuretted  hydrogen  passed  through 
the  aqueous  solution  for  several  hours  does  not  decolorise  it ;  if,  how- 
ever, the  solution  be  then  heated  to  50^,  sulphur  is  precipitated  and 
the  blue  colour  disappears,  provided  sulphuric  acid  is  not  present  in 
excess.  If  the  decolorised  solution  containing  an  excess  of  sulphuretted 
hydrogen,  is  placed  ovet  slightly  moistened  potash  in  vacuo,  a  viscid 
dark  yellow  mass  is  obtained,  which  becomes  moist  on  exposure  to 
the  air,  and  then  rapidly  assumes  a  dirty  green,  and  finally  a  blue  colour. 
(Berzelius.)  Sulphindigotic  acid  is  turned  green,  and  afterwards  yellow 
or  colourless,  by  the  following  substances :  —  Sulphuretted  hydrogen, 
pentasulphide  of  potassium,  protochloride  of  iron,  protosnlphate  of  iron, 
tartaric  acid,  acetic  acid,  formic  acid,  tartrate  of  potash,  susar,  madder, 
woad,  <kc.;  at  first  the  blue  colour  may  be  restored  by  air  or  oy  chlorine- 
water,  but  this  can  no  longer  be  effected  when  the  action  of  the  deoxi- 
dising substances  has  been  too  long  continued.  — Sulphurous  acid  gradually 
turns  sulphindigotic  acid  green,  then  yellow,  and  then  almost  colourless, 
but  the  blue  colour  cannot  be  restored  by  air  or  by  alkalis.    (Bergman n.) 

—  Sulphindigotic  acid  becomes  decolorised  when  exposed  in  sunlight  to 
the  joint  action  of  sulphurous  acid  and  atmospheric  air;  in  the  dark,  the 
change  takes  place  more  slowly.  Sulphurous  acid  alone  does  not  so 
readily  decolorise  the  acid.  If  a  few  drops  of  sulphindigotic  acid  are 
poured  into  a  concentrated  aqueous  solution  of  sulphurous  acid,  the  blue 
colour  soon  disappears  and  the  mixture  becomes  brownish  yellow ;  the 
blue  colour  is  restored  by  heating,  by  oxidising  substances,  by  sulphu- 
retted hydrogen,  or  by  sulphuric  acid.  Sulphites  have  a  stronger  deco- 
lorising action  than  the  free  acid  ;  the  colour  is  restored  by  the  same  re- 
agents, with  the  exception  of  sulphuretted  hydrogen,  and  especially 
by  heat,  but  disappears  again,  as  the  solution  cools.  —  An  aqueons 
solution  of  sulphurous  acid,  which  has  been  turned  brownish  yellow 
by  the  passage  of  an  electric  current,  decolorises  sulphindigotic  acid 
more  energetically  than  pure  sulphurous  acid  or  its  salts;  the  above- 
mentioned  brown  solution  when  saturated  with  a  base,  has  the  same 
action  as  the  solution  itself. — The  decolorising  property  is  destroyed  by 
oxidation  in  the  air,  by  sulphuretted  hydrogen,  or  by  oxidising  agents. 

—  When  zinc  filings  (or  iron  filings)  are  allowed  to  digest  with  an 
aqueous  solution  of  sulphurous  acid  out  of  contact  with  the  air,  till  the 
solution  has  become  brownish  yellow  (or  again  colourless  by  the  pro- 
longed action  of  the  zinc),  it  possesses  in  the  highest  degree  the  property 
of  decolorising  sulphindigotic  acid.  This  property  i^  not  destroyed  by 
heat,  bnt  readily  by  oxygen  (which  liberates  sulphurous  acid  from  the 
solution,  even  when  it  is  saturated  with  oxide  of  zinc);  also  by  easily 
reducible  oxides,  and  by  iodine,  bromine,  chlorine,  ozone,  sulphuretted 
hydrogen,  arsenions  acid,  tartar  emetici  hydrochloric  acid,  sulphuric  acid, 
and  phosphoric  acid.    If  the  zinc  be  precipitated  by  carbonate  of  ammonia 
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from  the  deoolorieiDg  solution  of  the  zinc-salt,  salts  are  obtained  which 
deolorise  snlphindigotic  acid  with  extraordinary  energy.  The  hyposulphites 
which  are  obtained  by  the  process  described  in  Vol.  II.  p.  160,  2  and  3,  do  not  deco- 
lorise sulphindigotic  acid.  The  blue  colour  is  restored  to  the  decolorised 
solution  of  snlphindigotic  acid  :  a.  By  heat,  sulphur  being  then  preci- 
pitated. If  the  solution  was  saturated  wiih  oxide  of  zinc,  and  the  snl- 
phindigotic acid  also  neutralised  by  an  alkali,  it  does  not  recover  its  blue 
colour  either  by  warming  or  by  e:cpoBure  to  the  air. —  b.  By  the  oxygen  of 
the  air,  or  by  oxidising  agents.  —  c.  By  sulphuretted  hydrogen.  —  Penta- 
sulphide  of  hydrogen,  HS^  decolorises  snlphindigotic  acid.;  if  the  air  be 
excluded  the  solution  becomes  blue  again  after  a  time.  Caustic  alkalis, 
or  their  carbonates  produce  the  same  reaction.  ^Schoubein,  J.  pr.  Cliem, 
61,  203,  240.)  —  8.  When  a  solution  of  1  part  of  indigo  in  4  parts  of  sul- 
phuric acid  is  diluted  with  20  parts  of  water,  filtered,  and  the  liquid 
mixed  with  an  equal  volume  of  ether  and  heated  to  its  boiling  point  for 
several  hours  in  a  sealed  glass  tube,  it  is  gradually  decolorised :  the  same 
action  takes  place  when  less  ether  is  added  to  a  more  dilute  solution  of 
indigo.  The  blue  colour  is  not  restored,  either  by  oxygen,  or  by  oxide  of 
copper,  or  by  the  oxides  of  the  noble  metals.  The  liquid  has  an  ethereal 
odour,  and  yields  by  distillation  a  colourless  liquid  which  reddens  litmus, 
does  not  precipitate  barytA-salls,  and  forms  with  nitrate  of  silver  a 
precipitate  soluble  in  ammonia.  (Cassola,  Kastn.  Arch,  16,  126.)-— 
fither  vapour  passed  into  snlphindigotic  acid  sometimes  decolorises  it, 
but  with  difficulty  and  not  always ;  perhaps  the  action  is  duo  to  the 
presence  of  aldehyde.  (A.  Vogel.)  —  9.  Snlphindigotic  acid  shaken  up 
with  aldehyde,  becomes  emerald-green,  then  pale  green,  and,  in  a  few 
minutes,  yellow.  The  blue  colour  is  not  restored,  either  by  exposure 
to  the  air,  or  by  simple  boiling,  or  by  oxide  of  mercury.  (A.  V  ogel^ 
J.prChem,ie,'6l5.) 

Cambinatians.  Wiih  Water,  Snlphindigotic  acid  becomes  rapidly 
moist  on  exposure  to  the  air,  and  dissolves  very  readily  in  water,  forming  a 
dark  blue  liquid.     (Berzelins,  Joss.) 

The  Sulphindigotaies  (C*»NH*M0*,2S0»)  are  formed  by  direct  combina- 
tion or  by  double  decomposition.  They  cannot  be  obtained  crystallised;  they 
are  dark-blue,  with  a  peculiar  coppery  lustre,  and  taste  feebly  saline  and 
decidedly  of  indigo.  The  alkaline  sulphiudigotates  are  slightly  soluble  in 
cold  water,  and  more  readily  in  hot  water;  the  solution  is  blue  by  reflected, 
and  red  by  transmitted  light.  —  The  sulphindigotates  are  more  readily 
decolorised  than  the  free  acid,  by  all  substances  which  reduce  blue  indigo, 
especially  in  the  presence  of  free  alkalis.  Protosulphate  of  iron  does  not 
reduce  a  neutral  sulphindigotate,  even  on  warming  ;  not  even  when  as 
much  alkali  is  added  as  is  necessary  to  precipitate  the  protoxide  of  iron  ; 
but  the  slightest  excess  of  alkali  produces  immediate  decoloration, 
and  on  the  addition  of  enough  acid  to  neutralise  the  alkali,  the  blue 
colour  is  restored.  Sulphide  of  potassium  or  calcium  decolorises  the 
solutions  of  the  sulphindigotates,  part  of  the  sulphide  being  converted 
into  sulphate.  The  reduced  solution  appears  yellow  when  neutral,  and 
burnt-vellow  when* alkaline.  The  neutral  solution  leaves,  when  evapo- 
rated m  vacuo,  a  dark  dry  residue  which  appears  dark  yellow  when  pul- 
verised, and  becomes  blue  on  exposure  to  the  air  for  several  days.  The 
solution  becomes  rapidly  blue  on  exposure  to  the  air.  the  change  being 
slow  only  when  unchanged  reduced  matter  is  present.  In  this  case  the 
coloration  is  at  first  only  superficial,  and  proceeds  down^^^rds  as  the 
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r^acin^  SabitanlK)  beeonieii  oicidisdd.  F^rriij  and  cupric  sftlts  fbtn 
tBe  ablation  blue  instantly,  and  are  converted  into  salts  of  the  lower 
oxides.  The  solution  reduced  by  protochloride  of  tin  deposits^  on 
exposure  to  the  air,  a  white  powder  which  is  a  mixture  of  binoxide  of 
till  and  &  product  of  decomposition  which  becomes  greeii  on  exposure 
to  th^  kxT, 

dulphindi^otates  when  heated^  give  off  water  Without  melting.  When 
sttonglj  heatedi  they  decompose,  evolving  free  ammonia,  carbonate  of 
ammonia,  cyaiiide  bf  ammdfaium,  a  trace  of  volatile  oil,  and  afterwards 
of  carbonic  acid,  whilst  a  residue  of  metallic  sulphide  is  left. 

Sulphindigotate  of  Ammonia  is  prepared  by  the  t)rocess  described  at 
page  58  (Berzelius) ;  or  by  precipitating  sulphindigotic  acid,  which 
should  not  be  too  dilute,  with  ammonia  or  a  salt  of  ammonia.  (Crum.) 
It  reacts  similarly  to  the  potash-salt.  It  melts  wh^n  heated  and  swells 
up,  but  is  not  decomposed,  even  by  a  pretty  strong  heat,  and  although  it 
assumes  a  charred  appearance,  still  dissolves  completely  in  water 
forming  a  blue  solution.  When  more  strongly,  heated,  it  yields  a  subli- 
mate of  sulphite  of  ammonia.  (Berzelius.)  It  dissolves  in  from  40  to 
50  parts  of  cold  water,  and  in  a  much  smaller  quantity  of  hot  water 
(Crum),  and  is  precipitated  from  the  solution  by  tiie  alkaline  sulphates 
and  some  other  salts^  but  much  less  completely  than  the  potash-salt.  It 
is  not  soluble  in  alcohol.     (Crum,  Berzelius.) 

Stdphindigotaie  of  Potash,  —  Precipitated  Indigo,  IndigQ^armine^  Blue* 
carmine,  Soludle  Indigo,  —  When  an  aqueous  solution  of  sulphindigotic  acid 
is  saturated  with  excess  of  carbonate  of  potash^  the  whole  becomes 
gelatinous.  —  I.  The  blue  wool  obtained  as  described  at  page  58,  is 
exhausted  with  carbonate  of  potash  instead  of  carbonate  of  ammonia  ; 
the  solution  evaporated  to  dryness;  the  hyposulphindigotate  of  potash 
extracted  with  alcohol;  the  residue  dissolved  in  water;  the  excess  of 
carbonate  of  potash  neutralised  with  acetic  acid;  the  solution  evaporated 
to  dryness;  and  the  acetate  of  potash  extracted  by  alcohol:  the  sulphin- 
digotate of  potash  then  remains  behind.  (Berzelius.)  —  2.  One  part  of 
indigo  is  dissolved  in  10  pts.  of  common  sulphuric  acid;  the  solution 
after  standing  for  24  hours  is  diluted  with  10  times  its  volume  of  water, 
and  about  a  quarter  neutralised  with  carbonate  of  potash,  or  mixed  with 
nay  other  potash  salt,  except  the  nitrate;  and  the  precipitate  of  sulphin- 
digotate of  potash  is  collected  on  a  filter,  washed  with  water  containing 
I  per  cent,  of  acetate  of  potash,  and  then  with  alcohol,  which  however 
does  not  completely  remove  the  acetate  of  potash.  It  is  finally  dried  and 
then  shrinks  together  considerably.     (Crum,  Berzelius.) 

8.  One  part  of  blue  indigo  obtained  from  the  vat  and  purified  in  the 
manner  described  at  page  88,  is  allowed  to  stand  in  a  closed  flask  with  ]  5 
parts  of  sulphuric  acid  for  three  days  at  a  temperature  between  50°  and  60^. 
The  solution  is  then  diluted  with  water  and  filtered,  which  removes  every 
trace  of  sulphopho^nicic  acid;  the  filtrate  is  mixed  with  acetate  of  potash, 
separated  from  the  precipitate  thus  formed  and  left  to  drain,  again 
stirred  np  with  acetate  of  potash  and  filtered;  and  this  treatment  is 
repeated  once  or  twice  more,  till  all  the  sulphate  of  potash  is  washed  out. 
Finally  the  acetate  of  potash  is  removed  by  repeatedly  washiug  the 
precipitate  with  alcohol,  and  the  residue  is  then  dried.  The  product  is 
very  small.     (Dumas.) 
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Gow^iHHrfoiired  myat  yielding  ik  blue  powdery  Une  bjr  trauttitied 
light,    ll  zkpidly  absorbs  moisture  from  the  air  (10  per  cent,  in  d  hovrs). 

Damu. 

16  C  96  ....  38-53  38-37 

N  « 14  ....  5-62  5-60     • 

4  H  4  ....  1-60  2-07 

KO,SO«   87-2  ....  34-99  34-3i 

SO»  40  ....  16-05  16-10 

O  8  ....  3-21  3-54 


Ci«NH*K02,2SO*     249-2    ....  100-00    10000 

Sulphiudigotate  of  potash  does  not  melt  when  heated  or  ^toIyo  any 
purple  vapours  :  it  is  difficult  to  incinerate.  According  to  Berzelias^  it 
forms  sulphopurpurate  of  potash  when  heated  with  lime-water  out  of 
contact  with  the  air;  in  presence  of  air,  it  forms  salts  of  sulphodavic, 
sulphofulvic  and  sulphorufic  acids. 

Sulphiudigotate  of  potash  dissolves  in  140  parts  of  cold  water,  and 
in  a  much  smaller  quantity  of  boiling  water,  a  portion  separating 
out  on  boolingk  The  solution  is  of  a  dark  blue  colour,  iraiisparent  only 
when  viewed  in  thin  layers;  when  held  up  before  the  light  of  the  sun  or 
of  a  candle,  it  appears  scarlet.  1  part  of  the  salt  Imparts  a  blue 
colour  to  300,000  parts  of  water.  Water  containing  1  per  cent,  of 
acetate  of  potash  does  not  dissolve  the  salt  in  the  cold;  on  beating,  a 
portion  dissolves  and  separates  out  in  blackish  flakes  on  cooling.  It  is 
readily  dissolved  by  sulphuric  acid,  but  is  not  soluble  in  concentrated 
faydrochlorio  acid  (Crum);  or  in  alcohol  of  sp.  gr.  0*84.     (Berzelins.) 

If  an  aqueous  solution  of  sulphiudigotate  of  potash  is  mixed  with  a 
baryta  or  lime-salt  and  carbonate  or  phosphate  of  soda  added,  carbonate 
and  phosphate  of  baryta  and  carbonate  of  lime  are  precipitated  of  a 
light  blue  colour^  and.  phosphate  of  lime  of  a  beautiful  blue  colour.  When 
the  solution  of  snlphindigotate  of  potash  is  mixed  with  acetate  of  lead 
and  a  solution  of  tannic  acid,  the  precipitate  of  tannate  of  lead  carries 
down  all  the  colouring  matter  with  it. 

SulphindigotaU  of  Soda  is  prepared  by  precipitating  sulphindi/^tlc 
acid  with  pure  carbonate,  sulphate  or  acetate  of  soda  or  with  chloride  of 
sodium .  The  precipitate  is  washed  with  wafer  containing  2  per  cent, 
of  acetate  of  soda.  Snlphindigotate  of  soda  reacts  similarly  to  the  potash- 
salt,  but  is  less  completely  precipitated  from  its  aqueous  solution  by  other 
salts.  When  it  is  dissolved  in  hot  water  containing  a  soda  salt,  the 
greater  part  separates  out  in  blackish  grains  on  cooling.     (Crum.) 

StdphindigotaU  of  Baryta  is  precipitated  in  dark  blue  flakes,  on 
mixing  the  potash-salt  with  chloride  of  barinm.  (Crum,  Berselius.)  It 
dissolves  slightly  in  cold  water  with  a  bluish  colour;  more  abundantly 
in  hot  water,  imparting  to  it  a  dark  colour.  Owing  to  the  extraor- 
dinary affinity  of  baryta  for  sulphindigotio  acid,  this  salt  is  formed  when 
hyposttlphindigotate  of  potash  is  mixed,  first  with  sulpharie  acid  alid 
then  with  chloride  of  barinm;  an  excess  of  sulphate  of  baryta  ii,  however, 
necessary  to  the  reaction,  and  hence  the  precipitate  has  a  paler  colotir. 
Sulphate  of  baryta  already  precipitated  likewise  forms  with  hyposul- 
phindigotate  of  potash,  a  small  quantity  of  snlphindigotate,  and  bebomee 
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pale  blue.     (Berzelius.)  — -  Damas  mixes  a  boiling  aqoeoas  solatioti  of 

the  potash'salt  with  excess  of  chloride  of  barium,  filters  while  hot  and 

washes  the  precipitate  with  boiling  water ;   the  salt  crystallises  on 

cooling.  — -  It  crystallises  from  an  aqueous  solution  in  large  dark  blue 

scales. 

Dumai. 

16  C ^ 96  ....    34*46    35*7 

N ^ 14  ....  5-03 

4  H 4  ....      1-43    1-9 

BaO,SO» 116-6  ....    4186     41*4 

SO» 40  ....  14-35 

0 8  ....  2-87 

CWNH*Ba08,2SO»  278-6     ....  100-00 

Onr  heating  sulphindisotate  of  baryta  with  lime-water,  a  salt  of 
sulphoviridic  acid  is  formea.     (Berzelius.) 

Stdphindigotate  of  Lime.  —  The  solution  of  iudigo  in  sulphuric  acid 
is  diluted  with  50  times  its  volume  of  water,  and  neutralised  by  agitating 
with  powdered  marble.  It  is  then  filtered,  and  the  precipitate,  which  is 
at  first  bright  blue,  is  washed  on  the  filter  till  it  becomes  red.  After 
having  been  sufficiently  evaporated,  the  solution  is  mixed  with  alcohol, 
when  the  salt  precipitates  in  blue  flakes  which  appear  red  by  transmitted 
light.  The  precipitate  is  washed  on  a  filter  with  alcohol  —  After  drying 
it  has  a  purple  colour.  It  dissolves  more  readily  in  water  than  gypsum, 
and  separates  from  the  solution,  on  evaporation,  in  blue  fiakes  which  dry 
up  to  a  dark  blue  film  inclining  to  purple.     (Berzelius.) 

Sulphindigotate  of  Magnesia,  —  This  salt  does  not  attract  moisture 
from  the  air.  It  is  leadily  soluble  in  water,  and  is  not  precipitated  from 
its  solution  by  an  excess  of  a  magnesia-salt :  it  is  insoluble  in  alcohol. 
(Berzelius.) 

Sulphindigotate.  of  Alumina,  —  a.  Neutral,  —  Readily  soluble  in 
water;  dries  up  like  the  other  sulphindigotates  on  the  evaporation  of  the 
solution.  —  h,  Basic,  —  Sulphindigotate  of  potash  mixed  with  a  salt  of 
alumina  and  a  little  ammonia,  forms  a  dark  blue  pulverulent  precipitate 
which  is  blackish  blue  after  it  has  been  dried.  The  salt  gives  up  all  its 
acid  to  an  excess  of  alkali.     (Berzelius.) 

Sulphindigotate  of  Lead.  —  a,  N&uiraL  —  The  potashisalt  forms  with 
acetate  of  lead  a  precipitate  of  dark-blue  flakes  which  are  blackish  blue 
after  being  dried.  It  is  slightly  soluble  in  water.  —  h.  Basic.  —  The 
potash-salt  forms  with  snbacetate  of  lead,  bright-blue  flakes  which 
become  dark-blue  on  drying.     (Berzelius.) 

Sulphindigotic  acid  dissolves  in  alcohol. 

Wool  is  dyed  by  aqueous  sulphindigotic  acid,  but  not  by  the  salts  of 
this  acid,  unless  an  acid,  even  a  weak  one  like  acetic  acid,  is  added. 
Boiling  water  and  alcohol  deprive  the  wool  of  only  a  small  portion  of  its 
colour^  but  alkalis  remove  it  entirely.  (Berzelius.)  Sulphindigotic 
aeid  is  completely  declorised  by  woollen  stuffs;  silk  fabrics  do  not  deprive 
it  of  all  its  colour,  and  linen  and  cotton  take  up  very  little.      Silk 
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dyed   with  it  is  deprived  of  its  colour  by  eoap,  but  not  by  water. 
(Ber/rmann.) 

Wood-charcoal,  and  more  particularly  blood-charcoal,  takes  up 
sulphindigotio  acid  from  its  aqueous  solutioOi  and  yields  it  up  again  to 
alkaline  carbonates.     (Berzelius.) 


Appendix  to  Sulphindigotie  Acid. 

1.  Hyposulphindigotic  Acid, 

BBR2nBLius,    Zehrb,  3^  711. 

HpponUpkoemrulie  aeid,  Ceeruiifuekw^eUUure, 

Preparation.  The  alcoholic  solution  of  hyposnlphoccarulate  of  am- 
monia obtained  in  the  manner  described  at  page  58,  is  mixed  with  an 
alcoholic  solution  of  acetate  of  lead;  the  whole  completely  precipitated  by 
a  little  ammonia,  which  also  precipitates  a  basic  salt;  and  the  precipitated 
hyposulphindigotate  of  lead  is  treated  like  the  sulphindigotate  of  lead 
(p.  58). 

• 

Properties.  The  acid,  after  being  eyaporated,  appears  completely  dry 
at  the  edges,  but  soft  in  the  middle.  According  to  Berzelius,  it  has  an 
acid  taste;  according  to  Joss,  a  cool,  saline  and  not  acid  tast^. 

It  exhibits  the  same  decompositions  as  sulphindigotio  acid. 

Camhinatums.  —  a.  It  becomes  slightly  moist  in  contact  with  the  air 
and  dissolves  readily  in  water. 

b.  The  hypandphindigoUUea  exhibit  the  same  characteristics  as  the 
sulphindigotates,  with  this  exception,  that  they  evolve  sulphurous  acid 
gas  even  at  a  gentle  heat,  the  indigo-blue  still  remaining  undecomposed. 
At  a  stronger  heat,  sulphite  of  ammonia  sublimes,  leaving  a  residue  of  a 
sulphide  of  the  metal. 

HypotfulphindigotaUs  of  the  AUcalis.  —  Blue  wool  is  extracted  with  a 
a  quantity  of  aqueous  alkaline  carbonate  just  sufficient  for  the  purpose;  the 
solution  is  evaporated  to  dryness;  the  residue  extracted  by  alcohol;  and  the 
alcoholic  solution  evaporated.  —  The  residue  resembles  the  corresponding 
salt  of  sniphindigotic  acid.  It  is  readily  soluble  in  water,  from  which  it 
is  precipitated  in  very  small  quantity  by  sulphuric  acid  and  by  other 
salts;  it  is  also  soluble  in  alcohol  of  ijp.  gr.  0*84.  Those  salts  are  ob- 
tained less  pure  by  mixing  the  solution  of  indigo  in  fuming  sulphuric 
acid,  after  it  has  been  diluted  with  water,  with  carbonates  of  the  alkalis, 
the  salt  of  sulphindigotio  acid  being  then  precipitated, 

HypomLphindigotate  of  Baryta.  —  A  saturated  solution  of  the  potash- 
salt  is  precipitated  by  an  excess  of  chloride  of  barium.  —  Dark  blue  flakes 
readily  soluble  in  water;  the  solution  when  evaporated  deposits  a  film 
haying  a  coppery  lustre. 

VOL,  XIII.  F 
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HypotulpkindigotcUe  of  Lime,  —  a.  Neutral,  — •  The  blue  solotion 
obtained  by  precipitating  sulphindigotate  of  lime  with  alcohol  is  evapo* 
rated  to  dryness.  The  residue  has  a  particularly  beautiful  coppery  lustre, 
and  dissolv^es  readily  in  alcohol  and  in  water. -—6.  Acid,  —  Hyposul- 
phindigotate  of  calcium  and  lead,  obtained  by  precipitating  the  aleoholie 
solution  of  the  lime-salt  with  alcoholic  acetate  of  lead,  is  suspended  in 
water  and  decomposed  by  sulphuretted  hydrogen.  The  filtrate  reddens 
litmus  feebly  and  does  not  taste  acid. 

Hyposulphindigotaie  of  Magnena  does  not  attract  moisture  from  the 
air;  it  is  readily  soluble  in  water  and  in  alcohol,  and  is  not  precipitated 
from  its  aqueous  solution  by  magnesia-salts. 

ffyposulphindigotate  of  Alumina  behaves  like  the  sulphindigotate. 

HyposulpMndigotate  of  Lead.  —  a.  Neutral,  —  The  alcoholic  solution 
of  the  ammonia-salt  is  precipitated  by  an  alcoholic  solution  of  acetate 
of  lead.  Or  a  solution  of  indigo  in  sulphuric  acid  is  saturated  with 
carbonate  of  lead,  filtered,  and  the  precipitate  washed  with  Water  as 
long  as  the  filtrate  is  coloured  blue.  The  solution  is  then  evaporated; 
but  the  salt  thus  obtained  contains  a  little  sulphindigotate  of  lead.  Jt 
forms  a  blue  powder  possessing  an  astringent,  but  not  sweet  taste.  It 
dissolves  slowly,  but  completely,  in  water.  —  6.  Soiic,  —  Prepared  by 
precipitating  the  ammonia-salt  witb  subacetate  of  lead. 

c.  Hyposulphindigotic  acid  behaves  with  wool,  alcohol  and  charcoal  in 
the  same  way  as  solphindigotic  acid.  (Berzelius.)  —  Wool  takes  np 
a  mtkcb  smaller  quantity  of  hyposulpbindigotie  than  of  sulphindigotus 
acid,  and  exhibits  a  less  deep,  but  more  fiery  dye.    (Joss.) 


2.  Sulphoviridic  Acid. 

BERZBLits.    Lekrh,  4th  Ed.  7>  226. 

Sulphoviridic  acid  is  the  first  product  of  decomposition  in  the  action 
of  alkalis  upon  sulphindigotic  acid. 

1.  To  an  alconolic  solution  of  an  alkaline  hyposalph indigo tate, 
hydrate  of  potash  is  added  in  small  portions  until  it  becomes  green,  and 
the  green  precipitate  is  washed  on  a  filter  with  a  little  alcohol.  The  pre* 
cipitate  is  decomposed  by  an  aqueous  solution  of  oxalic  acid,  filtered,  and 
the  filtrate  freed  from  excess  of  oxalic  acid  by  triturating  it  with  a  little 
carbonate  of  lime  :  it  is  then  filtered  and  evaporated  to  dryness. 

2.  When  a  solution  of  hyposnlphindigotate  of  baryta  is  evaporated 
to  dryness  on  a  water-bath,  it  becomed  green  and  yields  a  precipitate  with 
subacetate  of  lead,  but  not  with  the  neutral  acetate;  and  if  the  greyish 
green  precipitate  is  decomposed  by  sulphuretted  hvdrogen  and  the  green 
filtrate  evaJ)orated  to  dryness,  sulphoviridic  acid  is  obtained  as  a  dry^ 
hard,  gummy  mass,  having  a  strong  acid  reaction. 

Its  solution  mixed  with  lime-water  becomes  yellow  In  contact  with 
the  air. 
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It  dissolves  very  readily  in  water,  and  slowly,  but  completely,  in 
strong  alcohol;  its  solutions  appear  dark  green  by  reflected  light,  and 
dark  red  by  transmitted  light#  The  lead-Salt  is  somewhat  soluble  in 
water,  imparting  to  it  a  greenish  colour. 


8.  Indigo-green. 

BsRZ&Liuft.    Lehrh.  1828;  3,  723. 

To  an  alcoholic  solution  of  an  alkaline  hyposulph indigo tate,  hydrate 
of  potash  is  added  in  small  portions,  until  it  becomes  green,  and  the 
green  precipitate  is  washed  on  a  filter  with  a  little  alcohol.  The 
precipitate  is  decomposed  by  an  aqueous  solution  of  oxalic  acid,  the 
liquid  filtered,  and  the  filtrate  freed  from  an  excess  of  oxalic  acid  by 
triturating  it  with  a  little  carbonate  of  lime;  it  is  then  filtered  and 
evaporated  to  dryness. 

Indigo-green  forms  a  green,  solid  residue. 

It  dissolves  readily  in  water,  forming  a  green  solution,  which  when 
mixed  with  lime-water,  becomes  yellow  on  exposure  to  the  air.  It  forms 
a  green  precipitate  with  acetate  of  lead,  and  does  not  precipitate  cor- 
rosive sublimate  or  infusion  of  galls.     (Berzelius.) 


4.  Sulphopurpuric  Acid. 

BERZBLits.     Lehrb.  4th  Ed.  7,  227. 

Formed  by  the  action  of  alkalis  upon  snlphoriridic  acid. 

1  part  of  snlphindigotate  of  potash  is  dissolved  in  50  parts  of  Um^ 
water  and  heated  in  a  corered  vessel,  till  the  solution,  which  has  gradvalljr 
turned  purple-red,  does  not  become  greeu  a^in  on  cooling.  After  the 
whole  has  been  allowed  to  cool  in  the  covered  vessel,  the  excess  of  lime 
is  precipitated  by  carbonic  acid  ;  the  filtrate  is  evaporated  to  dryness ; 
and  the  residue  treated  with  alcohol,  which  extracts  a  little  sulphoflavic 
acid.  The  residue  is  dissolved  in  water,  the  purple-red  solution  precipi- 
tated with  acetate  of  lead,  and  the  precipitate  suspended  in  water  and 
decomposed  by  sulphuretted  hydrogen';  the  filtered  solution  is  then 
evaporated  to  dryness. 

Hard,  brown,  uncrystallised  mass,  dissolving  in  water  with  dark 
purple-red  colour.  The  potash-salt  dissolves  in  water  and  imparts  to 
it  a  dark  pnrple-red  colour,  like  that  of  permanganate  of  potash.  The 
precipitate  produced  by  mixing  the  aqueous  solution  of  the  acid  with 
acetate  of  lead,  is  slightly  soluble  in  water,  with  a  reddish  colour  ; 
insoluble  in  alcohol.  With  excess  of  oxide  of  lead,  a  pale  red  salt  is. 
formed,  whieh  is  insoluble  in  water. 
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5.  Snlphofiavic  Acid, 

Berzblius.    Lehrh.  4tli  Ed.  7,  228. 

Formed  by  heating  snlphoyiridate  of  potash  with  lime- water  in  con- 
tact with  the  air. 

Sulphindigotate  of  potash  is  heated  with  lime-water  in  an  open  ressel 
nntil  the  solution  acquires  a  pure  red  colour  (if  the  action  is  too  prolon^d 
it  becomes  yellow;  if  the  access  of  air  is  kept  under  control,  it  is  easier  to 
hit  the  right  moment).  Carbonic  acid  is  then  passed  through  the  liquid; 
the  filtrate  evaporated  to  dryness,  and  the  green  brownish  yellow  residue 
extracted  with  alcohol.  The  yellow  solution  is  precipitated  with  acetate 
of  lead;  the  lemon -yellow  precipitate  suspended  in  water  and  decomposed 
by  sulphuretted  hydrogen;  and  the  solution  filtered  from  the  sulphide  of 
lead,  is  then  left  to  evaporate.  It  forms  yellow  arborescent  masses, 
haying  a  strong  acid  taste  and  reaction. 

It  is  soluble  in  water  and  in  alcohol :  the  solution  forms  with  acetate 
of  lead  a  lemon-yellow  precipitate,  insoluble  in  water. 


6  and  7.  Snlphoftdvic  and  Sulphoroflc  Acids, 

Bbrzelius.    Lehrb.  4th  Ed.  7,  229. 

These  acids  are  formed  simultaneously  with  sulphoflavic  acid. 

The  residue  from  which  the  sulphoflavic^  acid  has  been  extracted  by 
alcohol,  is  dissolved  in  water,  and  the  beautiful  red  solution  is  precipi- 
tated with  subacetate  of  lead.  The  pale- red  precipitate  is  suspended  in 
water  and  decomposed  with  sulphuretted  hydrogen,  and  the  filtrate  is 
evaporated  to  dryness.  Absolute  alcohol  extracts  from  the  residue,  stU-- 
phofidvic  acid,  which,  on  evaporation,  is  deposited  as  a  dark  yellow,  trans- 
parent mass,  having  the  consistence  of  an  extract:  it  forms  a  lead-salt 
which  is  readily  soluble  in  water  and  in  alcohol.  The  portion  insoluble  in 
alcohol  is  ndphonific  acid.  This  latter  dissolves  in  water  with  a  fine 
red  colonr,  and,  on  evaporating  the  water,  forms  a  dark  red,  opaque, 
amorphous  mass,  which  tastes  acid  and  Btrongly  reddens  litmus.  The 
lead-salt  is  readily  soluble  in  water  and  in  alcohol. 


8,  Indigo-yellow, 

Bbrjebliub.    Lehrh.  1828;  8,  724. 

Formed  by  heating  hyposulphindigotate  of  lime  with  lime-water  in 
contact  with  tne  air. 

Hyposulphindigotate  of  lime  is  dissolved  in  lime-water,  evaporated 
down  till  the  solution  has  become  yellow,  and  mixed  with  a  slight  excess 
of  oxalic  acid.     The  excess  of  oxalic  acid  is  then  removed  by  carbonate 
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of  lime^  and  the  filtratOi  after  being  nearly  evaporated  to  dryness,  is 
mixed  with  alcohol,  which  precipitates  hyposulphate  of  lime  together 
with  a  little  indigo-yellow,  as  a  brown  viscid  mass.  By  evaporating  the 
alcoholic  solution^  the  indigo-yellow  is  obtained  mixed  with  a  little  hypo- 
snlphate  of  lime. 

Indigo-yellow  forms  a  yellow  transparent  mass^  having  neither  an 
alkaline  nor  an  acid  reaction. 

It  swells  when  heated,  evolving  an  odour  of  burnt  animal  matter,  and 
is  slowly  converted  into  a  combustible  charcoal,  leaving  a  slight  residue 
of  gypsum. 

It  is  soluble  in  water  and  in  alcohol,  imparting  to  them  a  pure  yellow 
colour.  The  aqueous  solution  is  incompletely  precipitated  by  acetate  of 
lead,  but  completely  by  snbacetate  of  lead.  The  latter  precipitate  is 
bright  yellow.  It  is  not  precipitated  by  ferric  sulphate,  sulphate  of  cop- 
per, corrosive  sublimate,  or  infusion  of  galls. 


Oxybromazo^ucletu  C"NBrH*0^ 

Bromisatin. 

C»NBrHH)*  =  C"NBrH*0»,0«. 

Erdmank.     (1840.)     J,pr.  Chem.  19,  358;  Pharm.  Centr.  1840,  307. 
HoFMANN.     Ann.  Pharm,  58,  40;  Pharm.  Centr,  1845,  294. 

Bromisatituue. 
Formation,     (pp.  42,  52^ 

Preparation,  When  fresh  indigo-blue  is  treated  with  bromine  and 
the  yellow  mass  extracted  with  boiling  water,  the  filtrate  on  cooling  de- 
posits small  quantities  of  bromisatin,  which  is  purified  by  crystallisation 
from  alcohol.  (Erdmann.)  —  2.  Powdered  isatin,  suspended  in  water,  is 
shaken  up,  in  sunshine,  with  bromine,  which  is  gradually  added,  till  the 
liquid,  after  a  fresh  addition  of  bromine,  is  no  longer  decolorised  on 
agitation.  The  compound  is  then  boiled  with  weak  alcohol,  freed  from 
hydrobromic  acid  by  washing  with  water,  and  recrystallised  from  boiling 
alcohol.     (Hofmann.) 

Properties.  Small  crystals  resembling  chlorisatin.  (Erdmann.)  Bril- 
liant prisms.     (Hofmann.) 

Hofmann.         Erdmann. 

16  C 96  ....  42-43     '42*48     ....     42  to  44-1 

N 14  ....  6-20 

Br    80  ....  35-41 

4H 4  ....       1-78     2-11 

4  0 32  ...  14-18                              _, 

C»»NBrH*0*    ....  226    ....  100*00 

Treated  with  cold  potash  it  yields  bromisatate  of  potash.  (Erdmann.^ 
Wten  distilled  with  hydrate  of  potash,  it  behaves  like  cliloriaatin  anA 
yields  bromaniHne. 
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Bromisatic  Acid. 

C"NBrH«0«  =  C"NBrH«0*,0*. 

Formed  by  the  action  of  aqueous  alkalis  upon  bromisatin.     (Erd- 
mann,  Laurent.) 


Oxyhromai(Miucleus  (?*NBt*HK)*. 

Bibromisatin. 

C"NBr»H«0*  =  C"J^Br»HW,0*. 

Erdmann.    (1840.)    J.  pr.  Chem.  19,  360;  24,  8;  Pharm.  Centr,  1840, 

308;  1841,  706. 
Laurent.     JV.  Ann.  Chim.  Phy$.  3,380;  Bev.  icient.  10,  302;  18,  458; 

Pharm,  Centr.  1842,  248. 
HoFMAMN.     Ann.  Pharm.  53,  47;  Pharm.  Centr.  1845,  294;  J.  pr. 

Chem.  35 f  109. 

Bromisatinite. 

Formation,     (pp.  42,  62.) 

Preparation.  1.  The  alcoholic  mother-liquor  obtained  by  crystallis- 
ing bromisatin,  contains  considerable  quantities  of  bibromisatin.  (Erd- 
mann.) —  2.  Isatin  is  treated  with  bromine  as  long  as  vapours  of  hydro- 
bromic  acid  continue  to  be  evolyed,  and  the  product  is  crystallised  from 
boiling  alcohol.  (Laurent.)  —  3.  Bromine  is  poured  over  bromisatin 
and  the  whole  allowed  to  digest  for  a  considerable  time  in  sunshine. 
(Hofmann.) 

Properties.  Orange-yellow,  rectangular,  four-sided  prisms.  (Laurent.) 
It  is  exactly  like  bichlorisatin.     (Erdmann.) 


16  C    

N   

2  Br  

3  H   

96 

14 

160 

8 

....     81-47     ... 
....      4-59    ... 
....     52-46 

....          V  "4       ... 

....     10-54 

Erdmann.      Ltnrent. 

31-80    ....    31-77 

4-85 

1-12    ....       1-16 

Hofmann. 
....    31-62 

1-28 

4  0   

32 

C»«NBi«H»0* 

306 

..;.  10000 

When  boiled  with  potash,  it  forms  bibromisatate  of  potash.     (Erd- 
mann.)    Melted  with  hydrate  of  potash,  it  forms  bibromaniline.     (Hof- 
L.)    With  alcoholic  ammonia  it  forms  bibromimasatin.     (Laurent.) 


SihromisatideofPotauium. — Bibromisatin  dissolves  with  red  colour  in 
cold  potash;  the  solution  becomes  decolorised  after  a  time,  and  immedi- 
ately on  heating.     (Erdmann.) 
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When  bibromisatin  is  gently  warmed  with  alcohol  and  hot  alooholic 
potash  added,  a  precipitate  is  formed  consisting  of  black  crystalline  scales 
which  appear  blue  by  transmitted  light.     (Laurent.) 

When  bibromisatin  is  boiled  with  alcohol,  and  ammonia  and  titrate 
of  silver  are  added,  a  yellow  precipitate  is  formed  which  turns  violet. 
(Laurent.) 

Bibromisatin  dissolves  readily  in  alcohol. 


Bibromisatic  Acid,* 

C"NBr»H»0*  =  C"NBr»H*0«,0*. 

Erdmann.     (1839.)     J.  pr.  Chem.  19,  360;PAarm.  Ceutr.  1840,  308. 
Formation  (p.  70) . 

Preparation,  The  concentrated  aaneous  solution  of  the  potash-salt 
deposits  the  acid  on  the  addition  pf  hydrochloric  i^cici,  m  a  y^Hpw  nowcjer 
solnblQ  in  water.  This  substance,  when  dried  in  vacuo  Qve?  sulphuric 
^e^d  is  qon verted,  even  in  the  cold,  into  bibromisatin. 

The  formula  of  the  bibromisatates  is  C"NBr»H*MO«. 

The  solution  of  bibromisatate  of  ammonia,  obtained  by  decomposing 
bibromisatate  of  potash  with  sulphate  of  ammonia,  yields  bibromisamate 
of  ammonia  on  evaporation.     (Laurent.) 

Bibromisatate  of  Fotaeh  is  readily  obtained  in  shining  straw-ooloured 
needles  from  the  solution  of  bibromisatin  in  potash  which  has  become 
colourless.  The  salt  loses  4*64  per  cent,  of  water  (2  atoms)  in  vacuo  at 
155^ 


KO 
16  C... 

N.... 
2  Br 
4H 
50 


At  lOO: 

Erdmann 

47-2  ....     13-07     ... 

1317 

96      ....     26-58     ... 

27-35 

14      ....      3-88 

160      ....    44-29    ... 

43-79 

4         ....           X   A I       ... 

1-50 

40      ....     11-07 

CWNBrSH^KO*    361-2  ....  10000 

Bibromisatate  of  potash  dissolves  less  readily  in  water  and  in  alcohol 
than  the  corresponding  salt  of  bichlorisatic  acid. 

I^  form§  bright  yeliov  precipitates  with  chloride  of  barium  and  chlo- 
ride of  calcium.  The  precipitates  dissolve  in  boiling  water,  from  which 
they  crystallise  on  cooling. 

Bibromisatate  of  Lead.  —  The  potash-salt  added  to  a  solution  of  acetate 
of  lead,  precipitates  bright  yellow  flakes,  which  dissolve  in  water  and  cry- 
stallise from  the  solution  in  reddish-yellow  grains. 

Bibromisatate  of  Coppei\  —  The  potaah-salt  forms  with  snlphate  of 
gopper  a  gelatinous  precipitate  which  turns  greenish-yellow  and  flocculent 
in  a  few  moments,  and  after  a  time  becomes  blood-red  and  granular. 

*  Seepage  bi. 
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daoes,  in  an  alcoholic  eolation  of  chlorisatin,  a  wbite  precipitate  of  snlpho- 
chloriaatin  (chloroquadrisulphiatyde,  according  to  Gerhardt);  salphide  of 
ammonium  forms  chlorisatyde.  (Erdmann.)  Chloriaatin  dissolves  with 
dark  red  colour  in  an  aqueous  solution  of  monosulphide  of  potassium, 
and  forms  an  almost  opaque  solution,  which  when  heated  turns  yellow 
and  deposits  reddish  grey  flakes  containing  sulphur.  If  the  filtrate  is 
evaporated  after  all  the  sulphide  of  potassium  has  become  oxidised  by 
exposure  to  the  air,  chlorisatate  of  potash  free  from  sulphur  may  be 
extracted  by  alcohol  from  the  residue.  (Erdmann.)  —  7.  Fataah  dissolyea 
chlorisatin  with  deep  red  colour,  which  gradually  becomes  bright  yellow 
in  the  cold  (immediately  on  boiling^,  while  chlorisatate  of  potash  is 
formed.  (Erdmann,  Laurent.)  On  aistilling  chlorisatin  with  hydrate  of 
potash,  hydrogen  is  eyolved  and  chloranillne  is  formed  : 

CWNC1H*0*  +   4(KO,HO)  =  C^^NCIH*  +   2H   +  4(KO,CO»); 

when  the  residue  hafi  become  nearly  solid,  ainmonia  is  evolyed  together 
with  the  hydrogen,  a  blue  sublimate  is  deposited  upon  the  upper  part  of 
the  retort,  and  the  oily  drops  which  pass  over  become  brown  and  do  not 
solidify  any  more  on  cooling.  Chlorisatin  intimately  mixed  with  quick 
lime  and  carefully  heated,  is  completely  conyerted  ipto  cbloraniline. 
(Hofmann.) 

CcmbiMiti<m%.  Chlorisatin  dissolves  but  slightly  in  cold  water;  it 
reqnirofi!  fof  its  piolutioa  1000  parts  of  watfir  at  0^  and  more  than  200 
parts  of  boiling  water. 

Clilorisatin,  like  isatin,  unites  with  basic  oxides,  forming,  componnda 
called  cl^oTiiqtii^i. 

CkhriaeUide  of  Fofamum.  —  A  solntion  of  chlorisatin  mixed  with 
oanstic  notash  b6.oome8  deep  red ;  but  the  colour  rapidly  passes  away 
since  chlorisatate  of  notash  is  formed.  Solid  chlorisatin,  treated  with 
potash,  turns  almost  black,  but  gradually  dissolves  with  golden-yellow 
colour.    (Erdmanu.) 

Chl(ni9ati4e  of  Silver.  —  When  nitrate  of  silver  is  mixed  with  alcoholic 
chlorisatin  containing  a  little  ammonia,  a  violet-coloured  gelatinous  preci- 
pitate is  fqrmed,  which  contains  no  ammonia.    (Laurent.) 

Ohlorisatide  qfArffmUammonium,  —  When  an  alcoholic  solution  of  chlo- 
risatin mixed  with  ammonia  is  poured  into  an  ammoniacal  solution  of 
nitrate  of  silver,  a  precipitate  is  formed  of  the  colour  of  wine- lees,  con- 
sisting of  mieroscopic  laminse.  It  yields  with  bichloride  of  platinum  an 
amount  of  ohloroplatinate  of  ammonium  corresponding  to  1  atom  of  am- 
monia.    (Laurent,) 

Laurent. 

CWNC1H«(NH<)0* J  97-4    ....    64-91 

Ag  108       ....    35-09     ."..     S500 

C»«NCm2(NH*)AgO<    305-4    ....  10000 

Chlorisatin  dissolves  in  220°  parts  of  alcohol  of  sp.  gr.  0-830  at  14"^; 
av^  XQOxe  readily  in  boiling  alcohol.     (Erdmann.) 
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Chlorisatic  Acid.* 

C»NC1H«0«  =  C"NC1H«0«,0*. 

Erdhann.     (1839.)     Ann.  Fharm.  33,  129;  J.  pr.   Ckem.  19,   337; 

24,  5;  Pharm,  Centr.  1840,  113,  296;  1841,  706. 
Laurent.     iV.  Ann,  Chim.  Phys.  3,  378. 

Aeide  chlorisaiimuique. 

Formation,     (p.  52.) 

Chloriaatic  acid  is  not  known  in  the  free  state. 

The  formula  of  the  chlorisatotes  is  C^«NC1H*M0*. 

The  solution  of  chlorisatate  of  ammonia,  obtained  by  decomposing 
chlorisatate  of  potash  with  sulphate  of  ammonia,  yields  chlorisamate  of 
ammonia  on  evaporation. 

Chlorisatate  of  Potash*  — When  a  sufficiently  concentrated  solution  of 
chlorisatin  is  boiled  with  potash,  crystals  of  chlorisatate  of  potash  sepa- 
rate out  on  cooling.  These  are  pressed  between  paper  and  exposed  to 
the  air,  in  order  that  the  excess  of  potash  may  become  saturated  with 
carbonic  acid;  they  are  then  recrystallised  from  alcohol.  If  the  chlori- 
satin contains  bicldorisatin  and  resin,  these  latter  remain  in  the  mother- 
liquor. 

Shining,  transparent,  bright  yellow  scales,  or  flattened  four-sided 
needles.  It  is  readily  soluble  in  water,  and  tastes  intensely  bitter.  It 
does  not  give  off  water  at  160*^: 


JCO. 
16  C    . 

N  . 

CI  . 
6H  . 
50   . 


Erdmann. 

47-2    ....     19-87    ... 

2108 

96       ....     40-40     .., 

41-86 

14       ....       5*89 

35-4     ...     14-90 

5       ...       210     ... 

2-80 

40       ....     16-84 

C"NClH6KO«    237-6    ....  10000 

It  decomposes  when  heated,  with  some  violence^  and  leaves  a  slag-like 
residue  of  chloride  of  calcium  mixed  with  charcoal. — The  aqueous  solution 
forms,  with  hydrochloric  acid,  a  yellow  precipitate  which  immediately  re- 
dissolves  with  orange-yellow  colour;  the  solution  becomes  turbid  and 
deposits  crystals  of  chlorisatin.  —  It  is  readily  soluble'  in  water,  and  less 
soluble  in  alcohol  the  more  concentrated  the  spirit;  it  dissolves  in  boiling 
alcohol  more  abundantly  than  in  cold  alcohol. 

Chlorisatate  of  Baryta,  —  A  warm  aqueous  solution  of  the  potash- 
salt,  mixed  with  chloride  of  barium,  yields,  on  cooling,  sometimes  pale 
needles  united  in  tufts,  sometimes  deep  golden-yellow  brilliant  laminsB, 
and  often  both  forms  at  once ;  they  may  be  converted  into  one  another 
by  dissolving  and  crystallising.  The  light  yellow  needles  five  off  1  atom 
of  water  at  160"";  the  golden-yellow  salt,  3  atoms.  A  solution  of  chlo- 
risatin in  boiling  baryta- water  deposits,  on  cooling,  crystalline  grains 
united  in  masses  like  cauliflower  heads.     (Erdmann.) 

*  See  page  54. 
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BaO 

16  C    ... 

N  .., 

CI  .., 

5  H  ... 

5  0   ... 


At  loo^ 

...  76-6 

...  96 

...  14 

...  35-4 

...  5 

..  40 


Erdmann. 

28-69  28-82 

35-95  36-21 

5*24 

13-26  13-86 

1-88  2-06 

14-98 


C"NClH*BaO«  267 


10000 


lAght  yelloto  luedles. 

CWNClH*BaO»    267     ....     96-/3 

HO 9     ....      3-27 


Erdmaxm. 
3-18 


C'«NClH6BaO«  +  Aq  ....  276     ....  lOO'OO 


Oolden  yellow  lamhue.  Erdmann. 

Ci«NClH*BaO« 267     ....     9087 

3  HO  27     ....      9-13    10-45 


CWNClH*BaO«  +  3Aq....  ^294 


100-00 


Chlorisatate  of  potash  forms  a  yellow  crystalline  salt  with  chloride  of 
calcium. 

The  potash-salt  does  not  precipitate  solutions  of  salphate  of  magnesia^ 
alum,  or  ferrous  sulphate;  it  forms  orange-yellow  flakes  with  nitrate  of 
bismuth,  and  yellow  precipitates  with  sulphate  of  zinc  and  chloride  of 
cadmium. 

ClUorisatate  of  Lead,  —  The  potash-salt  forms  with  acetate  or  nitrate 
of  lead,  a  shining,  yellow,  gelatinous  precipitate,  which  in  a  few  minutes 
(more  rapidly  when  shaken)  becomes  scarlet-coloured  and  crystalline. 
Under  the  microscope,  the  yellow  amorphous  powder  may  be  seen  to 
change  into  dendrites,  or  into  large  crystalline  grains.  The  red  precipi- 
tate dissolves  in  boiling  water,  and  red  crystalline  grains  separate  out  on 
cooling.  At  160^  it  gives  off  5-7  per  cent,  of  water  (2  atoms),  and  assumes 
a  dirty  brick-red  colour. 


PbO  111-8 

16  C    96 

N  14 

CI 35-4 

7  H   ^ 7 

7  O   56 

C>«NClH»PbO«  +  2Aq 820-2 


Erdmann. 

34-92    37-11 

30-00    31-26 

4-36    4-26 

1105 

2-18     2-32 

17-49 

100-00 


The  potash-salt  forms  a  reddish-brown  precipitate  with  potassio- 
ferric  sulphate  ;  and  with  chloride  or  sulphate  of  nickdy  a  yellow  crys- 
talline precipitate  after  a  time.  With  sulphate  or  nitrate  of  copper,  it 
forms  at  first  a  bulky  yellowish  red  precipitate,  which,  however,  suddenly 
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tarns  blood-red,  and  is  deposited  as  a  heavy  CTjstalline  powder;  if  aoetate 
of  copper  is  used,  ibis  change  takes  place  very  slowly.  Acetate  of  copper 
gives  no  precipitate  with  a  very  dilute  solution  of  the  potash-salt;  but  if 
the  mixture  is  then  warmed,  brown  flakes  separate  out,  which  require  a 
long  time  to  become  red  and  granular.  The  potash-salt  forms,  with 
mercnroQs  nitrate,  a  bright  yellow  precipitate;  with  mercuric  nitrate,  a 
dark  yellow  precipitate;  and  with  corrosive  sublimate,  a  slight  orirstalline 
precipitate,  after  the  mixture  has  stood  for  a  long  time. 

Chiofisatate  of  Silver. — The  potash-salt  forms,  with  nitrate  of  silver, 
a  pale  yellow  precipitate,  which  dissolves  in  boiling  water,  and  crys- 
tallises, on  cooling,  in  yellowish  needles  grouped  in  tufts,  or  in  arborescent 
nunifications. 


Ago  

16  C    „ 

N  

CI  

5  H   

6  0    40      ....     13-t)6 


Erdmann. 

Laurent. 

116      ....    37-86    .. 

......      Oo  4o      .••• 

37-54 

96     ....    31*33    .. 

32-35 

14      ....      4-57 

35-4  ....     11-55 

5      ....       1-63     .. 

1-76 

CWNaH»AgO«  306-4  ....  100-00 


Chlorisatesnlphurous  Acid. 

C»NCIH»SK)"  =  C»«NC1HH)«,2S0». 

Laurent.      (1842.)      Campt.  rend.  14,  490;  J.  pr.  Chem.  26,  128; 
Eev,  zdent.  10,  294;  J.jpr.  Chem,  28,  348. 

This  acid  is  not  known  in  the  free  state. 

Chlorisatosnlphite  of  potash  is  obtained  by  passing  sulphurous  acid 
gas  through  an  aqueous  solution  of  chlorisatate  of  potash;  on  evaporating 
the  solution,  it  separates  out.as  a  straw-coloured,  scaly,  fibrous  salt,  and  is 
bat  slightly  soluble  in  water. 

lAwent. 

KO 47*2  ....     15-65     16-0 

C"NC1H»0»   190-4  ....     63-13 

2S0a 64      ....     21-22    220 

C>«NClH»KO«,2SO» 301-6  ....  lOO'OO 

Yields  sulphuric  acid  when  acted  npon  by  chlorine. 

Gives,  with  nitrate  of  silver,  a  yellow  precipitate,  which  appears  to 
be  a  mixture  of  sulphite  of  silver  and  chlorisatin.  Ammoniacal  nitrate  of 
silver  forms  a  carmine-red  precipitate. 
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OxyeKhrazo-nudeta  C^*NC1*H'0*. 

Biddorisatin. 

C"NC1»H»0*  =  C"NC1»H»0»,0*. 

Erdmann.  (1840.)  Ann.  Pha)^,  23,  129;  «/.  pr.  Chem.  19,  346;  22, 
270;  24,  7;  Pharm,  Cenir.  1840,  113,  296;  1841,  214,  706. 

Laurent.  If,  Ann.  Ckim.  Phys.  3,  380;  Rev.  ment.  18,458;  J.  pr. 
Chem.  35,  109;  Pharin.  Centr.  1842,  247. 

FoTTnadon.     By  the  action  of  chlorine  gas  upon  indigo-blue  (p.  41). 

Preparation.  When  the  alcoholic  mother-liquor  obtained  in  the  pre- 
paration of  chlorisatin,  from  which  the  chlorisatin  has  been  crystallised, 
(p.  72)  is  distilled,  a  mixture  of  chlorisatin  and  bichlorisatin  first  Fcpa- 
rates  out,  the  latter  being  obtained  purer  at  each  successive  crystallisa- 
tion. The  bichlorisatin  is  purified  by  recrystallisation  from  alcohol^  or 
converted  into  bichlorisatate  of  potash,  and  then  precipitated  from  the 
salt. 

Propei'tm.  Bichlorisatin  crystallises  from  alcohol  in  small  rose- 
coloured  needles  or  laminae,  and  sometimes  in  four-sided  prisms;  on  the 
cooling  of  the  alcoholic  solution  it  forms  a  yellowish-red  granular  powder. 
It  is  distinguished  from  chlorisatin  only  by  its  greater  solubility  in 
alcohol,  and  by  the  behaviour  of  the  bichlorisatate  of  lead  prepared  from 
it.  It  sublimes  partly  undecomposed  when  heated  in  a  glass  tube.  Does 
not  give  off  any  water  at  160^. 

Erdmann.        Laurent. 

16  C    96      ....  44-49  44*66     ....     4559 

N  14       ....  6-49  6-89 

2  CI  70-8  ....  32-80 

3H  3      ....  1-89  1-57    ....       1'55 

4  O    32      ....     14-83 

■-■  -         ■  •  .1  ■    I*.- 

C*«NCl2H3<y 215-8  ....  100-00 

The  bichlorisatin  analysed  by  Laurent  still  contained  chlorisatin. 

Decompositums.  When  bichlorisatin  is  heated  in  a  glass-tube,  the 
unsublimed  portion  melts  and  forms  a  black  carbonaceous  mass.  It 
hums  when  heated  in  the  air,  and  leaves  a  residue  of  charcoal  which 
tinges  the  edges  of  a  spirit-flame  with  green.  —  2.  When  it  is  suspended 
in  water  and  a  stream  of  chlorine  is  passed  through  the  liquid,  it  is  not 
decomposed,  even  in  sunshine.  The  alcoholic  solution  gives  the  same 
products  of  decomposition  as  chlorisatin  (p.  73).  —  3.  With  nitric 
acid  it  behaves  like  chlorisatin  j  but  even  when  it  is  boiled  with  concen- 
trated acid,  a  part  remains  undissolved  and  resembles  unchanged  bichlori- 
satin,— dissolving  readily  in  potash  and  being  precipitated  from  the 
solution  by  hydrochloric  acid  as  a  bright-yellow  powder,  upon  which 
boiling  water  has  no  action.     On  prolonged  boiling  and  evaporation  with 
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nitric  aoid,  a  nitrogenised  aubstanoe  is  formed  eiinilar  to  that  in  the  case 
of  chlorisatin;  the  former  is  however  more  soluble)  cTjrstallises  lesseadily, 
and  separates,  as  the  hot  aqueous  solution  oools,  in  indistinctly  orystalliile 
flakes.  —  4.  Heated  with  tLqneons potash,  it  forms  bichlorisatate  of  potash. 
(Erdmann.^  —  Distilled  with  hydrate  of  potash,  it  yields  bichloraniline. 
(Hofmann.)  —  5.  With  ammonia,  it  behaves  like  chlorisatin.  —  6.  With 
ftdvhide  o/potassium  ii  undergoes  the  same  decompositions  as  chlorisatin, 
and  yields  bichlorisatate  of  potash.     (Erdmann.) 

ConibiTtations.  Bichlorisalin  dissolves  in  water  rather  more  readily 
than  chlorisatin,  and  imparts  to  ii  a  darker  colour.     (Erdmann.) 

Bichldrisatide  of  Potasdum.  —  When  hydrate  of  potash  is  moistened 
with  absolute  alcohol  and  gently  heated  with  bichlorisatin,  a  red  solu- 
tion is  formed,  which  in  a  few  seconds  solidifies  into  a  violet-black 
paste  of  bichlortsatide  of  potassium.  The  solution  produces  a  violet- 
coloured  precipitate  with  silver-salts. 

Bichlorisatitl  dissolves  in  cold  aqueous  potash  with  a  deep  red  colour 
which  changes  to  pale  yellow  on  heatitig.     (Erdmann.) 

Bichlorisatin  dissolves  at  14°  in  30  parts  of  alcohol  of  sp.  gr.  0*83. 
(Erdmann.) 


Bichlorisatic  Acid. 

C"NC1»H»0«  =  C"NCPH»0»,0*. 

Erdiunn.    (1880.)   Ann,  Fharm,  83,  129;  J.  pr.  Chem.  19,  846;  24,  7; 

Fharm.  Centr.  1840,  116,  296;  1841,  706. 
Laubent.     N.  Ann,  Chim,  Phys,  B,  378. 

Fortnation  (p.  78). 

Preparation.  Bichlorisatic  acid  is  precipitated  from  the  concentrated 
solution  of  its  potash-salt,  on  the  addition  of  hydrochloric^  sulphuric, 
nitric,  oxalic,  or  tartaric  acids^  as  a  yellow  powder,  which  must  be  pressed 

between  folds  of  blottin>(  paper.  (Acetic  arid  does  not  precipitate bicblonntic 
acid.)  When  the  a<3id  is  separated  from  the  lead-salt  by  sulphuretted  hydro- 
gen and  the  filtered  solution  evaporated  in  vacuo,  a  flaky  crystalline 
mass  is  obtained,  which  is  coloured  yellowish  red  at  the  edges,  owing  to 
the  formation  of  a  little  bichorisatin. 

Properties,    Bichlorisatic  acid  is  a  bright  yellow  powder. 

Decompositions,  After  drying  in  vacuo,  it  gives  off  7*24  to  8*17  per 
cent,  of  water  (2  atoms)  at  100°,  and  is  converted  into  bichlorisatin. 
(Theory  requires  7*70  per  cent.)  The  aqueous  solution,  heated  to  60°,  turns 
reddish  yellow,  becomes  turbid,  and  deposits  bichlorisatin. 

Combinations.  The  acid  dissolves  readily  in  cold  water,  communicat' 
ing  to  it  a  bright  yellow  colour. 


80  OXTCHLORAZO-NUCLBUS  c*«Na«H»Os: 

The  formula  of  the  HchlorUatates  is  C*«NCPH*MO«. 

The  solutioa  of  biohlorisatate  of  ammoDia,  obtained  by  decomposing 
bichlorisatate  of  potash  with  salphate  of  ammonia,  yields  bichlorisamide 
on  evaporation.     (Laurent.) 

BichlorigatcUe  of  Potash,  -—  When  bichlorisatin  is  dissolved  in  aqueous 
potash,  the  solution  becomes  pale  yellow  on  heating;  and  if  then 
allowed  to  cool,  deposits  pale  yellow  crystalline  scales,  which  cause  the 
whole  mass  to  solidify.  These  crystals  are  purified  by  pressing  and 
repeated  crystallisation  from  strong  alcohol.  Bichlorisatate  of  potash, 
after  being  dried  at  130°  in  vacuo,  gives  ofi  6*29  per  cent,  of  water 
(2  atoms?)  at  160°,  and  when  crystallised  from  alcohol  only  4'3  per 
cent.  (1  atom  ?). 

Erdmann. 

KO  „ 47-2  ....  17'35  17-10 

16  C 96      ....  35-29  36*09 

N 14      ....  515  5-33 

2  a    70-8  ....  26-04  26-65 

4H 4      ....  1-47  1*83 

5  0 40      ....  14-70  1300 

^       CWNCPH^KO*    ....  272-0  ....  100-00    100*00 

It  blackens  when  heated,  and  then  suddenly  decomposes,  at  the  same 
time  glowing  and  emitting  a  yellow  smoke,  and  leaves  a  scoriated 
residue  of  carbon,  which  burns  when  heated  in  the  air,  leaving  chloride 
of  potassium  with  a  trace  of  carbonate  of  potash. 

It  is  readily  soluble  in  cold  water  and  still  more  in  boiling  water,  so 
that  the  boiling  solution  solidifies  into  a  mass  of  pearly  laminse. 

It  dissolves  with  difficulty  in  cold  alcohol,  but  more  easily  in  boiling 
alcohol,  and  more  abundantly  the  weaker  the  spirit. 

Bichlorisatate  of  Baryta,  —  The  solution  of  the  potash-salt  mixed  with 
chloride  of  barium  and  allowed  to  stand  for  some  time  after  cooling, 
deposits  shining  golden  yellow  needles  and  lamina).  On  mixing  the  cold 
solutions,  the  salt  is  obtained  as  a  yellow  powder.  It  loses  2  atoms  of 
water  at  160°. 


BaO. 
16  C     . 

N  . 
2  CI  . 
4H  . 
50     . 


n60**. 

Erdmann 

76*6  .... 

26-41     .. 

25-73 

96      .... 

81-85     .. 

32-50 

14      .... 

4-64     .. 

5-09 

70-8  ... 

23-49     .. 

23*83 

4      .... 

1-33     .. 

1-72 

40      .... 

13-28     .. 

11*)3 

C»«NCPH<BaO«  301-4  ....  100-00     10000 


CryBiaUUed,  Erdmann. 

Ci«NCl«H<BaO« 301-4  ....     94-37 

2  HO 18      ....      5-63     5:73 

Ci«NCPH<BaO«  +  2Aq 319-4  ....  100-00 


BICHLORISATOSULPHUROUS  ACID.  81 

The  potash-salt  does  not  precipitate  sulphate  of  magnesia^  alum, 
chrome-aittm  or  sulphate  of  manganese. 

The  potash-salt  precipitates  nitrate  of  bismuth  in  orange-coloured 
flakes  and  gires  with  lead-iolU  a  yellow  precipitate,  the  colour  of  which 
does  not  change;  it  precipitates  iron-alum  brownish  red,  and  nitrate  of 
manganese  bluish-green. 

BiMoriiatate  of  Copper.  -—  The  potash-salt  forms  with  sulphate  or 
nitrate  of  copper,  a  precipitate  which  is  at  first  voluminous  and  of  the 
colour  of  hjdrated  sesquioxide  of  iron;  but  it  rapidly  becomes  flocoulent 
and  of  a  pale  greenish  yellow  colour,  and  is  finally  precipitated  as  a 
beautiful  carmine-red,  heavy  granular  powder.  The  greenish  yellow 
precipitate  consists  of  microscopic,  capillary,  transparent  crystals,  which^ 
when  the  colour  changes  to  red,  are  converted  into  separate  grains. 
The  potash-salt  forms  with  acetate  of  copper  a  brown  precipitate,  which 
becomes  red  after  a  long  time  only,  and  without  previously  turning 
greenish  yellow.  The  dried  salt  is  carmine-red  and  takes  a  golden  lustre 
when  burnished.    It  gives  off  a  little  water  at  150^ 


CuO 

40      ....     15*11     ... 

Erdmann. 
15*25 

16  C 

N     

96      ....    36*25    ... 

.•••a      <4       ...a        0  £o      .•■ 

, 37*34 

5*42 

2  CI    

70*8  ....    26*74    ... 

26*60 

4H    

A                      1*ii1 

1-94 

5  0     

.....     40      ....     15*11     ... 

13-45 

C>«NCPH<CuO« 

....  264-8  ....  100*00    ... 

, 100-00 

The  potash-salt  forms  yellow  precipitates  with  merourous  and  mercuric 
nitrates,  but  does  not  precipitate  a  solution  of  corrosive  sublimate. 

The  potash-salt  gives  with  nitrate  of  silver  a  yellow  precipitate 
which  dissolves  in  a  larse  quantity  of  boiling  water  and  cnrstallises  out 
on  cooling  in  small,  yellowish,  transparent  needles  united  in  the  form 
of  tufts. 

When  heated  in  the  air,  it  melts  into  a  brown  mass,  from  which 
bichlorisatin  sublimes,  and  leaves  a  residue  of  metallic  silver,  carbon,  and 
a  little  chloride  of  silver.  It  contains  from  33  to  35*4  per  cent,  of  oxide 
of  silver.    The  formula  G"NCPH*AgO*  requires  34*04  per  cent. 


BichlorisatosQlpharous  Add. 

<?«NCl»H»SK)*»  =  C»«NC1»HW,2S0». 

Laitbent.    JSmr.  $eieni.  \0,  294. 

When  bichlorisatin  is  boiled  with  bisulphite  of  potash,  small  yellowish 
needles  of  bichlorisatosulphite  of  potash  are  obtained,  which  are  decom- 
posed by  adds  into  bichlorisatio  and  sulphurous  acids.  The  salt  is 
slightly  soluble  in  cold  water. 

Laurent 

KO     47*2  ....     14*09    14-2 

C^NCPHHy,28(y    288*8  ....     85*91 

C»«NCPH<K0«,2S0» 3360  ....  10000 

VOL.  xin.  O 


80  OXTCHLORAZO-NUCLEUS  c'^^^^a^HW  : 

The  formula  of  the  hiehloriscUates  is  C^NC1*H«M0«. 

The  solution  of  bichlorisatate  of  ammonia,  obtained  by  decomposing 
bichlorisatate  of  potash  with  sulphate  of  ammonia,  yields  bichlorisamide 
on  evaporation.     (Laurent.) 

BichhrisatcUe  of  Potash.  — -  When  bichlorisatin  is  dissolved  in  aqueous 
potash,  the  solution  becomes  pale  yellow  on  heating;  and  if  then 
allowed  to  cool,  deposits  pale  yellow  crystalline  scales,  which  cause  the 
whole  mass  to  solidify.  These  crystals  are  purified  by  pressing  and 
repeated  crystallisation  from  strong  alcohol.  Bichlorisatate  of  potash, 
after  being  dried  at  130°  in  vacuo,  gives  ofi  6*29  per  cent,  of  water 
(2  atoms?)  at  160°,  and  when  crirstallised  from  alcohol  only  4*3  per 
cent.  (1  atom  ?). 

Erdmsiui* 

KO 47-2  ....  17-35    1710 

16  C 96      ....  35-29    36-09 

N 14      ....  515     5-33 

2  CI    70-8  ....  2604    26-65 

4H 4      ....  1-47     1-83 

5  0 40      ....  14-70     1300 

^      C"NC1«H<K0«    ....  272-0  ....  100-00    100-00 

It  blackens  when  heated,  and  then  suddenly  decomposes,  at  the  same 
time  glowing  and  emitting  a  yellow  smoke,  and  leaves  a  scoriated 
residue  of  carbon,  which  burns  when  heated  in  the  air,  leaving  chloride 
of  potassium  with  a  trace  of  carbonate  of  potash. 

It  is  readily  soluble  in  cold  water  and  still  more  in  boiling  water,  so 
that  the  boiling  solution  solidifies  into  a  mass  of  pearly  laminsB. 

It  dissolves  with  difficulty  in  cold  alcohol,  but  more  easily  in  boiling 
alcohol,  and  more  abundantly  the  weaker  the  spirit. 

Bichlorisatate  of  Baryta,  —  The  solution  of  the  potash-salt  mixed  with 
chloride  of  barium  and  allowed  to  stand  for  some  time  after  cooling, 
deposits  shining  golden  yellow  needles  and  lamina).  On  mixing  the  cold 
solutions,  the  salt  is  obtained  as  a  yellow  powder.  It  loses  2  atoms  of 
water  at  160°. 


At  160^  Erdmann. 

BaO 

16  C     

N    

2  CI    70-8  ... 

4  H    

5  O     

Ci«NCPH<BaO«  301*4  ....  100-00    100-00 


CrysiaUited.  Erdmann. 

C>«NCl«H<BaO« 301-4  ....     94-37 

2  HO 18      ....       5-63     5:73 

Ci«NCPH<BtO«  +  2Aq 319-4  ....  100-00 


76-6  ....    25-41     .... 

....     25-73 

96      ....    81-85     .... 

....     32-50 

14      ....      4-64     .... 

....       5-09 

70-8  ...     23-49     .... 

....     23-83 

4      ....       1-33     .... 

....       1-72 

40      ....     13-28     .... 

....     ll-)3 

BICHL0RI8AT0SULPHUR0US  ACID.  81 

The  potash-salt  does  not  precipitate  sulphate  of  magneflia^  alam, 
chiome-aium  or  sulphate  of  manganese. 

The  potash-salt  precipitates  nitrate  of  bismuth  in  orange-coloured 
flakes  and  gives  with  leacCmlts  a  yellow  precipitate,  the  colour  of  which 
does  not  change;  it  precipitates  iron-alum  brownish  red^  and  nitrate  of 
manganese  bluish-green. 

BidM&ritcUate  of  Copper.  — -  The  potash-salt  forms  with  sulphate  or 
nitrate  of  copper^  a  precipitate  which  is  at  first  voluminous  and  of  the 
colour  of  hydrated  sesquioxide  of  iron;  but  it  rapidly  becomes  flocculent 
and  of  a  pale  greenish  yellow  colour,  and  is  finally  precipitated  as  a 
beautiful  carmine-red,  heavy  granular  powder.  The  greenish  yellow 
precipitate  consists  of  microscopic,  capillary,  transparent  crystals^  which, 
when  the  colour  changes  to  red,  are  converted  into  separate  grains. 
The  potash-salt  forms  with  acetate  of  copper  a  brown  precipitate,  which 
becomes  red  after  a  long  time  only,  and  without  previously  tumiijg 
greenish  yellow.  The  dried  salt  is  carmine-red  and  takes  a  golden  lustre 
when  burnished.    It  gives  off  a  little  water  at  150^ 


CuO 

16  C 

N     

2  CI    

40      ....     15-11     .. 

96      ....    36-25     ... 

14      ....       5-28     ... 

70-8  ....    26-74    ... 

Erdmaim. 

15-25 

37-34 

5-42 

26-60 

4H    

A                     1*>i1 

1-94 

5  O     

40      ....     15-11     .., 

13-45 

C>«NCl«H<CuO« 

....  264-8  ....  10000    ... 

100-00 

The  potash-salt  forms  yellow  precipitates  with  merourous  and  mercuric 
nitrates,  but  does  not  precipitate  a  solution  of  corrosive  sublimate. 

The  potash-salt  gives  with  nitrate  of  silver  a  yellow  precipitate 
which  dissolves  in  a  large  quantity  of  boiling  water  and  c^stallises  out 
on  cooling  in  small,  yellowish,  transparent  needles  united  in  the  form 
of  tufts. 

When  heated  in  the  air,  it  melts  into  a  brown  mass,  from  which 
bichlorisatin  sublimes,  and  leaves  a  residue  of  metallic  silver,  carbon,  and 
a  little  chloride  of  silver.  It  contains  from  33  to  35*4  per  cent,  of  oxide 
of  silver.    The  formula  G"NCl*H*AgO*  requires  34*04  per  cent 


Bichlorisatosulphorous  Acid. 

C»«NCPH»S»0*»  =  C"NC1"HW,2S0». 

Lavbent.    JSmr.  $eiefU.  10,  294. 

When  bichlorisatin  is  boiled  with  bisulphite  of  potash,  small  yellowish 
needles  of  bichlorisatosulphite  of  potash  are  obtained,  which  are  decom- 
posed by  acids  into  bichlorisatic  and  sulphurous  acids.  The  salt  is 
slightly  soluble  in  cold  water. 

Lanrent. 

KO     47-2  ....     14-09     14-2 

C"NCPHHy,28(y    288-8  ....     85-91 

C>«NCra*KO«,2SO» 336-0  ....  10000 

VOL.  xni.  Q 


82    PRIMAKY  NUCfJJUS  (?'n^. :  OXYAMlD^SPp-NPC^SUS  C«NAdH^O». 


Qxyamidaz<Hiueleu$  G>?lS^A4l{*Q'* 


■M         V 


Laui^en?:.    OJ*?-)    -^-  4nn.  Chivi^.  Fkys.  3,  i84;  Jf.  pr*  Oiem.  85,  457; 
ri^rm.  dsrUr.  I84g,  260;  -Pczf.  9<n€7U,  J8,  472;  J",  pr.  Ohm.  35,  121. 

fhrmatiqn.  By  the  actioi^  of  gaseous  ammonia  on  an  alcoholic  eola- 
tion of  isatin: 

CicNf^sQ*  +  K^3  -  pi«N2J^6p«  +  2H0. 

Preparation,  1 .  Boiling  absolute  alcohol  is  saturated  with  isatin, 
and  a  little  more  powdered  isatin  is  added;  dry  gaseous  ammonia  is  then 
passed  througli  the  hot  solution^  whereupon  the  powdered  isatin  soon 
dissolves.^  The  solution  saturated  with  gaseous  ammonia  deposits  in 
6  —  24  hours  beautiful  brownish  yellow  crystals.  They  are  often  mixed 
with  a  crystalline  powder  consisting  of  isatimide:  hence  it  is  advisable 
to  pour  off  the  solution  from  the  large  crystals^  before  any  pulverulent 
isatiniide  has  separated  out;  the  latter  may  also  be  separated  by  washing 
the  crystals  wit^ji  alcohol,  or  by  t^reatiug  them  with  boiling  a)cohol,  in 
which  the  iiiiesa};ii)  is  more  soluble.  —  2.  A  more  certain  method  of  ob- 
taining pure  imesatin  is  io  pass  gaseous  ammonia  throug)i  ether  containing 
isatin  in  suspension  ;  the  ether  should  \)q  gently  warmed  at  first. 
Iniesatin  crystallises  out  on  evaporation. 

Properties,  Imesatin  forms  dark  yellow,  straight,  rectangular  prisms 
without  truncation-faces,     it  is  inodorous. 

Laurent. 

16  C  96  ....  65-75     65-24 

2N 28  ....  19-17     19-21 

6H 6  ....  4-11     4-27 

2  0 16  ....  10-97    11-28 


C>Wp^p2 146    ....  J00-(}0    100-00 

Decompositions.  Imesatin  when  heate4  melts^  frot)is  up  and  .evplves 
ammonia,  whilst  white  cubical  laminsB  and  a  reddish  brown  and  partly 
crystalline  mass  sublime,  leaving  a  large  residue  of  charcoal.  —  It  dis- 
solves in  potash  with  brownish' red  colour;  amnCionia'is  Evolved  on 
heating,  and  if  the  solution  be  then  neutralised  with  an  acid,  isa£in  is 
precipitated.  —  It  is  readily  dissolved  on  warming  it  with  a  mixture  of 
alcohol  and  hydrochloric  acid;  the  liquid  yields  crystals  of  isatin  on 
cooling,  and  contains  chloride  of  ammonium  in  solution. 

Imesatin  is  insoluble  in  water. 

It  dissolves  pretty  readily  in  boiling  alcohol,  but  is  insolnble  in  ether.. 


C»N»H»0»  =  CW(CWNH«)HK)». 

Engelhardt.    (1855.)   BuU.  ck  Pdervb.  13,  357;  J.  pr.  Ch^m.  65,  261; 
fhaiTn,' Omtr.  1S55,  S56. 

Formation.  By  the  action  of  aniline  on  isatin  diseolyed  in  absolute 
alcohol. 

PrfparcUim,  7*35  parts  of  isatin  are  dissolred  in  a  little  absolute 
alcohol  and  485  parts  of  aniline  added :  the  whole  is  then  heated  to 
boiling.  On  coolings  Id '5  paiis  of  p^enjl-i'mesatia  qrjstallise  out,  and 
may  be  purified  by  recrystal Lisa t ion  from  alcohol. 

Properties,  Small^  yellow,  transparent,  needle-shape^  prisms,  which 
are  united  in  the  form  of  stars  aiid  sharply  pointed. 

Engelhmrdt 


28  C  

168 

2  N 

28 

10  H 

10 

2  O  : 

16 

75-67  7604 

12-61  12-96 

4-51  : 5-d9 

7-21  ;....;..  5-bl 


C«N«HWO« 222    ....  lOO'Ofl    IQO-OO 

DeeompogUions.  When  phenylimesatin  is  heated  on  platinum  foil,  it 
at  first  melts  into  a  dark  red  liquid,  which  solidifies  into  an  amorphous 
mass;  when  more  strongly  heated,  it  decomposes,  evolves  yellow  vapours 
which  attack  the  organs  of  respiration,  and  leaves  a  large  residue  of  carbon. 
—  Heated  with  nitric  acid,  it  dissolves  with  red  colour  and  without  evolu- 
tion of  red  fumes.  It  forms  with  strong  sulphuric  acid  a  dark  red  solution 
which  becomes  yellow  on  diluting  with  water. —  It  becomes  dark  red  on 
warming  with  potash  and  yields  vapours  of  aniline  and  a  solution  of 
isatate  of  potash.  —  The  alcoholic  solution  of  phenylimesatin,  mixed 
with  a  lit'tll  hydrochloric  acid  and  boiled,  turns  red  and  yields  crystals 
of  isatin  on  cooling,  while  chloride  of  aniline  remitins  in  solution.  It 
dissolves  very  slightly  in  boiling  water;  and  the  solution  on  cooling 
deposits  flakes  consisting  of  veir  fine  golden -yellow  needles. 

It  dissolves  readily  in  boiling  alcohol,  much  less  readily  in  cold 
alcohol. 

It  is  soluble  in  etheiv 


Bromophenylimesatin. 

C««N«BrH»0»  =  C"N(C»NBrH*)H*0«. 

EnGELHARDT.     (1855.)     Bulletin  de  Petersb.  18,  379;  J*  P^*  Ghent,  C5, 
265;  Phaim.  Centr,  1855,  461. 

FomuUioa.    By  the  action  of  bromaniline  on  isatin. 

'  02 


84     PRIMARY  NUCLEUS  CMH^  :  OXYAMIDAZO-NUCLEUS  C»«NAdH*08. 

Preparation.  8*15  parts  of  isatln  are  dissolved  in  a  little  boiling 
alcohol  of  80  per  cent,  and  3*^8  parts  of  bromaniline  are  added;  the 
whole  is  then  heated  to  boiling.  On  cooling,  the  solution  solidifies  into 
a  crystalline  mass,  which  is  purified  by  washing  with  weak  alcohol  and 
recrystallisation.     5*68  parts  of  bromophenylimesatin  are  obtained. 

ProperHes,    Fine,  flexible^  orange-yellow  needles  having  a  silky  lustre. 

Engelhardt. 

28  C 168  ..-  55-81     56*45 

2  N 28  ....      9-30 

Br 80  ....  26-58 

9H 9  ....  2-99    3-50 

2  O 16  ....  5-32 

C»N«Bi»HOa 301     ....  10000 

Decompositions.  When  bromophenylimesatin  is  heated  on  platinum- 
foil  it  melts,  decomposes  and  leaves  a  residue  of  charcoal.  — •  Heated 
with  hydrochloric  acid,  it  forms  a  red  solution  which  deposits  crystals  of 
isatin^  and  if  the  mother -liquor  is  diluted  with  water  and  potash  added, 
a  white  precipitate  of  bromaniline  is  formed.— The  alcoholic  solution  boiled 
with  hydrochloric  acid,  yields  isatin  and  hydrochlorate  of  bromaniline. 
-—  Heated  with  potash,  it  first  tnms  red,  then  dissolves  and  deposits 
bromaniline,  while  a  yellow  solution  of  isatate  of  potash  is  formed. 

It  is  almost  insoluble  in  water.  Dissolves  readily  in  boiling  alcohol, 
but  much  less  readily  in  cold  alcohol. 


Chlorophenylimesatin. 

C"N«CIH»0»  =  C"N(C^«NC1H»)H*0*. 
ENOELHARitT.    J,  pv,  Chem.  65,  266. 

Prepared  firom  2*325  parts  of  isatin  and  2*012  parts  of  ohloraniline, 
in  a  similar  manner  to  bromophenylimesatin.  3*129  parts  of  chloro- 
phenylimesatin are  obtained. 

Orange-yellow  capillary  needles. 

Engelhardt. 

28  C 168  ....    65-50 66*05 

2N    28  ....  10-91 

CI    36-4  ....  13*84 

9H    9  ....      3*51     8-73 

2  0     16  ....  6-24 

C»N»C1H»0«   256-4  ....  100*00 

When  warmed  with  hydrochloric  acid  or  potash,  it  behaves  in  a 
Bimilar  manner  to  bromophenylimesatin. 

It  is  insoluble  in  water^  readily  soluble  in  boiling  alcohol^  and  slightly 
in  cold  alcohol. 
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Oxttehbmfnidag<hnticleui,  <7«NAdClHK)*. 

Chlorimesatin. 

CPWKJIHW  =  C^NAdClH'O*. 

Laurbnt.   (1841.)  y.  Ann.  Ohim.  Fhy$,  3,  494;  J.  pr.  Chem.  25,  457; 
Fharm.  Centr.  1842,  263. 

Formatum.  Bj  the  action  of  dry  gaseoas  ammonia  on  an  alcoholic 
solution  of  chlorisatin. 

Preparation.  When  dry  gaseoas  ammonia  is  passed  into  a  solution 
of  chlorisatin  in  ahsolute  alcohol,  a  yellow  crystalline  deposit  Is  formed 
which  may  be  washed  with  alcohoL 

ProperUe9.    Brilliant  yellow  six-sided  laminas. 


16  C  

2  N  

96      ....    63-21    ... 

28      ....     15'52    ... 

Laurent. 

62-9 

15-6 

a 

5  H 

35*4  ....     19*62 

6      ....      277     .... 

2-8 

2  0  

16      ....      8-88 

C'WCIHH)* 

180-4  ....  100-00 

Decompositions.  When  heated,  it  giyes  off  ammonia,  and  yields  a 
yellow  sublimate  consisting  of  fine  crystalline  needles.  —  Dissolves  in 
boiling  water  with  evolution  of  ammonia.  Forms  chloride  of  ammonium 
with  dilute  hydrochloric  acid;  dissolves  in  potash,  forming  a  red  solution 
which,  when  boiled,  evolves  ammonia^  turns  yellow,  and  then  yields 
chlorisatin  on  being  treated  with  au  acid. 

Dissolves  very  sparingly  in  boiling  alcohol  and  not  at  all  in  ether. 


Compounds  containing  two  or  more  atoms  of  CNHK)',  or  similar  nuclei. 

Indin, 

Laurbnt.  (1841 .)  Compt  rend,  12, 539;  N.  Ann.  Chim.  Phys,  3,  471; 
J.  pr.  Chem.  25,  456;  Pharm.  Centr.  1842,  251;  Compt.  chim.  1849, 
196;  J.  pr.  Chem.  47,  159. 

Formation,   By  the  action  of  potash  on  isatyde  (p. 98),  or  sulphisatyde 
(p.  103);  by  heating  isatan  (p.  97). 

*  —  2  Atoms  of  Indigo-blve. 
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Preparation.  Bisalphisatjde  is  placed  in  a  mortar  and  potash 
poured  upon  it  so  that  a  stiff  magma  is  formed,  which  is  ruhbed  up  for 
some  time,  and  potash  added  drop  by  drop.  When^  after  5  or  6  minutes, 
the  mass  turns  ros6-coloured,  alcohol  is  gradually  added  and  the  whole 
is  constantly  stirred,  until  a  dark  rose-coloured  paste  is  formed  which 
is  diluted  with  alcohol  and  filtered,  and  the  residue  is  first  washed 
with  alcohol  and  then  with  water.  Since  the  indin  thus  obtained  con- 
tains abundance  of  sulphisatyde,  the  water  is  removed  from  it  by 
washing  with  alcohol,  which  is  allowed  ^  run  through  the  filter;  and  the 
indin  is  then  taken  from  the  filter  and  treated  with  very  strong  luke- 
warm potash,  wherein  it  immediately  forms  a  black  solution,  which 
after  a  few  hours  solidifies  into  a  magma  of  black  needles  of  indin- 
pot|^si^m.  (If  thj^  potasli  .is  too  hot,  the  black  colour  disappears,  and  the  indin 
is  completely  destroyed.)  li  ib  then  diliitecl  witt  absolute  alcohol  and  the 
solution  removed  with  a  pipette;  and  the  crystals  are  washed  oh  a  small 
filter  with  common  alcohol,  then  with  dilute  hydrochloric  acid,  and  finally 
witn  water,  whereby  they  are  gradually  reduced  to  red  pulverulent  indin. 
To  obtain  ihdih  crystallised,  the  i)Iach;  crystals  are  dissolved  in  boiling 
absolute  alcohol,  and  the  boiling  solution  is  ihixeH  with  hydrochloric 
acid  :  microscopic  crystals  then  separate  out  on  cooling. 

Properties^  Dark  rose-coloured  powder  or  fine  microscopic  needles. 
Neutral  to  test-papers. 

Laurent, 
a.  b.  ,  c. 

32  C 192    ....    73-28    ....    71-58 72*90    ....    71-8 

2N 28     ....     10-68     ....     11*00 

10  H 10    .:::      3-82    ....      4-62 3-88    ....      4-2 

4  0 32     ....     12-22     ....     12-80 

c«N2Hi*b* ..::....  262  ...:  iooijb  ....  iboob 

.  Isomeric  with  indigd-blue.  —  The  analysis  a  was  made  at  an  earlier  date ;  c  pro- 
bably contained  hydrin^.     (Laurent) 


>  I 


Decompositions,  1.  Indin  shells  up  when  heated,  and  as  §oon  as  it 
melts,  yields  a  sublimate  consisting  of  crystalline  needles,  and  leaves  a 
large  residue  of  charcoal.  —  2.  It  yields  nitrindin  on  boiling  with  nitric 
acid.  —  3.  With  bromine  it  forms  bibromindin.  —  4.  It  is  decomposed 
by  potash,  forming  various  products.  Ammonia  does  not  act  upon  it.  — 
5.  Boiled  with  bisulphite  of  ammonia,  it  forms  a  compound  which,  when 
boiled  with  hydrochlpric  acid,  does  not  give  off  sulphurous  acid  or  yield 
an^  precipitate  of  indin;  this  compound  forms,  with  nitrate  of  silver,  a 
yellow  precipitate,  which  on  boiling  turns  reddish,  afterwards  black,  and 
then  contains  sulphide  of  silver.    {Sev.  sclent.  10,  299.) 

CombvruUions,  Indin  is  insoluble  in  water.  It  dissolves  with  red 
colour  in  sulphuric  acid,  from  which  it  is  precipitated  unchanged  by 
water. 

Indin-potassium,  —  When  indin  is  moistened  with  a  little  alcohol, 
warmed,  and  strong  alcoholic  potash  added,  it  is  quickly  dissolved;  and 
the  black  solution,  if  immediately  taken  from  the  fire,  deposits,  small 
black  crystals.  The  solution  must  be  Iremovecl  by  decantation,  and  the 
crystals  rapidly  washed  ^ith  abi^olute  alcdhol;  then  laid  upon  paper  and 
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dried  in  yacno  on  a  porona  tile.  It  must  be  immecJiately  analysed,  since  the 
rf78tiUs  rapidly  attract  moisture  from  the    air,  decomposing  into  potash  and  indin. 

assinm,  i 

30    pQT 

[lue  lorniuia  Kj'^fs'ri"n.w,  requires  r^'H  per  cent,  fcorassium  :  accoramg 
to  this:  the  crtstals  wotild  bd  the  {)otasii-salt  ot  ah  acid  bearing  the  MinS 
reMtion  to  indin  that  isatils  kbid  beArs  to  isatiti,  L.l 

Indin  is  yery  slightly  soluble  in  boiling  alcohol  and  ^ther. 

■ .  • 

Bibromindiii. 

C«N«Bi^H«0*. 

Ebdmann.    (1841.)    J,  pr.  Chent,  22,  265}  Pharm.  Cenir,  tHO,  212. 
Laubbmt.    -A^.  Ann.  Chim.  Phys,  8,  371;  J»pr,  Chem.  25,  4i6. 

m 

Formation.  1.  By  the  action  of  bromine  on  indin.  .(Lanrent.)  — 
2.  By  beatinff  bibromisat^de.  (Erdmann.) —  3.  By  the  action  of 
bromine  upon  l>isulphisatyde.     (tdurent.) 

Preparation,  tndin  is  tfeated  with  Dromine,  wliereupon  hydrobromio 
acid  is  evolved  and  a  violet- black  powder  is  formed.  ( Laurent.)  —  2.  Bibro- 
misatyde  is  heated  to  a  temperature  not  exceeding  220°,  and  bibro- 
misatm  and  undecomposed  bibromisatyde  are  removed  from  ibe  product 
by  treating  it  with  boiling  alcohol.  (Erdmann.) —  3.  Bromine  is  poured 
upon  bisnlphisatyde,  whereupon  hydrobromio  acid  and  bromide  of  sulphur 
are  evolved,  and  the  soft  brown  mass  inus  formed  is  treated  with  ether, 
which  extracts  resin  and  an  orange-yellow  crystalline  mass,  leaving 
bibromindin  in  the  form  of  a  violet-black  powder.     (Laurent.) 

Properties.  Prepared  according  to  1  and  3,  it  is  a  violet-black  powder; 
prepared  ficcofding  to  i,  it  is  blackisli  fed. 

Decompositions.  1 .  When  bibromindin  is  heated  between  two  plati- 
num covers,  tne  greater  ^arl  chars.  Placed  on  glowing  charcoa],  it  yields 
a  sublimate  of  shining  copper-coloured  lamiiiaB.  which  appear  viofet  by 
transmitted  light  under  the  microscoj[>e.  (Laurent.)  —  2.  It  blackens 
when  treated  with  potash;  if  water  is  added  and  the  whole  boiled,  the 
bibromindin  gradually  dissolves  and  forms  a  yellow  solution,  from  which 
acids  preci{)itate  yellow  flakes.  When  it  is  boiled  with  alcohol  and  solid 
hydrflte  of  {>otash,  a  blackish  fed  solution  is  formed  from  which  water  or 
hydrochloric  acid  precipitates  violet-coloured  bibromindin.     ( Laurent") 

It  is  slightly  soluble  in  alcohol  (Erdmann,  Laurent),  and  in  ether. 
(Laurent.) 


Chlorindin. 

C»N»C1»HH)*. 

Erdmann.     3.  pr.  Okem.  22,  264;    Pharm.  Centr.  1841,  211. 

Formation.    From  chlorisatyde,  by^the  action  of  heat,  or  by  treating 
it  witli  potash. 
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Pr^Mration.  1.  Chlorisatjde  is  heated  to  200^^  and  the  product  is 
freed  from  chlorisatin  and  undecomposed  chlorisatjde  by  boiling  alcohol. 
— •  2.  Chlorisatyde  is  dissolved  in  warm  potash^  and  allowed  to  cool;  and 
the  mother-liquor  is  poured  off  from  the  deposit  of  chlorisatate  of  potash 
and  mixed  with  acetic  acid,  which  precipitates  yellow  chlorisatic  ada.  On 
subsequently  heating  the  filtrate  with  hydrochloric  acid,  it  assumes  a  deep 
orange  colour  and  deposits  violet  flakes  of  ohlorindin^  which  are  filtered 
firom  the  hot  solution. 

m 

PropeHies.  Ghlorindin  forms  a  dirty  violet  povder^  insoluble  in 
water  and  in  hydrochloric  acid. 


32  0   

(1)               W 
MM    57*04    ....    67*43 

2N  

28      ....      8*46 

2  CI  

70*8  ...,    21*40    .... 

....    22*34 

8H  

4  0   

32     ....      9'67 

• 

C«N«CPH80*..:.... 

330*8  ....  100*00 

It  dissolves  in  potash  and  forms  a  yellowish  solution  with  which 
hydrochloric  acid  gives  a  yellow  precipitate^  soluble  with  yellow  colour 
in  water. 

Ghlorindin  is  insoluble  in'alcohol. 


Bichlorindin, 

C«N*C1*HW. 
Ebdicahn.    J.  p7\  Ohem.  22,  264. 

Produced  firom  bichlorisatyde  :  1.  By  the  action  of  heat  below  200^; 
2.  By  the  action  of  potash  (p.  102). 

Preparation,  Bichlorisatyde  is  heated  to  200^,  and  chlorisatin  and 
undecomposed  bichlorisatyde  are  extracted  from  the  product  by  boiling 
alcohol.  — 2.  Bichlorisatyde  is  dissolved  in  warm  potash  and  allowed  to 
cool,  the  precipitate  of  bichlorisatate  of  potash  is  filtered  off,  and  the 
filtrate  mixed  with  hydrochloric  acid.  The  dirty  yellow  precipitate 
thus  formed  is  boiled  with  water  and  then  with  alcohol,  which  dissolves 
bichlorisatic  acid  and  leaves  violet-ooloured  bichlorindin  undissolved. 

Properties.    Exactly  like  chlorindin. 


Nitrindin. 
C»N»X«H»0*. 

Laubbnt.  (1841.)  iV.  Ann,  Cliim.  Phys.  3,  478;  /.  pr.  Chem,  25,  452; 
Pharm.  Centr.  1842,  258;  Compt.  chim.  1849,  198;  J.  pr.  Chem. 
47,  161. 

For^nation,    By  boiling  indin  or  hydrindin  with  nitric  acid.     Isatyde 
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and  snlphasatyde  probably  also  yield  nitrindin  when  boiled  with  nitric 
acid. 

TvefpatoiMm,  Indin  boiled  with  nitric  acid,  is  conyeried  into  a  yiolet 
powder,  with  evolntion  of  red  yaponrs.  If  the  boiling  is  continued  too 
long,  the  powder  redissolves  and  water  precipitates  only  a  small  quantity 
of  yellow  matter  from  the  yellow  solution.  The  product  is  washed  with 
water,  and  then  with  boiling  alcohol  and  ether,  by  which  a  small  quantity 
of  a  yellow  substance  is  extracted* 

Propefiief.    Bright  yiolet  powder. 


32  C  

Laurent, 
a.               h. 
52*14    ....    54*1 

4N  

.....    56    ....    15'91     .. 

15*50    ....    15*6 

8  H  

fl                   9*97 

2*52     ....       2-5 

12  O  

96    ....    27-28    .. 

29-84    ....    27-9 

C^*H»0»    ... 

352     ....  100*00    .. 

100-00    ....  100-0 

Deeampoiiiwns.  1.  Nitrindin  decomposes  pretty  rapidly  when  heated 
in  closed  yesseb,  and  leayes  a  residue  of  bulky  charcoal,  which  glows 
eyen  out  of  contact  with  the  air.  —  2.  It  is  gradually  decomposed  by 
boiling  nitric  acid.*— 8.  It  dissolyes  in  potash,  forming  a  deep  brown 
solntion>  from  which  hydrochloric  acid  sometimes  throws  down  undecom- 
posed  indin  and  sometimes  yellow  flakes,  especially  if  the  solution  has 
been  boiled.  —  4.  With  sulphite  of  ammonia  it  behayes  like  indin,  — 
Ammonia  is  without  action  upon  it. 

Nitrindin  is  insoluble  in  water,  and  but  yeiy  slightly  soluble  in 
alcohol  and  in  ether. 


Hydrindin. 

Laubbnt.  (1841.)  ilT.  Ann.  Chim.  Fhys.  3,  475;  J.  pr.  Chem*  25 
449;  Fharm.  Cemtr.  1842,  257;  Gampt,  Chim.  1849,  199;  J.pr. 
Chem.  47>  162. 

Formation,  By  the  action  of  alcoholic  potash  npon  indin«  isatan, 
isatyde,  sulphisatyde,  and  bisulphisatyde. 

Freparation.  1.  Indin  moistened  with  alcohol  is  warmed  with  strong 
potash,  until  the  solution,  which  is  at  first  black,  bas  become  colourless; 
and  the  crystals  of  hydrindin-potash,  which  separate  out  on  cooling,  are 
completely  freed  from  potash  by  water.  —  2.  When,  isatyde  is  treated 
with  potash  and  a  little  alcohol,  a  beautiful  rose-coloured  solution  is 
formed,  which,  when  mixed  with  hydrochloric  acid  and  gently  eyapo- 
rated,  becomes  yellow,  and  deposits  on  cooling  a  mixture  of  isatin  and 
hydrindin,  from  which  the  isatin  is  extracted  by  treating  with  a  little 

"^  a  2  Atoms  of  Indin  +  2HO. 
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boiling  alcoHoI.  Sometimes  wben  indiu  is  treated  witb  alcobolie 
potash  black  crystals  of  iDdin -potash  separate  out.  (See  also  p.  99.) — 
3.  Salphisatbyde  dissolves  completely  in  gently  heated  potash,  and  on 
cooling;  liydnndin-potasli  sometimes  separates  out  In  beautiful,  small, 
pale  yellow  crystals:  sometimes^  however,  ihe  solution  solidifies  iiito  a 

quantity 

potash  XL  ^ -.. ^-— -— ^ 

deposits  a  small  quantity  of  hydrindin,  Ibgelber  wuli  a  siioslaiice  whicli 
is  perhaps  indin. 

Properties.  Hydrindin  forms  a  white  or  pale  yellow  powder.  When 
dissolved  in  bdillng  alcohol,  it  separates  from  the  solution  on  cooling  In 
small  rhombic  or  six-sided  needles. 

I.  Laurent. 

64  C 384  70-85 

..4N   56  10-33 

%Z  H  ...; : 22  4-06 

10  O   80  14-76 

e«N*H«0»«   ...„.;...:.....;.;....  542    ....:...  lOO^OO 

..ti:  LaiU-eiit. 

hi  €  ..;:....::::.: : 384  ...:    70-59  ;:.:....    69-80 

i4  W : 56  ....    10;89  10-ZO 

?jlB 24  4-41  4-35 

.10  O  „ „.; ...    80    .«-     14-71     14-65 

■*  ■  --    -    .-•...  

CWNm»0«>  +  2Aq 544     ....  160-00 loOOO 

Gernardt  {iraiti  iii»  619)  prefers  the  calculation* No.  ii,.  since,  acfordiag,  <jo 
Laurent's  formula  i,  the  analysis  gives  too  much  hydrogen ;  this  opinion,  however^ 
is  not  in  accordance  with  the  analysis  of  the  potash-compound.  According  to  ii, 
hydrindin  »  2  At.  Indin  +  2H.     (L.) 

DecomponUons.  When  hydrindin  is  carefully  heated  above  300^,  it 
turns  violet-brown  and  fives  off  4  atoms  of  water ;  the  residue  behaves 
with  alcoholic  potash  like  indin.  —  2.  With  b6i1iii|  nitric  acid  it  forms  a 
violet  powder,  similar  to  nitrindin. 

. .      ■  ^  «    .  .1 

Combinations.    It  is  insoluble  in  water. 

Hydrindin  potash. —  When  hydrindin  is  dissolved  in  warm  potash, 
this  salt  separajtes.  out  on  cooling  in  beautiful,  short,  brilliant;  psAe  yellow 
prisms,  or  in  silky  needles.  If  to  the  solution  of  the  prisms  in  boiling 
alcohol  containing  a  little  potash,  a  small  quantify  of  water  is  added,  the 
whole  solidifies  on  cooling  into  a  magma  of  crystalline  silky  needles.  A 
larger  quantity  of  water  removes  all  the  potash. 

I* 

64  C 

4N 
27  H 

K 

16  O 


Oo4       .... 

...     60*54 

56      

...       8-83 

27      

...      4-27 

39-2  

...      6-18 

128      

...     ^0-18 

C^N^H^KOW  4-  6Aq 6342  lOO'OO 


FLAVINDIC  ACID.  ^1 

II*  Laurent. 

64  C 384      ....  62-11     60-00 

4  N     56      ....  9-06 

27  H     ^ 27      ....  4-37     4-27 

K     89-2  ....  6-34     5-62 

14  O     112     .^.  1812 


Ce*N<H»K08  +  6Aq 6182  ....  10000 

Hjdritiditi  is  8lij[htly  soliible  in  boiling  alcohol. 

tlavindin. 

Laurent.     Compt,  ekirn.  1849,  200;  J.  pr.  Chem,  417 y  163. 

tbrmatton.  By  Heating  itiiliii  or  bisalpUigat^dS  VitH  alcohoIlS 
potash. 

Preparation,  .The  mother-Uqaor  from  hydrindin;  prepared  according 
to  1  or  2,  is  mixed  with  an  acid^  and  the  precipitate  thus  formed,  which 
is  a  mixtare  of  sulphnr,  hydrindin  (sometimes  also  indin),  and  flavindin, 
is  thrown  on  a,  filter,  and  treated  with  weak  .ammoniacal  wat^r,  which 
dissolyea  the  flavindin.  The  filtrate  is  precipitated  with  hydrochlorio 
acid;  and  the  precipitate  of  flavipdin  wished,  and  dried.  —  It  is  f9rmed 
more  abundantly  when  the  solntion  in  Itlcdholic  potash  has  been  boiled 
for  a  long  time. 

Proptiiles.     Fiavinclin  is  of  a<  pale  yellow  coloar ;  it  crystaiiises  from 

alcohol  in  needles,  united  in  tne  form  of  stars.  | 

I 

Laurent.  i 

48  C  288    ....    ^3-28    ........    72-5d 

8  1* 42     ....     10-68  , 

15  H 15   3-aa  : s-92 

6  O  .^ 48    ....     12-22 

c«N3rt»*o« 3^3  ....  liio-od 

Isomeric  with  indigo-blue  and  indin. 

Flavindin  when  heated  is  almost  entirely  converted  into  d  body  which 
crystallises  in  needles  fesen^bliug  benzoic  acid. 
It  is  slightly  soluble  in  boiling  water. 


FlaTindic  Acid. 
C"N»H«0"  =  3C"NH^0*I 

tiAtJRENT.     Compt  ckim.  1849,  200. 

I 

The  solntion  of  flavindin  in  ammonia  forms,  with  nitrate  of  silver,  a 
yellow  precipitate,. which  yields  42-2  per  cent  of  silver  on  ignitioii,  cor- 
responding to  the  formula  O'N'^H^Ag'O".  (The  calculated  percentage 
is  41*8.) 

*  —  3  Atoms  of  Indigo-blue. 
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Indigo-white. 

^  C«N»H»0*  =  C»N»H"0*,H*. 

Proust.    1805.    GUh.  25, 451. 

Cheyreul.    Ann.  Chim.  66,  8;  68,  284;  OUb.  41«  345;  42,  815;  DicL 

fe.  not.  2Z,  891. 
Berzblitjs.    Aujl.  7,  204;  Fogg.  10,  126. 
LiEBiG.    Mag,  Fharm,  IB,  192;  Schw.  51,  60. 
Dumas.    Ann.  Chim.  Phys.  63,  265;  J.  pr.  Chem.  10,  222. 

Cohurleu  Indtgo,  deo^dUed  IndiffOt  reduced  Indigo,  Indigogen^  IndigoHne, 

The  formatioii  of  indigo-white  by  the  action  of  nascent  hydrogen,  appears  to  have 
heen  first  remarked  by  Proost.  Chevreul  was  the  first  to  isolate  it.  Concerning  the 
opinion  that  indigo-white  is  contained  in  the  sap  of  the  indigo-plant,  see  page  36. 

■ 

Mnnatum.  By  the  action  of  deoxydising  agents  upon  indigo-blue  in 
the  presenoe  of  alkalis  (p.  44). 

Preparation,  Commercial  indigo,  purified  by  boiling  with  hydro- 
chloric acid,  next  with  strong  potash,  and  afterwards  with  alcohol,  is 
mixed  with  freshly  prepared  hydrate  of  lime  (2  parts  of  quick  lime  to 
1  of  indigo)  and  placed  in  a  closed  vessel  with  1 50  parts  of  boiling  water, 
after  which  sulphate  of  iron  equal  to  one-third  the  weight  of  the  indiffo  is 
added,  and  after  the  yessel  has  been  closed  the  whole  is  carefully  shaken. 

(Dumas  employed  a  small  cask  holding  about  100  litres,  in  which  he  rednced  half  a  kilo- 
gramme of  indigo-blue.)  After  two  days,  the  solution  is  decanted  by  means  of 
a  syphon  into  flasks  filled  with  carbonic  acid,  and  when  the  flasks  are 
nearly  full,  they  are  completely  filled  with  boiling  dilute  hydrochloric 
acid,  corked  up,  and  placed  in  a  yessel  containing  cold  water.  The  air 
is  thus  prevented  from  obtaining  access  to  the  indigo-white,  which  sepa- 
rates out  in  white  crystalline  flaJces.  After  the  indigo-white  has  setUed 
down,  the  solution  is  drawn  off  with  a  wide  syphon,  and  the  deposit  is 
thrown  upon  a  filter,  which  is  covered  with  a  bell-jar,  into  which  a  stream 
of  hydrogen  or  carbonic  acid  is  passed.  The  filter  is  washed  with  water, 
which  hf^  been  well  boiled  and  then  corked  up.  Indigo-white  is  yery  easy 
to  wash,  and  if  the  deposit  is  allowed  to  stand  for  sereral  days,  it  becomes  so  consistent 
that  it  may  be  washed  in  the  air  without  becoming  deeply  coloured ;  warm  water  greatly 
accelerates  the  conversion  of  the  indigo-white  into  indigo>blne.      After  the  contents 

of  the  filter  have  been  washed,  they  are  spread,  while  still  moist,  upon  a 
glass-plate  and  dried  in  vacuo.  When  the  indigo-white  is  dry,  carbonic  acid 
.  is  allowed  to  flow  into  the  receiver  of  the  air-pump,  in  order  that  the  pores 
of  the  dry  mass  may  become  filled  with  the  gas.  (Berzelius,  Dumas.)  — 
8  parts  of  indigo,  which  have  been  purified  by  boiling,  are  digested  for 
24  hours  with  5  parts  of  hydrate  of  lime,  4  parts  of  sulphate  of  iron,  and 
120  parts  of  water,  in  a  closed  flask  filled  with  hydrogen,  and  the  whole 
is  frequently  shaken  till  the  deposit  assumes  a  greenish  yellow  and  the 
solution  a  reddish  yellow  colour.  The  lime  is  precipitated  from  the  latter 
with  carbonate  of  potash,  and  the  clear  solution  is  decanted  by  means  of 
a  syphon  filled  with  hydrogen,  into  a  flask  containing  a  mixture  of  hydro- 
chloric acid  and  sulphite  of  ammonia.    The  thick  white  precipitate  which 
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is  thus  formed  is  filtered  out  of  contact  with  the  air,  washed  with  water 
contaiDing  a  little  sulphite  of  ammonia,  and  dried  at  100^  in  a  stream  of 
hydrogen.  In  this  process,  the  surface  of  the  white  indigo  becomes  oxi- 
dised, and  the  lower  part  becomes  dirty  white.  (Liebig.)  —  Chevreul 
extracted  commercial  woad  first  with  water  and  then  repeatedly  with 
boiling  alcohol;  when  the  alcohol  was  distilled  from  the  alcohllic  extract, 
purple  UminsB  were  first  deposited,  and  then  when  the  solution  was 
allowed  to  cool  slowly,  white  grains  and  flakes,  which  turned  blue  in  the 
air.     He  considered  this  product  to  be  indigo- white. 

Properties,  Greenish  white  (probably  auite  white  when  perfectly 
pore),  with  a  slightly  silky  lustre.  (Berzeiius.)  Inodorous,  tasteless, 
and  without  action  upon  litmus.     (Berzeiius,  Liebig.) 

Dumai. 
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Decompositions,  1.  When  indigo- white  is  heated  in  yacuo,  a  little 
water  is  evolved,  a  small  quantity  of  indigo-blue  sublimes,  and  there 
remains  a  laree  carbonaceous  residue.  (Berzeiius.)  —  3.  When  exposed 
to  the  air  and  to  the  contact  of  various  oxygen-compounds,  it  takes  up 
oxygen  and  is  converted  into  indigo-blue.  —  Freshly  precipitated  indigo- 
white  turns  blue  immediately  when  shaken  with  water  containing  air, 
even  if  a  free  acid  is  present.  (Oiobert  maintained  that  the  presence  of 
acids,  and  even  of  carbonic  acid,  prevents  the  oxidation.)  After  wash- 
ing, and  while  still  moist,  it  becomes  purple  through  its  entire  mass  on 
exposure  to  the  air,  unless  it  is  rapidly  dried.  When  dry,  it  must  be 
exposed  to  the  air  for  several  days  to  become  entirely  oxidised,  first 
becoming  bright  bloe,  and  then  dark  blue  throogh  the  entire  mass.  It 
cannot  be  preserved  in  sealed  tubes,  since  the  air  contained  in  its  pores 
is  sufficient  for  its  conversion  into  indigo-blue.  Dry  indigo- white  exposed 
to  the  air  at  a  gradually  increasing  temperature  suddenly  becomes  dark 
purple.  —  When  a  cupric  salt  is  added  to  an  alkaline  solution  of  indigo- 
white,  a  salt  of  the  alkali  together  with  indigo-blue  and  cuprous  oxide 
are  formed;  the  latter,  on  the  addition  of  sulphuric  acid^  is  decomposed 
into  cupric  oxide,  which  dissolves,  and  a  residue  of  metal.  —  3.  Indifi^o- 
white  precipitated  from  an  alkaline  solution  by  nitric  acid,  is  turned  blue 
by  a  slight  excess  of  the  acid,  and  then  more  completely  decomposed. 
(Berzeiius.)  —  Indigo-white  dissolves  instantly  in  sulphuric  acid,  and 
imparts  to  it  a  dark  purple  colour,  which  passes  to  blue  on  dilution. 
According  to  Berzeiius,  the  indigo-white  is  oxidised,  and  part  of  the 
sulphuric  acid  converted  into  hyposulphuric  acid. 

Chmbinations.     Indigo-white  is  insoluble  in  water,  and  in  such  acids 
as  do  not  decompose  it. 

With  Metallic  Bases.     Indigo-white  combines  with  most  metallio 
bases,  forming  compounds  which  oxidise  rapidly  in  the  air;  those  which 
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are  inaoliible  are  p^4i^^  f  ^®.  ^^  rapidly  on  ftpcoui^t  of  ^heir  mo^e  finpl^ 
divided  state. 

Indigo-wbite  dissolves  readily  in  all  aqueqaq  olkaKs  and  also  in  the 
aqneous  carbonates  of  amnioni%  potash,  and  Qoda^  apd,  according  to 
tiiebig,  without  depriving  them  of  their  all^alme  reaction.  The  cold 
solutions  are  pure  yellow,  the  warni  and  highly  concentrated  solutions 
burnt  yellow.  The  air  immediately  separates  indigo-blue  from  them;  and 
as  t}ie  surface  becomes  blue,  a  barker  coloration,  w|iich  passes  to  b^mi 
yellow  and  red,  maybe  obsefVed  directly  beneath  i^.  If  the  solution  con- 
tains at  the  same  time  a  reducing  agent,  the  indigo-blue  formed  by  the  action 
of  the  air  is  continually  reduced  by  its  agency  and  redissolved.  (Berzelius.) 

Indigo-white  forms  with  lime  a  neutral  compound  readily  soluble  in 
water,  and  a  basic  compound  which  is  almost  insoluble;  this  latter  is 
precipitated  when  the  solution  of  the  more  neutral  body  is*digested  with 
hydrate  of  lime,  or  when  indigo  is  digested  with  water,  sulphate  of  iron, 
and  an  excess  of  Hme.  The  precipitate  of  gypsum  and  hydrated  sesqui- 
oxide  of  iron  which  is  formed'  at  the  same  time,  may  be  readily  suspended 
in  water  and  separated  by  levigation.  The  basic  compound  is  of  a  lemon* 
yellow  colour,  and  very  slightly  soluble  in  water,  to  which  it  imparts 
a  yellow  colour.  On  exposure  to  the  air,  it  first  turns  green  and  then* 
bright  bine.     (Berzelins.) 

This  compounds  of  indigo-white  with  the  eart?u  and  heavy  metallie 
oxides  are  obtained  when  a  suitable  crystalline  salt  of  one  of  these  bases 
16  added  to  an  aqneous  alkaline  solution  of  indigo-white.  —  The  compound 
of  indigo- wbite  and  maanedia,  obtained  from  sulphate  of  magnesia  is,  on 
account  of  ils 'slight' solubility,  partly  ttrown  down  as  a  white  precipi- 
tate/ and  partly  tetnaius  dissolved  in  the  aqueous  solution,  to  which  it 
imparts  a  yellow  colour;  it  turns  blue  on  exposure  to  the  air.  —  The 
compound  of  indigo-white  ru^* alumina  is  white,  but  rapiqly  tiirns  blue 
on 'the  filter;  if  it  be  then  dried,  it  forms  a  dark  blue  crystalline  powder 
which  sparkles  in  sunshine;  indigo-blue  may  be  very  reaclily  sublimed 
from  it  and  a  grey  earthy  residue  tlien  remains.     j[Berzelius.) 

'The  compouna  of  indigo-white  with  protoxide  of  mangane^s  is  dirty 
green;*  when  dried  in  the  air  and  heated,  it  does  not  yield  any  sublimate 
of  in<iigo-blue.  (6erzelius.)  —  I'he  compound  with  oxide  oftinc  is  white, 
but  rapidly  turns  })Iue  on  exposure  to  the  air,  and  then  yields  a  sublimate 
of  indigo-blue  on  Keating.  (Berzefius.)  ~  The  compound  with  oxide  of 
leac(iB  white"  and  slightly  crystaillne;  it  turns  rapidly  blue  on  exposure  to 
the  air,  and  if'  it  be  then  heated,  detonates  slightly,  and  yields  reduced 
lead.  —  The  compound  with  prototide  of  \ron  is  white,  but  quickly  turns 
blue  on  exposure  to  the  air;  if  it  be  then  heatecj,'  it  does  not  yield  any  sub- 
limate of  ihdigo-blue.  —  I'he'  compound  witli  protoxide  ofcotalt  is  grass- 
freen,  and  when  dried  in  the  air,**does  nof  yield  any  suhfimate  of  indigo- 
lue  on  heating.  — Nitrate  of  silver  frodncea  witban  aqueous  solution  of 
the  potash  compound  a  precipitate  ^hich  is  at  ffrst  traiisparent  brown 
and  then  becomes  black;  it' is  not  acted  upon  by  the  air,  and  when  heated 
prodnces  a  gentle  explosion  and  yields  a  sublimate  of  indigo-blue  and  a 
residue  of  metallic  silver.     (Berzelius.) 

Indigo-white  is  soluble  in  alcohol,  (Liebig,  Berzelius.)  The  solu- 
tion turns  blue  on  exposure  to  the  air  and  deposits  indigo-blue. 
(Berzelius.)  —  It  is  soluble  in  ethe^*^  to  which  it  imparts  a  yellow  colour; 
the  solution  tnrns  green  on  exposure  to  the  air  and  then  inclines  to 
purple,  but  does  not  begin  to  deposit  indigo-blue  until  a  large  quantity  of 
etber  has  evaporated,    (fierzelius.) 
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SnlphophoBnieic  Acid. 

C"N'p'°p'0»  =  p"N'I^"Of,  gSQ". 

Cbum.     Ann.  PhU.  Febr.  1823;  ScAw.  38,  50. 

Beezelihs.     Leirb.  4ut.  2,  70;  Foffg.  10,  138. 

DniiAB.     JV.  Ann.  CMm.  Phyt.  g,  2g4;  .?.  |)/-.  pA«n.  ?4,  ?pft;  i'iflfW. 

Cbtfr.  Jg4),  598. 
Haffblt. 

Indigo-pm^t,  PA»aHn,  SvIpAopurfvrit  Acid,  PiOniciiuehwff^fiSure. 

Formed  when  sulphuFJc  acid  ia  allowed  to  act  qpon  iiidigo  for  a  short 
time,  or  Qot  in  exooBS  (p.  43). 

Piyparation.     1  part  of  indtgo-blue  ia  arts 

of  strorfg  sulphuric  ati^,  aQiT  kept  for 'tlire  50° 

,or60';'  tbd'^iution  IB  then  <i ilu ted' with '«  sul- 

phophienicio  acid  filtered,  wasbed  with  dil  ried 

iiiati'bil-batt  at  80"— 100";tbe't«mper«cu're  aa.) 

— 2.  Powdere'd  indigo'ie  purified  %y  boti  cid, 

and  tbed  dhaked  np  with  ftom  7  io  8'  pa  till 

the  mixture  becomes  ohve-green.     The  h  a 

very  large  qoantity  of  water,  and  the  precipitate  of  Bulpho[>ticenioic  acid 
is  collected  on  a  filter  and'  washed  with  water,  w|iicb  becomea  more 
deeply  bliie  in  proportion  as  the  sulpuurlo  acid  ia  removed.  The  last 
filtrate^  are  evaporated  to  dryueea.  (Cruni.)  Bereelius  uses  pare  indigo- 
blue.  —  3.  As  the  extraction  of  the  sulphophcenicic  acid  on  the  filter 
according  to  ( 1*)  is  a  very  slow  process,  &bd  when  tlie  greater  part  of  the 
indigo-blue  is  converted  into aiilphopFifflnicic acid  by  the  prolonged  action 
of  the  autpbiinc  acid,  water  wi)t  no  longer  pass  through  the  filter,  the 
fotloH'ing  method  moiy  be  employed,  which  yields  a  more  abundaiit, 
though  less  pure  product.  —  1  part  of  powdered  indigo  is  shaken  in  a 
flask  with  10  parts  of  strong  salphuric  acid,  till  the  blue  colunr  which 
the  indigo  had  at  first  lost  ia  oompfetelr  restored.  For  tbla  porjuse, 
from  |0  to  12  hours  are  reqaixite  at  7°,  3  noara  in  the  |ieat  of  the  sun, 
20  ibinnfes  at  38°,  <ipd  a  few  momenta  at  1 00°.  A  large  quantity  of 
*at«f  is  added;  the  ^oli^tilin  is  filtered;  and  the  precipitate  is  taken  from 
%]ib  Alter  Jib's' 'washed  by"  decatitation  with  water'  containing  sufficient 
chloride  of  ani'nioiiiiJm  to  prevent  it  from  diesolvitig  the  sulpliophco' 
nioic  acid.  The  solution  of  chloride  of  ammonium  la  allowed  to  run 
from  the  filter,  and  the  precipitate  ia  removed  and  suspended  in  a  large 
qnantity  of  water.  'After  tUree  days,  tie  solution  is  poured  oi  and  the 
water  is  renewed  aa  long  as  sulphophoenicic  acid  continues  \o  dissolve. 
The  sulpbophfEiiicic  acid  is  then  prcci^pitated  from  the  decanted  solutions 
by  chloride  of  potassium,  and  the  precipitate  is  washed  on  a  filter  with 
Water  as  long  as  the  water  contmues  to  pass  through,  —Sulphophcenicic 
acid  thus  obtained  contains  a  little  potBah-salt  and  a  large  quantity  of 
earth^  matter;  after  drying,  it  is  uo  lunger  soluble  in  water.     (Crura.) 

Haffely  triturates  t  part  of  finely  powdered  iudie;o  with  gp  ^arts  of 
Gominon  sulphuric  acid;'  allows  the  whole  io  stami  for  some  time,  till 
ft  divp  of  the  Bolation,  which  is  at  first  blue,  colours  water   Qt  fapei 
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violet;  and  then  mixes  the  aolntion  with  a  large  quantity  of  water:  the 
action  of  the  sulphuric  acid  is  promoted  by  heating  the  whole  to  40^  If 
less  sulphuric  acid  is  used,  it  must  be  heated  more ;  if  only  3  parts  of 
sulphuric  acid  are  employed  for  1  part  of  indigo,  the  latter  is  not  coni- 
pletely  conyerted  into  sulphophenicie  acid.  If  fuming  sulphuric  acid  is 
nsed,  it  is  not  easy  to  discover  when  the  reaction  is  ended . 

Properties,  Sulphophoenicic  acid  forms  a  blue  mass  (Cmm)  ;  a 
pnrple-red  powder.    (Berzelius,  Dnmas.) 

Dumas. 

32  C  192  ....    56-14    65-11 

2  N  28  ....  8-19 

10  H 10  ....      2-92    3-00 

2  SO" 80  ....    23-39    24*20 

4  O 32  ....  9-36 

C«N«H»0*,2S0» 342    ....  100-00 

DeoomposUiane.  1 .  It  dissolves  readily,  with  blue  colour  in  sulphuric 
acid,  especially  in  the  fuming  acid,  being  at  the  same  time  gradually 
converted  into  snlphindigotic  acid. 

2.  With  a  large  quantity  of  soda-ley,  it  forms  a  yellow  solution 
which  turns  blue  if  immediately  mixed  with  sulphuric  acid  of  66^  fi.  but 
if  oil  of  vitriol  is  added  after  24  hours,  it  produces  a  whitish  precipitate. 
(Oros-Renaud,  DingLpoL  J.  129,  288.) 

Addition  to  Suipkindigotic  Acid.  When  tnlphindigotate  of  potaih  is  stirred  up 
with  water,  and  caaatic  aoda  of  38**  B.  ia  added,  a  de^  yellow  aolation  is  formed, 
containing  in  snapenaion  a  blaek  precipitate,  which,  if  thrown  on  a  filter  and  washed, 
oolonra  the  water  blue,  and  the  more  deeply  the  weaker  the  alkaline  reaction.  If  the 
yellow  aolation  together  with  the  precipitate,  ia  immediately  mixed  with  anlphuic  add, 
a  blue  liquid  is  formed,  which  becomes  green  after  24  hours,  and  then  violet,  and 
dyea  wool  blue.  After  the  lapse  of  48  hours,  an  intensely  red  aolution  is  formed  with 
sulphuric  acid ;  and  if  carbonate  of  soda  is  added  to  this  solution  till  but  little  acid  reaction 
is  left,  it  dyes  wool  dark  rose-red  or  amaranth-red.  This  colouring  matter  is  removed 
finom  the  wool  by  sulphuric  acid  ;  it  forms  with  caustic  soda,  a  yellow  solution,  which 
after  24  hours,  becomes  amaranth-red  on  the  addition  of  sulphuric  acid.  If  caustic 
soda  is  allowed  to  act  for  three  days  upon  indigo-red,  a  red  solution  and  a  brown 
precipitate  are  formed.    (Gros-Renaud.) 

8.  The  solutions  of  the  sulphophosnicates  are  reduced  to  yellow  liquids 
by  heating  with  sulphuretted  nydrogen,  by  sulphate  of  iron  and  lime,  or 
by  caustic  alkalis.  The  reduced  solutions  turn  blue  on  exposure  to  the 
air,  and  on  the  addition  of  other  salts,  the  salt  of  sulphophoBnicic  add 
is  precipitated  unchanged.    (Berzelius.) 

Combinations.  Sulphophosnicic  acid  is  soluble  in  water,  to  which  it 
imparts  a  blue  colour. 

The  StUpAophcenieaies  are  precipitated  from  the  aqueous  solution  of 
the  acid  by  the  addition  of  otner  .salts.  When  dry  they  are  red;  their 
aqueous  solutions  are  blue.  They  dissolve  very  sparingly  in  water,  but 
more  readily  in  alcohol.     (Cmm,  Berzelius.) 

When  Sulphophosnicate  of  Ammonia  is  heated,  it  evolves  sulphurous 
acid  together  with  sulphite  of  ammonia  and  a  red  vapour,  which  yields 
a  sublimate  like  indigo-blue.  Thb  sublimate  is  oiten  bright  green 
on  the  lowest  edges,  like  the  wing-cases  of  cantharides,  and  turns  brown 
when  burnished.    (Berzelius.) 
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Sulphophcenicale  of  Fotash.  —  The  aqueous  solution  of  the  acid  is 
precipitated  by  a  solution  of  acetate  of  potash  and  the  flocculent  purple 
precipitate  is  washed,  first  with  aqueous  acetate  of  potash  and  then 
with  alcohol.  It  dissolves  in  100  parts  of  water.  When  ignited  it 
leaves  21-4  per  cent.  K0,80».  (Dumas.)  (The  formula  C»N»H«KO*, 
2S0'  +  2Aq  requires  21;9  per  cent.  KO,  S0>.) 

Common  salt  precipitates  sulphophoenicic  acid  prepared  bj  the 
second  method^  from  its  solution  in  60  times  its  weight  of  water;  sulphate 
of  magnesia,  sulphate  of  zinc  and  sulphate  of  copper  precipitate  the  acid 
from  2000  times  its  weight  of  water;  protosulphate  of  iron,  from  3000 
times  its  weight;  and  chloride  of  calcium  and  alnm,  from  8000  times  its 
weight     (Crum.) 

When  a  solution  of  indigo  in  sulphuric  acid  is  saturated  with  carbo- 
nate of  lime  and  the  precipitate  washed,  there  remains  a  red  mixture  of 
gypsum  and  snlphophcenicate  of  lime.  If  the  gypsum  is  decomposed  by 
digestion  with  carbonate  of  potash  and  the  resulting  carbonate  of  lime 
dissolved  with  hydrochloric  acid,  the  sulphophoBuicate  of  lime  may  be 
extracted  from  the  dark  red  residue  by  a  largo  quantity  of  boiling 
alcohoL     (Berzelius.) 

Sulphophoenicic  acid  forms  a  blue  solution  with  alcohoL     (Crum.) 


Isatan. 

C^N»H»0«.* 

Laurent^    Eev.  tcient.  10^  298;  J.  pr.  Cffiem,  28,  346. 

Isatan  is  sopietimes  formed  when  bisulphisatyde  is  boiled  with  bisul- 
phite of  ammonia,  as  a  white  powder,  whicn,  when  it  is  mixed  with  the 
needles  which  are  commonly  formed  by  a  similar  treatment  of  sulphisa- 
tyde,  must  be  boiled  with  a  rather  large  quantity  of  alcohol.  The 
residue  dissolved  in  a  large  quantity  of  alcohol  yields  crystals  on  cooling, 
which  appear  under  the  microscope,  either  as  rectangular  or  pointed  ovals 
according  to  the  side  which  is  viewed. 

Laureat. 

32  C  192  ....  68-57  68-72 

2  N  28  ....  10-00  10-50 

12  H 12  ....  4-28  4-36 

6  0* 48  ....  17-15  16-42 


CWH^O«   280    ....  10000    100-00 

Isatan  heated  till  it  melts,  turns  brownish  red  and  yields  a  mixture  of 
isatin  and  indin: 

3C«N«H**0«  =  2C"NH«0*  +   2C>WH"0*  +  2H0. 

It  is  decomposed  by  boiling  nitric  acid,  with  formation  of  a  violet  powder 
similar  to  nitrindin.     With  alcoholic  potash,  it  forms  a  yellow  solution, 
from  which  water  precipitates  hydrindin,  and  hydrochloric  acid  a  mix- 
ture of  isatin  with  a  resinous  substance. 
Isatan  is  very  slightly  soluble  in  alcohol. 

•  =-  2  Atoms  of  Indigo-blue   +  2HO. 
VOL.  XIII.  ^ 
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C^N»H»*0»  =  2C»WHH)*,H«  .♦ 

Erdmann.     (1841.)    J.pr.  Ckem.  84,  15;  Pkarm.  (knti\  1841,  710. 
Laurent.    N.  Ann.  Chim.  Pkys,  8,  882;  J.  pr.  Chem,  ^5,  436;  F^rm, 
Centr.  1842^  248;  Compt  ckini.  1849,  20^^  Ann.  Phdrm.  12,  282. 

hatkyde. 

Formation.  Bj  the  jiotion  of  deoxidising  agente  apon  isatiii;  p.  g,  of 
nascent  hydrogen,  and  of  sulphuretted  hydrogen  : 

aC'«NH»Q*  t  aU^  ^  Ca»N«|I»'08  +  2$. 

Preparation.  1.  Powdered  isatin  is  heated  in  a  flask  with  a  piece  of 
zinp  foil,  a  large  quantity  of  water  and  a  little  sulphfiric  apid.  ^s  the 
isatin  dissolves,  it  takes  up  the  uaspent  l^ydrpgen.  %nd  is  conyefted 
intp  ^  pulverulent  isatyde,  which  is  washed  y^ith  watjBr  ap4  l^hep 
boiled  with  alcohol  to  remove  any  undecompo^ed  is^tiq  thsj,^  may 
be  present.  (Laurent.) — 2.  q,  Isatin  dissolve  con^pletely  in  warm 
sulphide  of  ammonium,'  and  the  solution  on  cooling  aeposits  a  white, 
slightly  yellow^  or  reddish  powder,  which  is  free  from  sulphur  after  it 
has  been  washed,  and  turns  pale-red  on  drying.  (Erdmann.)  —  h.  To  a 
solution  of  isatin  in  hot  alcohol,  a  little  bisulphide  of  ammonium  is  added 
and  the  mixture  is  allowed  to  stand  in  a  stoppered  bottle ;  in  a  few 
minutes  small  white  scales  begin  to  separate  out  and  continue  to  do  so 
for  several  days.  After  eight  days,  the  greyish  white  precipitate  is 
washed  with  alcohol  on  a  filter,  and  ^he  suTptiur  if}  la^l^rapted  frQip  the 
dry  residue  with  bisulphide  of  carbon.     (Laurent.) 

Properties.  Isatyde  prepared  according  tq  2  5,  forms  white  or  slightly 
grey  crystalline  laminsB,  which  appear  under  the  microscope  as  oblique 
rectangular  prisms  (Laurent);  prepared  according  to  (1),  it  forms  a  pale- 
red  slightly  crystalline  powder.  (Erdmann.)  It  is  tasteless  and 
inodorous.     (Laurent.) 

JSrdmaiui. 

32  C  192  ....  64-86  ....  68*38  68-14 

2  N  28  ....  9-46 

12  H  12  ....  4-0»  ....   4-34  4-42 

8  0  64  ....  2163     

C>WH»308 29^    ....  100-DO 

Erdmann.  I^orent. 

{2b.)  (1.) 

32  C  -67-60    ....     66-9ff    65-?8    ....    ^4-6 

2N  ....                 9-50 

12  H  4-39    ....       4*37     4-10     ....       4-0 

8  Q  .^ ^1-12 

C«N«U»30« ....  lOQ-00 

Brdmaim  examined  Tarions  preparations  of  isatyde  obtained  according  to  2  a.;  he 
apngned  to  it  th?  formuU  CWKHW  («  CWNSH«0»},  wbiph  requifei  68-57  per  cent.  C, 
and  4*28  per  cent.  H.  According  to  Laj^ent'e  foripfilf^  it  bj^ar^  i^  Muyie  rel^tiQQ  to 
isatin  as  white  to  blue-indigo. 

*  a  2  Atom*  of  Isatin  +  ^  H. 


BIBR0MI8ATTBB.  99 

DeeoMposUians.  1.  Isatyde  softens  on  heating  and  then  turns  violet- 
brown  (forming  a  mixture  of  indin  and  iaatin?  Gerfaardt);  if  more  strongly 
heated  till  it  is  half  melted,  it  decomposes  and  yields  a  substance 
which  is  soluble  in  i^loobo),  and  is  depo8ite4  from  thp  alcoholic  solution 
on  eyaporation  in  reddish  brown  crystals,  which  are  soluble  in  potash, 
^nd  are  repr^cipitated  unchanged  by  acids.  (Laurent.)  When  isatyde  is 
heated  in  a  test-tube,  it  decomposes  and  leayes  a  residue  of  difficultly 
combustible  charcoal;  it  burx^s  in  the  air  with  a  luminous  flame.  —  2.  It 
is  decomposed  by  boiling  nitric  acid,  a  yiolet  powder  being  first  formed 
(in  all  probability  nitrindin),  which  dissolves  by  continued  bqiling  and 
the  solution  then  deposits  yellow  flakes  on  the  addition  of  water.  —  8.  It 
forms  with  alcoholic  potash,  isatic  acid  and  indin,  which,  on  continuing 
the  action,  is  converted  into  hydrindin,  flavindin  and  other  products  of 
decomposition  : 

2G»NmuO0  +  3(KO,HO)  -  2Ci^H«K0«  -t-  C^^^WKO*  +  6H0. 

(Compare  Gerhardt,  TraiU  8»  609.)  On  treating  isatyde  with  alcoholic 
potash,  Laurent  obtained  a  beautiful  rose*coloured  solution,  from  which 
isatiii  and  hydrindin  were  precipitated  on  the  addition  of  hydrochloric 
acid  (p.  89);  in  a  second  experiment,  the  solution  deposited  black  crystals 
of  indin-potassium;  in  a  third  experiment,  on  heating  the  solution  and 
adding  water,  a  dirty  rose-coloured  oil  separated  out,  and  isatin  was  pre- 
cipitated from  the  solution  on  the  addition  of  hydrochloric  acid.  «- 
Erdmaun,  by  treating  isatyde  with  potash,  obtained  a  dark  red  solution 
which  became  colourless  when  heated,  and  yielded  a  crystalline  salt  on 
cooling;  it  gave  yellow  flakes  with  hydrochloric  acid. 

Isatyde  is  scarcely  soluble  in  water. 

It  dissolves  very  slightly  in  boiling  alcohol  and  ether. 


Bibromisatyde. 

C»N»Br*H«Q»  =  (?»N»Br*HH)',2H. 

Srdmann.     (1841.)    J.  pr,  Ckem.  22,  260  and  260. 

Prepared  from  bibromisatin  in  the  same  manner  a#  biohlorisaiyde 
from  bichlofis^tin  (p.  102). 

It  is  of  a  pale  yellow  colour,  but  becomes  rose-coloured  on  drying  at 
160^  withoat  losing  weight. 

Ai  100^  Erdmann. 

S2  C  192    ....  81*37 ^i'i2 

2N 28     ....      4-57 

4  Br 320     ....  52-29 

8  H 8     ....       1-31     1-91 

8  O  64    ....  10-46 

C«N«Br*H»08  612     ....  100-00 

Ifteatied  above  100°,  it  give^  off  water  and  turns  brown.  It  decom- 
poses below  220°  into  bromisatin,  bibromindin,  and  water. 

H  2 
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II,  Erdmann. 

32  C     192      ....  44-66     ....     41-70 

2  N     28      ....  •  6-67 

2  CI    70-8  ....  16-51 

10  H     .' 10      ....  2-33    ....      2-37 

8  S      128      ....  29-83     ....     31-09 

C«N«Cim«^S*  428-8  ....  100-00 

ft 

Calcolation  i.  u  according  to  Erdmann ;  ii.  ia  according  to  Gerhardt.  —  Compare 
Laurent,  N.  Ann,  Chim.  PAy«.  3,  382. 


Bichlorisal^de. 

0«N«C1*H»0*  =  C«NKJ1*H«0*,H». 

Erdmann.     (1839.)    Ann.  Pfiarm.  33,  l2D;  /•  pr,  GKem.  i2,  SdOj  24,  9; 

Pharm.  CerUr.  1840,  116;  1841,  2l0. 
LAtiRENT.     iV.  Ann.  Chim.  Fhys,  3,  481. 

Foi'maHm,    By  the  action  of  sulphide  of  liiniiioftiam  u|>otl  biehlo< 
risfttifi  (p.  78). 

Preparation.    It  is  prepared  from  blchlorisatin  like  chl6fisatjde  from 
chlorisatiu  (p.  100). 

Properties,    Resembles  chlorisatyde.     Assumes  a   pale  rose-colour 
at  120°. 

Erdmann. 

32  C  192      ....  44-28     44-70 

2N  28      ....       6-46 

4  CI  ^ 141-6  ....  32-66 

8  H  8      ....       1-84     2-16 

8  O  64      ....  14-76 


..•_ 


C«N^Ci^H»08 433-6        ioq-oq 

Decompontions.  1.  Bichlorisatjde  decomposes  below  220^  into  biohlo- 
risatin,  bichlorindiu,  and  water.  —  2.  It  dissolves  in  warm  potash 
without  evolving  ammonia,  even  when  air  is  excluded^  liud  forms  a 
yellow  solution,  from  which  bichlorisatydate  of  potash .  crystallises  on 
cooling.  Hydrochloric  acid  added  to  the  mother-liquor  precipitates  a 
mixture  of  bichlorisatydic  acid  and  bichlorindiu,  and  the  filtrate  from  these 
))roducts  turns  dark  orange-red  when  heated,  and  deposits  blchlorisatin 
on  cooling.  —  3.  It  is  reddened  in  the  cold  by  cold  caustic  ammonia  ;  on 
heating,  it  partly  dissolves,  and  forms  a  red  liquid  which  deposits  a  red 
powder  on  cooling. 

Bichlorisatyde  is  insoluble  in  cold  water,  and  very  slightly  soluble  in 
boiling  water. 

It  does  not  dissolve  in  cold  but  only  in  boiling  alcohol. 


SULPHtSAtYDE.  103 

fiichlorisatydic  Add. 

Erdmakk.     J.pr.  Chem.  22,  267;  Pharm.  Centr.  1841,  213. 

b  Bichhrisatit  dHd, 

FarmcUion,     By  the  actidfa  of  potaati  upon  bichlorlsatyde. 

Preparation,  The  jelldw  solatioh  obtained  bj  warming  bichlori- 
sat jde  with  potash  is  mixed  with  acetie  acid^  the  rtoalting  precipitate 
dissolTod  in  potash,  and  the  solution  precipitated  by  hydrochloric  acid. 
(If  the  solution  of  bichlorisafyde  in  potash.  16  precipitated  with  hjrdro- 
chlprie  aeid  instead  of  acetic  acid^  the  precipitate  is  contaminated  #ith 
bichlorisatin,  and  forms  a  dark  orange-red  solatiotl  with  pdtash.) 

PrcpeHm,    Light  yellow  powder,  solnble  in  boiling  water. 

Braniftiin* 
tf.  b. 

32  fc      152      ....     44-08    44-38    ....     45-4 

iN     28      ....      6-43 

4  tJl     :; 141-8  ....     82-50 

10  H     10      ....       2-30     ....:.i.      2-40    ....      2'8 

8  0 64      ....     14-69 

c«N»t:ra*»o» 435-6  ....  loo-od 

The  patash'iaU  forms  yellow  crystalline  scales,  very  similar  to  bichlo- 
risatate  of  potash.     It  is  readily  soluble  in  water  and  in  alcohol. 

The  aqueous  solution  forms,  after  a  while,  with  acetate  of  copper, 
yellow  flakes  which  dissolve  in  boiling  water  and  crystallise  out  on 
cooling;  with  acetate  of  lead  it  forms  yellow  flakes,  which  dissolve  in 
boiling  wstof  inia  kre  precipitated,  on  coolihg,  as  a  powder;  witk  nitrate 
of  silver  it  forms  yellow  flakes  which  become  brownish  on  boiling. 


Sulphisatyde. 

C»N»Hi«S'0«  =  C«N»H^^«OSH»  or  C»N»H»°S^0*,2H0. 

Laurbmt.     (I64i.)    N,  Ann,  Ohim.  Phys,  3,  463;  J.  pr.  Chem,  25,  488; 
Pharm.  Centr.  1842j  250. 

Sulphoiatyde. 

Formation.    By  the  action  of  potash  on  bisulphisatyde. 

Preparation,  tVhen  potasli  is  added,  drop  by  drop,  to  an  alcoholic 
solution  of  bisulphisatyde,  the  liquid  immediately  turns  red,  and  in  a  few 
sbcouds  yields  a  white  crystalline  precipitate.  After  the  precipitate  has 
stood  for  24  hours,  it  is  washed  on  a  filter  with  boiling  alcohol  and  then 

dried.  It  generally  haB  a  faitit  rose-coloaf,  owing  to  the  presence  of  a  Uttle 
indin.  It  ie  difficult  to  ayoid  the  formation  of  this  latter  substance,  which  is  often 
present  in  such  quantity,  that  the  product  cannot  be  used  for  the  preparation  of 
sulphisatyde. 
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Properties,  Salpbisatyde  forms  a  white,  crystalliDe,  inodorous  and 
tasteless  powder ;  it  crystallises  from  hot  alcohol  in  microscopic  rectan- 
gular scales. 


32  C  

At  100' 

• 

....    61-54 
....      8-97 
....      3-85 
....     10-25 

a...            19*09 

Laurent. 
61-70 

2  N 

28 

9-24 

12  H 

•  ■•••             Xh 

3-90 

2  S  

6  O 

32 

48 

........  ^  1104 

14-12 

C«N«H"S'0« 

....  812 

....  100-00 

10000 

Decompositions,  1.  Sulphisatydei  when  heated,  melts,  turns  red, 
swells  up,  and  decomposes,  while  sulphuretted  hydrogen  is  eyolvod,  and 
a  rose-coloured  oil  distils  over,  together  with  the  vapours  of  a  substance 
which  crystallises  in  needles;  finally,  there  remains  a  bulky  residue 
of  charcoal.  —  2.  It  is  converted  by  nitric  acid  into  a  violet  powder, 
which,  in  all  probability,  is  nitrindin;  the  solution  contains  sulphuric 
acid.  —  3.  It  is  decomposed  by  cold  potash,  with  formation  of  various 
products,  among  which  is  indin;  the  solution  evolves  sulphuretted  hydro- 
gen on  the  addition  of  hydrochloric  acid,  and  gives  a  precipitate  con- 
sisting of  sulphur  and  a  little  reddish  matter.  On  treating  sulphisatyde 
with  warm  potash,  hydrindin  is  formed. 

Sulphisatyde  is  insoluble  in  water.  Boiling  alcohol  dissolves  only 
traces,  which  separate  in  small  crystalline  scales  on  cooling.  It  is  not 
more  soluble  in  ether  than  in  alcohol. 


Bisulphisatyde. 

C»N«H"S*0*  =  C«N*H»<«*0*,H»  or  C«N«HWSH)*,2HS. 

Erdmann.     (1841.)     J.  pr.  Chem,  24,  16;  Fharm,  Centr.  1841,  711. 
Laurent.     ^.  Ann.  Chim.  Phys.  .3,  463 j  J.  pr.  Ghem.  25,  438;  Pharm. 
.     Centr.  1842,  249;  Compt.  rend,  14,  492;  Btv,  scient.  10,  298;  J.  pr, 
Ohem,  28,  346. 

Sulphiaatin.    StUph^athyde, 

ForTnation,     By  the  action  of  sulphuretted  hydrogen  upon  isatin. 

Prrparation,  When  sulphuretted  hydrogen  is  passed  through  a 
boiling  concentrated  alcoholic  solution  of  isatin,  the  liquid  becomes  pale 
yellow,  and  forms  a  crystalline  deposit,  which  increases  on  cooling,  and 
consists  of  microscopic  sulphur-crystals  and  scales  (probably  of  isatyde). 
The  solution  is  allowed  to  stand  for  a  week,  that  the  greater  part  of 
the  sulphur  may  crystallise  out;  it  is  then  poured  off  and  mixed  with  a 
little  water,  and  the  resulting  precipitate  is  removed,  as  it  contains  sulphur; 
it  is  then  shaken  up  with  more  water,  which  precipitates  the  bisulphisatyde 
as  a  brownish  grey  resinous  substance.  (Laurent.)  Erdmann  precipitated 
the  solution  which  had  been  separated  from  the  precipitate  produced  by  sulphuretted 
liydrogen,  immediately  with  water ;  the  precipitated  yellowish  white  flakes  united  into 
lumps  on  heating. 
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PropeHies,  Bisulphisatyde,  when  dried^  is  a  yellowish  grey,  inodo- 
rous, and  tasteless  powder.  It  does  not  crystallise  from  its  alcoholic  or 
ethereal  solution,  either  on  cooling  or  by  spontaneous  evaporation. 
(Lanrent.)  Dried  at  110°  it  always  becomes  bluish  or  brick-red;  if 
the  solution  is  exposed  to  the  air  for  some  time  before  the  addition  of 
water^  the  precipitate  is  brownish  red.    (Erdmann.) 


32  C 
2N 

]2H 
4S 
40 


Erdmann.        Laurent. 

192 

•••• 

58*54     .. 

53-51     ....     57-64 

28 

•••* 

8-53 

12 

•••• 

3-66     .. 

3-40     ....      3-81 

64 

•••• 

19-51     .. 

24-49    ....     20-10 

32 

•■•• 

9-76 

C»1«PH»S*0*  328     ....  100-00 

Erdmann  attributes  but  little  value  to  his  analysis.     Laurent  obtained  too  small 
a  quantity  of  carbon,  because  his  substance  contained  a  little  free  sulphur. 

Decompositions  1.  Swells  up  gtrongly  when  heated  in  a  glass  tube 
and  melts  with  eyolntion  of  sulphuretted  nydrogen  ;  at  the  same  time  a 
brown  oil  and  a  needle-shaped  sublimate  are  formed,  and  there  remains  a 
bulky  residue  of  charcoal.  —  2.  Boiled  with  strong  nitfio  acid,  it  puffs  up, 
OTolves  Jiyponitrio  acid,  and  dissolves ;  water  precipitates  yellow  flakes 
from  the  solution.  In  boiling  nitric  acid  diluted  with  its  own  bulk  of 
water,  it  puffs  up  and  gives  off  nitrous  fumes.  If  the  reddish-brown 
swollen  mass  is  treated  after  a  few  minutes  with  alcohol,  the  latter  takes 
up  a  reddish  substance,  which  is  insoluble  in  water  but  soluble  in  potash, 
from  which  it  is  precipitated  by  acids.  The  portion  insoluble  in  alcohol 
dissolves  in  potash,  and  on  neutralising  the  solution  with  an  acid,  a  white 
precipitate  is  formed,  insoluble  in  water,  and  consisting  of  microscopic 
needles.  The  liquid  obtained  by  the  action  of  nitric  acid  contains  sulphuric 
acid,  but  no  oxalic  acid.  — 3.  Bromine  acts  violently  upon  bisulphisatyde, 
with  evolution  of  bromide  of  sulphur  and  hydrobromic  acid,  and  forms  a 
yellow  mass  containing  bromindin,  an  orange-yellow  crystalline  mass,  and 
a  little  resin.  —  4.  Bisulphisatyde  dissolves  in  strong  suiphwic  acid  with 
the  aid  of  a  gentle  heat;  the  red  solution  is  not  precipitated  by  water; 
potash  colours  it  green,  but  does  not  precipitate  it.  —  5  On  treating 
bisulphisatyde  with  potash,  snlphisatyde  and  various  other  products 
(amongst  others,  indin)  are  formed,  which,  however,  cannot  be  produced 
at  will.  (According  to  Erdmann,  the  solution  deposits  a  crystalline  salt.) 
Ammonia  behaves  in  a  similar  manner.  —  AVith  bisulphite  of  ammonia 
various  products  are  formed,  amongst  others,  isatan  and  sulpbisatanite  of 
ammonia. 

Bisulphisatyde  is  insoluble  in  boiling  water,  and  very  readily  soluble 
in  warm  alcohol  and  ether. 


Sulphisatanous  Acid. 

C»«NH'SK)»  =  Ci«NHW,2S0M 
Laurent.     (1843.)     Hev.  sclent.  10,  298;  J,  2>r.  Cliem.  28,  346. 

Formation.     By  treating  bisulphisatyde  with  bisulphite  of  amwouia, 
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PrepdMtUm.  A  soltition  of  bisiilphisatyde  id  a  little  alcohol  is  boiled 
witb  bisulphite  of  ammonia,  trherenpon  the  soliition,  which  waM  at  first 
clear,  depiosits  an  abiiiidant  grejish  precipitate,  which  is  filtered  ofl*.  The 
filtrate  is  etaporated  to  Atjn^ns,  tfaO  i*68laQe  dissolyOd  Iti  watery  and  the 
Bolntidti  i^  filtered  and  cat^falljr  erapOrat^d;  it  thefi  yieldfi  i^hite  (srfstals 
of  snlphisatanite  of  amtni^iiiti.  The  crystdJd  kf^  dissdlr^d  it  alcohdi,  th6 
solution  mixed  with  alcoholic  bichloride  of  platinum;  the  chloroplatinate 
of  ammonium  filtered  off  j  and  the  excess  of  platinum  precipitated  from 
the  solution  by  sulpbitretted  hydrogen:  thS  filtrate  yields  crjrBiills  of  the 
acid  on  evaporation. 

.  FropisHiks,    Smiill  leafy  needles. 


16  C     

N    

7  H    

96 

14 

7 

....     46'07    .. 
....      6-57 
....        «S*Z!f 
...;     16-02 
....     30-05 

Laureat. 
48-5 

8-6 

2  S     

32 

ft  n 

64 

C»«NH7S208    213     ....  100-00 

tuitrent  had  too  small  a  qn^titf  to  parify  th4  rabsttace  111  a  proptt  tntitiner. 

otdphisatanUe  of  Ammonia,  •—  For  preparation  see  above.  When  tlie 
solution  will  noli  crystallise  properlyi  it  is  again  evaporated  io  *djynesS| 
and  ihe  residue  is  extracted  with  boiling  alcohol,,  from  wnich  tne  salt 
crystallises  in  «mall  prisms;  inese  are  recrystalllsed  irom  water  by  spon- 
taneous evaporation.  It  forms  large^  pale  yellow,  rignt  rectangular 
tables,  one  side  of  wticli  is  replaced  by  two  faces  inclined  to  each  otlier  at 
ah  an^le  of  93^.     It  loses  7*43  per  cent,  (or  i  atoms)  oi  water  when  drie<l 


in  vacuo  at  lOO^ 

16  C    

2  N   

drfiiattised. 

96 
28 
Id 
32 
D4 
18 

....     11-29     .. 
....     ,4-03    .. 
....     12-90    .. 
....    25-60    .. 
7-26    .. 

Lihirerit. 

.....a        9«*«r 

;     10-8 

loH   

i%    

8  0     ...:.. 
2  HO     .. 

.                        » 

::::::  lU 

* « 

'.'.'.':"       7-4 

t;»*l5JH8(Kft<)SJ<0»  +  2Aq  ....  248     ....  io()-Od 

Treated  with  hydrochloric  acid,  it  neither  etolres  Aiilphtiretted 
hydrogeii  n^r  produces  any  predpilatlf.  No  8u]^hilric  ^id  is  fornitid  dtl 
passing  chlorine  throdgU  tn&  aqueous  solution.  On  evApdrating  the 
liquid)  needled  ai«  obtitined.  —  Sulphisstanite  of  ammdniii  is  f^ily 
soluble  in  water,  somewhat  less  soluble  in  alcohol. 

Imasatin. 

Laurent.  (1842.)  iV.  Ann.  Chini,  PHlfi,  3j  486;  J.  pr.  Chem.  25,  458; 
Fharm.  Centr.  1842, 260;  Eev.  $cient,  14,  364;  18,  464;  J.pr.  Chem. 
35,  114. 

Fi>rmatum.  By  th^  aotibn  bf  aqueous  ammonia  upoii  an  alfedhblic 
solution  of  isatin  : 

2C'«NH»0*  +  NH«  «  C«N«H»0«  +  2H0. 


IMASATtN,  107 

PreparatiorL  When  common  alcohol  is  saturated  with  isatin,  a  little 
more  isatin  added,  and  the  whole  mixed  with  aqueous  ammonia,  a  beauti- 
ful red  solution  is  formed,  which  appears  to  contain  isatate  of  ammonia; 
if  it  is  immediately  heated  to  boiling,  a  brown,  soft,  resinous  precipitate 
is  formed;  but  if  left  td  itself  fbt  fiereral  days,  it  yields  a  grey  crystalline 
precipitate  or  round  brown  grains.  To  purify  the  precipitate,  it  is  boiled 
with  potash  and  water,  lind  chl6ride  6f  ammonium  is  added ;  a  yellowish 
precipitate  is  then  immediately  formed,  which  shrinks  somewhat  together; 
the  liquid  is  then  decanted,  the  precipitate  dissolved*  in  hot  alcohol,  and 
the  solution  allowed  to  cool,  if  the  precipitate  is  heated  to  the  boiling  point 
together  wiifi  the  solution  from  which  it  was  deposited,  it  becomes  granular  and  in- 
tolnble  in  alcohol.  (Formerly^  Laturent  dissdlted  th^  precipitate  ill  ik  little  warm 
pot«Bh  lii  ^oasible,  theh  dilttted  the  iblntion  #itb  dcohol,  and  nentrillised  it,  while  Still 
Farm;  with  hydroehbric  add|  on  cooling,  the  imaaatitt  leparated  in  iU.defined  Cffstal. 
line  gfaids.) 

Froperties,    Short  yellowish  prisms. 


82  C 
3N 

11  H 
60 


Laurenti 

192 

#••• 

65*53     . 

64-99 

42 

•  ■•• 

14-33    . 

14-40 

11 

•  ■•• 

3-75     . 

3-93 

48 

■  «i» 

16-39    . 

16-68 

C«N»H"0«    293    ....  100-00    100  Od 

The  substance  analysed  was  purified  bf  the  older  method.  •     • 

Decomposilioru,  1 .  When  heated,  it  melts,  girei  off  ammonia  and 
yields  a  sublimate  of  rery  oblique  rhombs,  which  are  after  elongated  in 
the  fo^m  of  needles^  and  leaves  a  large  residue  of  charcbal.  —  2:  It  is  dis- 
solved atd  decomposed  by  boilifag  nitHi;  licid;  the  solution  diluted  with 
water  deposits  a  large  ooantity  of  yellow  flakes.  —  8.  It  dissoltes  in 
sulphuric  acid,  and  the  solution  mixed  with  water  gives  a  white  gelatin- 
ous precipitate;  if  however  it  is  allowed  to  attract  moisture  gradually 
from  the  air,  it  deposits  apparently  unchanged  imasatin  in  radiating 
granules.  —  4.  With  bromine  it  gives  off  vapours  of  hydrobromio 
acid,  and  forms  a  yellow  substance  which  is  rather  easily  soluble  in 
alcohol. —  5.  It  is  not  decohi^osed  by  boiling  hydrochloric  acid.  —  It 
does  not  form  isatin  when  seted  apon  by  alkalis  or  acids. 

CombifuUioTis,  Imasatin  is  insoluble  in  water.  —  It  forms  with  potash 
a  brownish  solution  from  which  it  is  precipitated  by  acids  or  by  chloride 
of  ammonium  ;  the  fres.hlv  precipitated  imasatin  is  soluble  in  ammonia, 
but  after  it  has  been  dried  and  crystallised,  it  no  longer  dissolves.  The 
ammoniacal  solution  forms  with  nitrate  of  silver,  a  precipitate  contiiining 
from  25-5  to  28  per  cent,  of  silver;  [the  formula  CN'H^AgO' 
requires  27  per  cent.  L.];  atid  when  decomposed  by  hydrochloric  acid 
and  mixed  witn  alcohol  and  bichloride  of  platinum,  it  gives  a  precipitate 
conlaiiiihff  12  per  cent,  of  platinum.  The  potash  solution  of  imasatin 
forms  with  nitrate  of  silver  a  precipitate  containing  from  89  to  40  per 
cent,  of  silver. 

•    Itaa^atin  is  very  slightly  soluble  in  boiling  alcohol,  and  insoluble  !n 
ether. 
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Bibromimasatm. 

C«N»Br*H'0«  =  C»N»Br*AdH»0*,0». 
Laurent.     (1841.)     iV.  Ann,  Chim.  Phys,  3,  497. 
Imabromitatin^e,  ImabibromUatin, 

JSbrtnaiion  and  Preparation.  Bibromisatin  is  beated  to  boiling  with 
an  excess  of  absolute  alcohol,  and  a  stream  of  ammoniacal  gas  is  passed 
through  the  solution,  which  then  on  cooling  deposits,  first  bibromisatin  as 
a  powder  consisting  of  microscopic  reddish  yellow  needles,  afterwards  a 
redder  powder:  the  first  deposit  must  therefore  be  rapidly  filtered  off. 

Laurent. 

32  0     192     ....     31-52     31*3 

3  N    42     ....       6-90     7-4 

4  Br   320     ....     5255 

7H    7     ....       1-15     1-4 

6  O     48     ....       7-88 

CWBrm70« 609     ....  100-00 

It  is  decomposed  by  heat  and  yields  a  sublimate  of  needles.  It  dis- 
solves in  potash  without  evolution  of  ammonia;  and  a  white  gelatinous 
body  is  precipitated  from  the  solution  by  acids.  The  potash  solution  of 
bibromimasatin,  mixed  with  ammoniacal  nitrate  of  silver,  gives  a  preci- 
pitate which  contains  24  per  cent,  of  silver,  and  is  probably  bibromi- 
masatinargent-ammonium  =  C'*N'Br*H'(NAgH')'0',  the  formula  requir- 
ing 25  per  cent,  of  silver. 


Ghlorimasatin. 

C«N»CPH»0»  =  C^N'^AdCPH^OSOM 

Laurbnt.     (1841.)    N,  Ann,  Chm.  Phya.  Z,  495. 

FormcUion  and  Preparation.  Chlorisatin  dissolves  readily  in  a 
boiling  mixture  of  alcohol  and  ammonia.  The  solution  after  two  days 
deposits  yellowish  brown  grains;  and  when  the  mother-liquor  is  poured 
off  from  the  deposit  and  mixed  with  water,  a  pale  yellow  precipitate  is 
formed,  which  must  be  filtered  off  and  extracted  with  boiling  alcohol; 
chlorimasatin  then  remains  in  the  form  of  a  reddish  powder.  This  latter 
appears  to  be  identical  with  the  first  granular  precipitate.  The  filtrate  from  the  pul- 
verulent chlorimasatin  forms  with  hydrochloric  acid  a  reddish  brown  resinous  precipitate 
and  the  filtrate  from  the  precipitate  yields  on  evaporation  a  partly  crystalline  partly 
resinous  residue ;  both  are  mixtures  of  chlorisatin,  chlorimasatin  and  chlorisamic 
acid. 

Propetiies.     Chlorimasatin  is  very  similar  to  imasatin. 


ISAMIC  ACID.  109 

Laurent. 

32  G    192      ....     5307     525 

3N   42      ....     11-61 

2  CI  70-8  ....     19-57 

9  H  9      ....      2-49     2-7 

6  O  48      ....     13-26 


C"N«C12H»0«  361*8  ....  100-00 


It  dissolves  in  potash  without  evolation  of  ammonia^  and  the  solution 
forms  with  *acids  a  white  gelatinous  precipitate. 


Isamic  Acid. 

C»N»H«0*  =  C»N*AdH"0*,0*. 

Laurent.     (1841.)    iV.  Ann.  Chim.  Phys.  3,  490;  J.pr,  Chem,  25,  462; 
Fharm.  Centr.  1841,  262. 

Inuuaiie  aeid^  lioHnamie  acid,  Rubindenie  acid, 

Fomuption.    By  the  action  of  warm  ammonia  on  i^aljn,  the  isatate 
•of  ammonia   which  is  first  formed   being  converted   into  isamate  of 
ammonia: 

2CWNH«(NH<)0«  -  C«N8HM(NH<)08  +  4HO. 

Preparation,  1.  Aqueous  ammonia  is  allowed  to  act  upon  isatin  at 
a  moderate  heat,  whereby  imasatin  is  precipitated,  and  the  filtered 
solution  is  evaporated  down  and  mixed  with  hydrochloric  acid.  A  red 
precipitate  is  then  formed  consisting  of  isamic  acid,  which  is  mixed  with 
amasatin^  especially  if  only  a  small  quantity  of  hydrochloric  acid  was 
employed,  and  must  therefore  be  treated  with  as  small  a  quantity  as 
possible  of  dilute  ammonia:  the  isamic  acid  then  dissolves,  and  a  mixture  of 
amasatin  and  isatin  generally  remains  behind.  The  ammoniacal  solution 
is  neutralised  with  hydrochloric  acid,  which  immediately,  or  in  a  few 
minutes  forms  a  brilliant  red  precipitate  of  the  acid;  this  is  washed  on 
a  filter  with  as  little  water  as  possible  and  recrystallisod  from  boiling 
alcohol.  —  2.  It  is  better  to  saturate  aqueous  potash  with  isatin,  evapo- 
rate the  solution  to  dryness,  dissolve  in  alcohol,  and  mix  it  with  a  warm 
and  very  concentrated  solution  of  sulphate  of  ammonia  (this  must  be  added  ia 
a  greater  proportion  than  1  atom  to  1  atom  of  isatin).  The  precipitated  sul- 
phate of  potash  is  filtered  off,  and  the  solution  of  isatate  of  ammonia  is 
evaporated  to  a  syrupy  consistence,  whereby  it  is  converted  into  isamate 
of  ammonia.  It  is  then  boiled  with  alcohol,  the  precipitate  of  sulphate 
'  of  ammonia  and  amasatin  is  filtered  off,  and  the  filtrate  is  neutralised 

;  with  hydrochloric   acid   and  left   to   cool.      If,   in   consequence  of  an 

excess  of  ammonia  having  been  added,  or  of  the  crystals  of  isamic  acid 
:  having  been  too  long  heated,  the  product  is  mixed  with  a  little  isatin, 

the  latter  may  be  separated  by  dissolving  the  crystals  in  very  dilute 
ammonia. 


1 
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Propertiei.  Isamic  aoid  forms  beantifal,  shining,  rhombic  lamina)  of 
the  colour  of  rod  iodide  of  mercnrj.  On  the  spontaneaus  evaporation  of 
its  solution,  ruby-red  six-sided  tables  are  formed^  with  angles  of 
about  110''. 


32  C 
3N 

13  H 
80 


l*axmt 

192 

....    61*74     ... 

61-90 

42 

....      Iw'oO     .... 

....     13-45 

13 

4-40 

^4 

....    80*68    ... 

20-88 

C5»N»H»»08  311     ....  10000    10000 


DecompodtioTis,  1.  Isamic  acid  dissolves  at  first  without  decomposition 
in  nitric  acid,  and  imparts  to  it  a  violet  colour,  but  the  solution  rapidly 
turns  yellow.  If  the  solution  is  heated  with  a  little  nitric  acid  till  the 
violet  colour  has  disappeared)  a  new  body  separates  out  on  cooling 
which  crystallises  in  microscopic  needles,  and  is  insoluble  in  water,  but 
soluble  ju  ^lep|]ol.  —  2.  The  acid  is  decomposed  by  bromjpei  with  furpja- 
tion  of  indelibrome,  and  of  a  yellow  body  which  is  soli^bl^  in  ^Icohpl  and 
crystallises  from  the  solution  in  nodules; — the  latter  body  is  insoluble  in 
ammonia,  but  forms  with  pot^h  ^  violet  solution  froffi  which  an  orange 
yellow  body  is  precipitated  by  acids. —  3.  When  boiled  with  dilute 
<(pid|9i  it  W  cppYijrted  i»tP  8Wmonift  apd  m\,iu. 

Combinations,  Isamic  2LCid  is  slightly  soluble  in  boiling  waiev  and 
forms  a  yellow  solution. 

Strong  sulphuric  acid  dissolves  it,  forming  a  beautiful  violet-coloured 
soliition,  which  turns  yellow  on  the  addition  of  water,  and  presently 
deposits  isamic  acid.  The  solution  of  the  acid  in  small  quantities  of 
dilute  sulphuric  acid  deposits  violet  needles  on  evaporation. 

With  hydrochloric  acid  it  forms  ^  beautiful  violet  solution,  which  on 
evaporation,  yields  violet  needles  turning  red  on  the  additiqn  of  water. 

liamate  of  Ammonia  for^p  n^iproscopio  peedles  ox  very  obl}q])e 
rhombs.  When  dried  at  a  strong  heat,  it  ]osp§  2  atoms  of  watef  and  is 
converted  into  isamide. 

Jsamaie  of  Pckuik  is  not  decomposed  by  boiling  with  water. 

I^tKMiU  qffiai^yta  crystallises  in  yellow  scales  on  evaporating  a  solu- 
tion pf  the  acid  satnrate4  with  baryta.  It  pontains  20*8  per  ceut.  of 
baryt^,  correspondiqg  to  the  formula  CN'H^'BaO^  (bj  calculation  80*8  per 
cent.  BaO). 

The  ammonia-salt  does  not  precipitate  Qalts  of  lime  and  magnesia; 
with  alum  and  acetate  of  lead  it  forms  opange-yellow  precipitates,  with 
porrosive  sublimate  a  red  precipitate. 

Jiamaie  of  8Uver  is  obtained  by  precipitating  the  ammonia-salt  with 
nitrate  of  silver. 


I8AMID8,  111 

^  p    192     ....  45-93  iS'O 

aN  42  ....  io-p4  ' 

iSh  ;. 12  .;.:  2-8*  2-9 

Ag :...:  108  :...  26-84  ....:.:.  24-i^ 

8  b fi4     ....  l(-38 


Isamic  acid  is  soluble  in  hot  alcohol. 


*     «* 


Isamide. 

h^VREVT.    (1841 .)    Jf.  Ann.  Chm.  Fkif$.  8,  iS^j  J.  pp.  Chm.  Ui,  460; 
Bkarvi.  OaUr.  1841,  361;  fi^v.  9cUnt.  i^,  463;  J.  pr.  Oim.  85,  1 17. 

Anuuatin,  Uamamide^  laamif^ff^^j^f, 

9 

C»N8HM(NH<)08  =:  C»3N4HWO«  +  2H0. 

Preparati^i^n  Isatnat^  pf  ammonia,  prepared  accpE4ing  to  109,  2, 
is  heated  till  vater  is  erolyed  :  anfi  the  residue  is  then  washed  with 

water.  Laurent  formerly  obtained  isamide  in  the  following  manner : —  he  filtered  the 
mixture  of  imaaatin  and  isamate  of  ammonia  which  is  formed  by  treating  iaatin  with 
aqueous  or  alcoholic  ammonia,  and  evaporated  the  filtrate  in  order  to  drive  off  the 
ammonia  and  alcohol,  whereupon  ayellow  precipitate  was  deposited  ;  — he  then  diluted 
with  water,  filtered,  and  decomposed  the  filtrate  with  the  smallest  possible  quantity  of 
hydrochloric  acid ;  washed  the  resulting  red  precipitate  (consisting  of  isamic  acid  and 
ifamid?)  00  a  fil^r  wi(h  water;  an4  trested  it  wfth  «  little  very  <U}|ite  f mmonig^  b|  irhich 
^^  isamic  apid  wa^  extracted. 

Properties,  Isamide  forms  a  yery  beautiful  yellow  powder  dest^ti}te 
of  taste  and  odour. 

Iiaurent. 

32  C  19^  ....  fil-9^  61-74 

4  N  56  ....  18-05  17-90 

14  H 14  ....  4-51  4-52 

6  O  48  ....  15-49 15-8f 

C»N<H»*0«   310    ....  100-00    10000 

BeeompontionB.  1.  Isamide  melts  when  heated,  giving  o£P  water  and 
ammonia,  and  leares  a  residue  which  is  completely  soluble  in  potash; 
at  a  stronger  heat^  yapours  of  ^  partly  crystalline  substance  are  evolyed, 
and  there  remains  a  large  residue  of  charcoal.  —  3.  It  dissolves  readily 
in  cold  nitric  acid,  and  produces  a  yiolet  solution,  probably  with  forma- 
tion of  isamic  acid.  —  3.  Dissolyps  yery  readily  in  sulphuric  acid,  with 
formation  of  isamic  acid.  —  4,  Turns  yiolet  on  the  addition  of  concen- 
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trated  hydrochloric  acid>  with  dilate  hydrochloric  acid,  it  forms  isamic  acid 
in  the  cold^  and  isatin  when  heated.  —  5.  Treated  with  potash  in  the  cold, 
it  evolves  ammonia  and  forms  isamate  of  potash.  —  6.  When  hoiled  for 
some  time  with  water,  it  dissolves,  a  small  quantity  of  ammonia  heing 
evolved  and  isamate  of  ammonia  formed,  while  a  small  portion  is  con- 
verted into  isatin  and  ammonia. 

Isamide  is  insoluble  in  cold  water  and  in  ether;  it  is  very  slightly 
soluble  in  alcohol. 


Indelibrome. 

C»N»Br*HK)«  9 

Laurent.    (1842.)    Mev,  scient,  18,  472;  J.  pr,  Chem.  35,  121. 

J^maiion  and  Preparation,  Isamic  acid  treated  with  bromine 
swells  up  violently  and  evolves  hydrobromio  acid;  the  excess  of  bromine 
is  removed  by  alcohol  or  ether  from  the  residue,  which  is  then  boiled 
with  alcohol,  thrown  on  a  filter  and  washed. 

Properties.  Yellow  powder,  which  melts  when  heated  and  crystal- 
lises in  needles  on  cooling. 

Lament. 

32  0 192    ....    35-50     35*15 

3  N 42    ....      7-90    8«40 

4  Br 320     ....     43*30 

8  H 8     ....       1-48     1-47 

8  0  64     ....     11-82 

Ol*N3Br*I1808   626     ....  10000 

It  sublimes  when  heated  in  a  tube,  but  the  greater  part  is 
decomposed.  Ammonia  and  potash,  even  when  boiling,  are  without 
action  upon  it.  It  is  also  not  decomposed  by  concentrated  hydrochloric 
acid. 


Ghlorisamic  Acid. 

Laurent.     (1842.)    Eev.  ment.  18,  464;  J.  pr,  Chem.  25,  462. 

Foi^vnatlon  and  Preparation,  Sulphate  of  ammonia  is  added  to  the 
alcoholic  solution  of  chlprisatate  of  potash;  the  precipitate  of  sulphate 
of  potash  is  filtered  off;  the  filtrate  is  evaporated  till  it  forms  a  doughy 
mass,  which  is  treated  with  dilute  potash ;  the  solution  is  decomposed 
by  hydrochloric  acid,  not  in  excess ;  and  the  precipitated  red  flakes  are 
recrystallised  from  alcohoL 

Properties,  Very  similar  to  isamic  aoid;  forms  brilliant  red,  micro- 
scopic rhombic  or  six-sided  prisms,  with  angles  of  about  HO"". 


BICHL0RI8AMIC  ACID.  IfS 

Iiauretit. 
32  C     192      ....    60-55    ........     50-00 

3N     42      ....     11-05 

2  CI    70-8  ....     18-65 

11  H     11      ....      2-90    •  2-96 

8  0     64      ....     16-85 ^_ 

C32Naci2H»08 379-8  ....  100*00 

Decomposed  by  distillation.  —  Forms  riolet-coloarod  solutions  with 
concentrated  acids.  By  boiling  wi'th  acids  it  is  converted  into  ammonia 
and  chlorisatin.  The  ammonia-salt  evaporated  to  dryness  yields  chlorisa- 
mide. 

The  ammoniansalt  forms  a  yellow  precipitate  with  salts  of  silver. 

Chlorisamic  acid  is  more  readily  soluble  in  alcohol  and  in  ether  than 
isamic  acid^  and  forms  yellow  solutions. 


Ghlorisamide. 

(?»N*CPH»0«  =  C»N»Ad«Cl»H«0»,0*. 
Laurent.    J.  pr.  Chem.  25^  462. 

ChlorUamamide, 

Obtained  as  a  yellow  powder  by  evaporating  aqueous  chlorisamate  of 
ammonia. 

L&vrent. 

32  C  192      ....  50-70 

4N  56      ....  14-80 

2  CI  70-8  ....  18-70     18-08 

12  H  12      ....       315 

6  0  48      ....  12-65 

C»N*C1«H«0« 878-8  ....  100-00 

Concentrated  acids  dissolve  it  with  violet  colour ;  cold  dilute  acids 
convert  it  into  chlorisamic  acid,  and  at  the  boiling  heat  into  chlorisatin. 
It  is  insoluble  in  boiling  tpcUer. 


Bichlorisamic  Acid. 

C»N»C1*H»0»  =  C»N»AdCl*H^O«,0\ 

Laurent.    J.  pr.  Chan,  25^  462. 

On  boiling  bichlorisamide  with  alcohol,  a  solution  of  bichlorisamate 
of  ammonia  is  obtained,  which  forms  yellow  flakes  with  nitrate  of  silver; 
the  precipitate  turns  violet  on  the  addition  of  hydrochloric  acid  and 
yields  26  per  cent,  of  chloride  of  silver.  (The  calculated  quantity  is  26-6  per 
c^nt.  AgCl.) 

VOL.    XIII.  * 


114     COMPOUNDS  CONTAINING  TWO  OR  MORE  AT.  C»«NH»0,  &C. 


Bichlorisamide. 

Laurent.    «/.  pr,  Chem,  25,  462. 

Bichloritamamide. 

When  an  alcoholio  solution  of  bicblorisatate  of  potash  is  mixed  with 
sulphate  of  ammonia  and  the  Bltrate  is  evaporated,  bichlorisamide  sepa- 
rates as  a  jellow  powder,  which  is  oonyerted  into  biohlorisamate  of 
ammonia  by  boiling  with  aloohol. 


Isatdlim. 

C*»N*H»0"  =  C«N>AdH"0«,0*  f 

Lauebnt.     (1842.)    Rev.  seient.  18,  472;  J.  pr.  Chem.  35,  121. 

Farmatum  and  Preparation,  When  the  mother-liquor  obtained  in 
the  preparation  of  isatimide  is  decanted  from  the  last  deposits  of  isati- 
mide  and  imasatin,  and  gently  evaporated  on  a  sand-bath,  it  suddenly 
becomes  filled  with  liffht  yellow  flakes;  and  if  these  are  immediately 
filtered  off,  washed  with  a  little  alcohol  and  dissolved  in  boiling  alcohol; 
isatilim  separates  oat  on  cooling  in  yellow  amorphous  flakes. 


40  \j    ................ 

4  N  

16  H 

....  288 
....     56 
....     16 

....    65-55     ,. 
....     12-71     .. 
....       3-64     .. 
....     1810     .. 

Laurent. 

65-33 

1300 

3-76 

10  O  

....    80 

17-91 

C«N*H»«OW  .... 

....  440 

....  100-00     .. 

•  10000 

Isatilim  does  not  turn  violet  when  treated  with  concentrated  hydro- 
chloric acid,  but  dissolves  in  the  acid  with  yellow  colour  on  the  addi- 
tiowof  aloohol;  the  solution  does  not  deposit  isatin  on  cooling.  —  It  is 
readily  soluble  in  potash,  from  which  it  is  precipitated  in  yellow  flakes 
by  acids. 

The  alcoholic  solution  produces  a  reddish  yellow  precipitate  with 
nitrate  of  silver. 


Isatimide. 

C^^B^iiQB  =  C«N»Ad«H»0*,0«, 

Laubbnt.    J.  pr.  Chem.  35, 121. 

Jlhrmatian  and  Preparation.  Isatin  is  gently  warmed  with  a  Quan- 
tity of  alcohol  not  sufficient  to  dissolve  the  whole  of  it,  at  the  boiling  neat; 
dry  gaseoas  ammonia  is  then  passed  through  till  all  the  isatin  is  dissolved*. 


AMISATIN.  115 

If  absolute  aloobol  is  used,  imasatin  first  crystallises  from  tbe  solu- 
tion in  rectangular  prisms,  and  tbe  solution  decanted  tberefrom  deposits 

isatimide  as  a  jellow  crystalline  powder.  The  liquid  decanted  from  the  last 
prodnct  and  eTaporatedi  yields  a  little  more  isatimide  mixed  with  brown  grains  and 
imasatin.  In  order  to  purify  tbe  isatimide  from  any  imasatin  it  may 
contain,  it  is  boiled  witb  alcobol  containing  a  little  ammonia,  in  wbicb  tbe 
isatimide  dissolyes;  it  is  tben  deposited  from  tbe  filtrate  in  crystals  on 
cooling. 

Fropei'ties.    Yellow  rbombio  tables  insoluble  iu  water. 

Laurent. 

48  C  288  ....  65-61  65-5 

5N  70  ....  16-06  16-1 

17  H  17  ....  8-87  4-0 

8  0  64  ....  14-46  14-4 

C«N»HV08    439     ....  lCO-00    1000 

JDec<mp(mtiont.     1 .  Melts  and  turns  brown  wben  beated.     Dissolves 

in  potasb  witb  evolution  of  ammonia,  and  forms  a  yellow  solution,  from 

wbicb  bydrocbloric  acid  precipitates  yellow  flakes  soluble  in  alcobol; 

tbe  alcobolio  solution  yields  on  evaporation  a  mixture  of  isatin  and 

rounded  crystalline  grains.  —  2.   It  dissolves  in  a  boiling  mixture  of 

bydrocbloric  acid  and  alcobol;  bicbloride  of  platinum  precipitates  cbloro- 

platinate  of  ammonium  from  tbe  solution.  —  (The  nitrogen  contained  in  it 
amounts  to  one-fourth  only  of  the  nitrogen  which  has  been  added  to  the  isatin  by  the 

action  of  ammonia.\  —  The  supernatant  liquid  contains  isatin  togetber  witb 
a  blue  and  a  resinous  substance. 


Amisatin. 


Laurent.     J,pr,  Ohem.  35,  121. 


•. 


Wben  tbe  motber-liquor  from  tbe  preparation  of  isatilim  is  mixed 
witb  bot  water,  a  wbite  resinous  precipitate  is  formed;  and  tbe  filtrate 
yields  a  purple-red  crystalline  precipitate,  wbicb  is  boiled  with  alcobol 
containing  a  little  potasb.  Tbe  bot  solution  is  neutralised  with  bydro- 
cbloric acid,  and  tbe  amisatin  wbicb  separates  out  cooling,  is  washed  witb 
alcobol. 

Short,  slender,  microscopic  needles. 

Iiaurent. 

96  C  576  ....  63-12  62-60 

11  N 154  ....  16-80  16-80 

39  H 89  ....  4-26  405 

18  O 144  ....  15-82  16-55 


C^NJ^H^O" 913    ....  100-00    100-00 

Amisatin  is  insoluble  in  alcobol. 


I  2 
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Bibromocannindin. 

Laurent.    (1842.)    Rev.  sdent,  18,  478;  J.pr.  Chen.  35,  127. 

Formation  and  Preparation,  1 .  When  bromisatin  is  gently  heated 
with  alcohol  and  a  small  quantity  of  ammonia  in  a  flask  placed  on  a 
sand-bath,  the  bromisatin  dissolves,  and  after  10  or  15  minutes,  the 
yellow  solution  gradually  assumes  a  rose-red  colour,  while  bibromisatin 
separates  out.  As  soon  as  the  rose-colour  has  become  intense,  the  liquid 
is  decanted  or  filtered,  water  is  then  added,  and  the  carmine-coloured 
precipitate  thereby  produced  is  separated  by  filtration.  The  liquid  rans 
through  very  slowly ;  the  filtration  may  indeed  be  accelerated  by  neutraliaiog  with  an 
acid:  but  the  bibromocarmindin  then  becomes  contaminated  with  a  yellow  body. 
The  substance  on  the  filter  is  dissolved  in  ether  and  the  filtered  solution 
is  added  *by  drops  to  a  mixture  of  ether  and  alcohol;  the  bibromocar- 
mindin  then  separates  out  as  the  ether  evaporates.  —  2.  Bibromisatate  of 
ammonia  is  dried  at  a  strong  heat,  and  the  residue  is  exhausted  with 
ether. 

JProperties.    Of  a  deep  rose-red  colour  like  the  finest  carmine. 


64  C 

7  N  

384 

98 

••••     ol*D5     «»• 
*•«.        0*05     .», 
....    52-23 

■•••        X  ao      ... 
....       694 

Laurent. 

.....    31-10 
8*20 

8  Br 

15  H 

640 

15 

1*65 

10  O  

80 

CWN7Br»H»0»...1217    ....  100-00 

Bibromocarmindin  is  oonverted  by  hydrochloric  acid  into  a  yellow 
powder.  It  dissolves  in  alcohol  containing  potash,  (prming  a  red  solution 
which  afterwards  turns  yellow.  Acids  precipitate  from  this  solution  a 
yellow  body  soluble  in  etber.  Bibromocarmindin  does  not  dissolve  in 
caustic  potash  or  in  ammonia. 

It  is  sparinglv  soluble  in  alcohol,  and  dissolves  very  freely  in  ether^ 
forming  a  rose-coloured  liquid. 


XYLENE  SERIES. 

A.    Primary  Series. 

Primary  Nucleus  C"H**. 

Xylol  C»H". 


Caiiours.     (1850.)     CompL  rend.  30,  319;  also  Ann,  Fharm,  74,  168; 

76,  286. 
VoLCKEL.  Ann.  Fharm.  86,^109,  334;  also  N,  Ann,   Chim.  Phys.  41, 

488. 


SULPHOXYLOLIC  ACID.  117 

A.  H.  Church.     Phil,  Ma^.  J.  [4]  9,  250;  also  J.  pr,   CKem,  67,  43; 

Gerh.TraU4  4,  1031. 
H.  Kopp.    Ann,  Pharm,  96,  20. 

Xylene.    (Cahoars^  Volckel.) 

Formation,  1.  In  the  dry  distillation  of  wood,  passing  into  the  crude 
wood-spirit  (Cahonrs,  Church),  and  the  light  tar-oil.  (Volckel.)  —  2.  In 
the  dry  distillation  of  coal :  it  is  found  in  coal-tar-oil.     (Church.) 

Preparation,  1.  The  portion  which  passes  over  from  128°  to  130", 
after  tne  toluol,  in  the  distillation  of  wood- spirit  treated  according  to 
vi.  175,  is  xylol.  (Cahours,  Church.)  — 2.  That  portion  of  the  light  oil 
of  tar  from  beech  wood,  passing  over  between  130°  and  150°,  is  for  the 
most  part  soluble  in  oil  of  vitriol ;  the  undissolved  part  begins  to  boil 
at  110°.  From  130°  to  150"  xylol  distils  over.  (Volckel.)  —  3.  The 
portion  of  coal-tar-oil  which  passes  over  near  128°  is  treated  successively 
with  hydrate  of  potash,  oil  of  vitriol,  an  aqueous  solution  of  chromic  acid, 
caustic  baryta,  and  sodium,  whereby  the  boiling  point  is  reduced  to 
126-2°.     (Church.) 

Properties,  Colourless  oil,  having  an  odour  similar  to  that  of  benzol, 
and  a  burning  taste  (Volckel);  much  resembling  toluol  in  its  properties. 
(Cahours.)  Boils  at  128° — 1 30°  (Cahonrs),  at  126*2^  under  a  pressure 
of  0-76  met.    (Church.) 


16  C 

10  H 

96    ....     90*66    ... 

10    ....      9'44     ... 

VSIckel. 

90-53 

9*48 

c>niw  

106    ....  10000    ... 

10001 

The  vapour-density  corresponds  with  this  formula.     (Cahonrs.) 

Deeomposiiiom.  1.  Xylol  bums  with  a  fuliginous  flame.  (Volckel.) 
—7  2.  Concentrated  nitric  acid  colours  xylol  yellow,  and,  when  heated, 
dissolves  it  with  evolution  of  red  fumes.  Water  separates  from  this 
solution  a  heavy  yellow  oil.  (Volckel.)  Distilled  with  fuming  nitric 
acid  it  yields  nitroxylol  and  binltroxylo).  (Cahours.)  Cold  nitric  acid 
of  sp.  gr.  1*5  forms  nitroxjlol.  (Church.)  —  3.  Oil  ofvUrioly  in  contact 
with  xylol  for  some  time,  gradually  dissolves  it.  (Vblckel.)  Xylol 
kept  in  contact  for  a  week  with  fuming  oil  of  vitriol,  forms  sulphoxylolic 
acid.     (Church.) 

Comhinations,  Xylol  is  insoluble  in  water,  readily  soluble  in  alcohol 
and  ether.    (Volckel.) 


Sulphoxylolic  Acid. 

Ci6HioS»0»  =  C"BP,2S0». 

Church.    Phil,  Mag.  J.  [4]  9,  453;  also  J.  pr,  Cheni.  67,  43;  Gerh, 
Train  4,  1031. 

Aeide  xylenylntlfureuxt  Xylol-MchwrfeUdure, 

Formation.    From  xylol  and  fuming  sulphuric  acid  (▼*»  482.) 


118  PRIMARY  NUCLEUS  CWfiw. 

Preparatum,  Xylol  is  mixed  with  4  vol.  of  faming  sulpliuric  acid, 
the  mixture  set  aside  for  a  week,  and  the  separated  crystalfl  dried  over 
sulphuric  acid.  The  reddish-yellow  mother-liquor  oonlaining  an  excess 
of  sulpharic  acid,  when  neutralised  with  carhonate  of  baryta  and  filtered 
from  the  sulphate  of  baryta,  yields,  on  evaporation,  smphoxylolate  of 
baryta. 

Properiies.  Oolonrless  shining  tufts  of  crystals,  which  melt  without 
decomposition  in  vacuo  or  in  xylol-vapour,  ana  solidify  on  cooling  in  deli- 
cate needles  having  an  acid,  and  afterwards  a  bitter  taste.  Has  a  strong 
acid  reaction. 

Decompo9Uion9,  When  heated  above  its  melting  point,  it  becomes 
black. 

CkmbiruUions,  Crystallises  well  from  xylol;  dissolves  readily  in  water 
and  in  oil  of  vitriol. 

Svlphoxylolate  of  Baryta  crystallises  in  transparent  scales  similar  to 
sulphotolulate  of  baryta.  The  hot  concentrated  solution,  mixed  with 
cold  water,  deposits  the  salt  in  beautiful  iridescent  scales.  The  solution 
is  not  decomposed  by  boiling. 

Churcli. 

Ba 68*6     ....     27-05     26"97 

CWH»S«0» 185        ....     72-95 

CWH»BaS«0» ....  253-6    ....  100-00 


Terebentilic  Acid. 

C"Hwo*  =  C"H^OM 

Personmb.     Ccmpt.  rend.  48,  553;  Ann,  Pharm.  100,  258. 

Prepaixiiion.  The  vapours  of  terpin  are  passed  over  soda-lime 
heated  to  400°,  and  the  product  is  treated  with  hydrochloric  acid. 
Marsh-gas  and  hydrogen  are  thereby  disengaged  : 

C»H»0*  =  C"HW0*  +  2(?H*  +  2H. 

Properties,  Solid,  white.  When  obtained  by  cooling  the  hot  saturated 
solution,  it  forms  a  white  powder  composed  of  needles.  When  sublimed 
it  crystallises  in  small  scales,  which  appear  to  be  oblique  prisms.  Has  a 
faint  but  rank  odour.  Denser  than  water.  Melts  at  90^  boils  at  250^ 
The  vapour  is  acrid  and  irritates  the  nose  strongly. 

DeoomposUions,  The  acid  appears  to  decompose  to  a  slight  extent 
during  distillation. 

CombinatwM.  It  is  nearly  insoluble  in  cold  water,  but  dissolves  more 
readily  in  boiling  water. 


ANISALCOHOL.  *119 

TenhetUUate  of  Limey  obtained  by  oombining  the  aoid  with  lime,  forms 
small,  white,  silky  needles^  resembling  sulphate  of  quinine. 

Penonno. 

C«0  28    ....     17-83    17-68 

C^IPO* 129    ....    82-17 


C»«H»C«0<    157    ....  10000 

Ter^erUUate  qfLead  does  not  ozystallise,  and  when  diy  resembles 
gum-arabio. 

Terdfmtilaie  of  Silver.  —Sparingly  soluble  in  boiling  water;  crystal- 
lises on  oooling. 

Penonne. 

1«  C  96    ....    39'18  ........    38-92 

9H 9    ....      3-67 3-70 

Ag 108     ....    4408  43-90 

4  0    32     ....     13-07  13-48 


C^U^AgO*    245     ....  100-00    100*00 

Terebentilio  acid  is  very  easily  soluble  in  alcohol. 
With  alcohol  it  readily  forms  an  ether,  haying  the  odour  of  pears  and 
pine-apples. 

It  is  readily  soluble  in  ether. 


Seeondary-nucUi  of  Xylene. 
•  OxygenrnucUm  C"HW.    Anitene. 

AnisalcohoL 

C"H*«0*  =  C"H''0»,2H0. 

S.  Cannizaro  u.  C.  Bbrtagnini.     (1856.)    Nuovo  Cimento  1,  99;  Ann. 
Fha)mi.  98,  188;  J.  pr.  Chem,  68,  445;  Fharm.  Centr.  1856,  505. 

Formation  and  Freparation,  When  anisylous  acid  is  dissolved  in 
an  equal  volume  of  alcohol,  and  the  liquid  is  mixed  with  three  times  its 
volume  of  an  alcoholic  solution  of  potash  of  7°Bm.,  the  mixture  solidifies, 
with  slight  evolution  of  heat,  into  a  crystalline  mass.  After  10  to  12 
hours,  the  alcohol  is  distilled  off  in  the  water^batli,  the  residue  is  suspended 
in  water,  and  the  anisalcohol  extracted  from  the  liquid  by  ether.  On 
distilling  the  brown  oil  left  after  evaporation  of  the  ether,  anisalcohol 
passes  over  at  260'  as  a  colourless  liquid  crystallising  at  a  low  tempera- 
ture. If  it  contains,  as  it  generally  does,  unaltered  anisylous  acid  (recog- 
nisable by  the  formation  of  crystals  when  shaken  with  an  aqueous  solu- 
tion of  an  alkaline  bisulphite),  it  is  once  more  treated  with  a  little 
alcoholic  potash^  rectified  in  a  stream  of  carbonic  aoid,  and  the  solidified 
distillate  is  pressed  between  blotting  paper." 


120  ANISENE  :  OXYGEN-NUCLEUS  CWH^O*. 

Properties,  Hard,  white,  shiniug  needles,  meltiDg  at  about  2S°,  but 
when  moist  at  a  lower  temperature,  even  as  low  as  7°.  Denser  than 
water.  Boils  at  248°  —  250^.  Has  a  faintly  alcoholic  and  sweetish  odonr, 
and  burning  taste,  recalling  that  of  oil  of  anise. 


16  C 

96 

10 

....     69-56 
....       7-24 
....     23-20 

Cannixaro  &  Bertagnini. 
metm. 

••M...«     o9*41 
7-33 

4  O 

32 

23-26 

B"Hi0O*  

......  138 

....  10000 

10000 

DeeompositionB,  1.  Does  not  change  when  exposed  to  the  air  at 
ordinary  temperatures,  but  when  heated  near  its  boiling  point,  it  absorbs 
oxygen  and  is  converted  into  anisylous  acid.  —  2.  Oxidising  agents 
transform  it  first  into  anisylous  acid,  and  then  into  anisic  acid.  Evolves 
with  platinum- black,  the  odour  of  anisylous  acid,  and  after  several  days 
is  transformed  into  anisic  acid.  Hot  nitric  acid  has  the  same  effect.  — 
3.  With  moderately  concentrated  sulphuric  acid,  it  forms  a  reddish  resin- 
ous mass.  —  4.  Anhydrous  phosphoric  cLcid  a<:ts  like  oil  of  vitriol. 

'  5.  When  anisalcohol  is  moderately  heated  with  chloride  of  zinc,  a 
violent  action  ensues;  water  is  formed  which  combines  with  the  chloride 
of  zinc;  and  above  it  floats  an  oily  layer,  which,  on  cooling,  solidifies  into 
a  hard,  transparent,  vitreous  mass,  insoluble  in  water  and  alcohol,  soluble 
in  bisulphide  of  carbon,  and  melting  only  at  a  temperature  of  100°. 

6.  Hydrochloric  Acid  gas  is  absorbed  by  anisalcohol  with  evolution 
of  heat,  the  fluid  becoming  turbid  and  separating  into  two  layers,  the  lower 
of  which  contains  aqueous  hydrochloric  acid,  and  the  upper  seems  to  b^ 
hydrochlorate  of  anisene  (p.  131). 

7.  PoteusitLtn  dissolves  in  liquid  anisalcohol  with  evolution  of  hydro- 
gen— which  is  violent  if  heat  is  applied — and  forms  a  yellow  liquid, 
which  solidifies  like  butter  on  cooling. 

Combinations,  Anisalcohol,  when  hot,  dissolves  several  salts,  as  ben- 
zoate,  anisate,  and  acetate  of  potash,  which  crystallise  from  it  on  cooling. 
It  dissolves  salicin,  phillyrin,  hippuric  acid,  and  other  organic  sub- 
stances. 


AnisylouB  Acid. 

C"H»0*  =  C"HK)*,0«. 

CAHOuns.  (1844.)  Compt,  rend,  19,  795;  N.  Ann,  Chim,  Phys,  14, 
483;  23,  354;  J,  pr.  Chem,  86,  422;  abstr.  Ann.  Pharm,  56,  807; 
Compt,  rend.  25,  458. 

Bertagnini.     Ann,  Pharm.  85,  268. 

Cannizaro  4fe  Bertagnini.    Ann.  Phai^m,  98,  189. 

PiRiA.  Nuovo  Cimento,  3,126  ;  N.  Ann,  Chim,  Phys,  48,  114;  Ann. 
Pharm.  100,.  104. 

Hydruret  qfanisyl,  Anisylwasserstoff,  Anisaldehyd,  Hydrure  d'anityU. 

Foi^iatxon,     In  the  oxidation  of  anisalcohol  by  the  oxygen  of  the  air 
or  by  nitric  acid.     (Cannizaro  &  Bertagnini.) — 2.  When  oil  of  anise 
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is  heated  with  dilate  Ditric  aoid,  oxalic  acid  and  carbonic  acid  being 
formed  at  the  same  time.  (Cahonrs.) — 3.  In  the  distillation  of  anisate 
of  lime  with  formiate  of  lime,  carbonate  of  lime  remaining  behind. 
(Piria,) 

CWH7CaO«  +  CaHCaO*  -  C^IPO*  +  2{CaO,CO«). 

Preparation.  Stearoptene  of  oil  of  anise  is  heated  with  dilate  nitric 
acid,  and  the  indifferent  reddish  oil  which  is  first  formed^  and  resembles 
a  thick  fatty  oil  when  cold,  is  washed  repeatedly  with  water  and  distilled 
at  the  lowest  possible  temperature,  a  small  quantity  of  charcoal  then 
remaining  behind.  The  distillate  is  composed  of  crystallised  anisic  acid 
and  a  heavy  reddish  oil  consisting  of  auisylous  acid.  From  this  mixture 
the  anisic  acid  is  extracted  by  dilute  aqueous  potash.  The  oil  repeatedly 
washed  with  water,  and  two  or  three  times  carefully  rectified,  yields  pure 
anisylous  acid,  which  may  be  obtained  colourless  by  repeated  distillation 
in  a  stream  of  carbonic  acid  gas.     (Cahours.) 

2.  Oil  of  anise  is  boiled  for  an  hour  with  3  vol.  of  dilute  nitric  acid 
of  14°  Bm.;  and  the  oily  product  is  washed  with  water,  then  with  a  dilute 
solution  of  potash,  and  distilled.  The  distillate,  shaken  with  a  warm 
solution  of  bisulphite  of  soda  of  30°  Bm.,  yields,  on  cooling,  crystals  of 
the  compound  of  anisylous  acid  with  bisulphite  of  soda,  which  are  washed 
with  alcohol  till  the  washings  no  longer  render  water  turbid,  then  dis- 
solved in  a  little  hot  water,  and  heated  with  aqueous  carbonate  of  potash, 
whereby  auisylous  afid  is  separated,  which  must  be  purified  from  adhering 
salt  by  distillation.     (Cannizaro  &  Bertaguini.) 

*  Propet^iea*  Colourless  or  sliditly  yellow  oil.  Boils  between  253° 
and  255°.  Sp.  gr.  1*09  at  20°.  Has  an  aromatic  odour  like  that  of  hay^ 
and  a  burning  taste.     (Cahours.) 
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Bean  the  same  relation  to  anitio  add  as  salieylons  add  to  salicylic  add. 
(Cahoure.)  » 

Decompositions,  1.  The  aoid  acquires  a  darker  colour  by  keeping.  — 
2.  When  exposed  to  the  air,  it  absorbs  oxygen  and  is  convertea  slowly 
but  completely,  into  anisic  acid.  —  3.  It  is  transformed  into  anisic  acid 
by  boiling  with  dilute  nitric  acid.  Forms  a  crystallisable  product  with 
fuming  nitric  acid. — 4.  With  bromine  it  becomes  heated,  evolving 
much  hydrobromic  acid,  and  yields  crystallised  bromanisyl.  —  5.  Chlorine 
acts  like  bromine,  forming  hydrochloric  acid  and  chloranisyl.  —  6.  Anisy- 
lous acid  is  violently  acted  upon  by  pentachloride  of  phosphorru,  evolving 
much  hydrochloric  acid,  yielding  a  small  quantity  of  liquid  products,  viz., 
chlorophosphoric  acid  and  a  neutral  oil  which  smells  strongly  of  oil  of 
turpentine,  and  leaving  a  black  pitchy  mass. 

7.  Anisylous  acid  left  for  some  time  in  contact  with  ammonia  forms 
anishydramide.  —  8.  The  alcoholic  solution,  mixed  with  sulphide  of 
ammxmium  yields  thianisiol.    (Cahours.) 
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8.  AnisjlouB  acid  does  not  diasolre  in  oold  <ique<ms  potash  ;  by  aooess 
of  air,  anisate  of  potash  is  formed  ;  when  boiled  with  potash,  it  is  com- 
pletely dissolred.  When  anisylons  acid  is  dropped  on  fused  hydrate  of 
potash,  hydrogen  is  evolved  and  anisate  of  potash  formed,  every  drop 
forming  a  sort  of  vegetation  ;  the  whole  is  ultimately  converted  into  a 
doughy  mass.  (Cahours.)  —  With  alcoholic  potash,  anisylous  acid  is 
resolved  into  anisalcohol  and  anisate  of  potash  (p.  119).  (Gannizaro  & 
Bertagnini.) 

CombinatwnB.  Anisylous  acid  is  bat  slightly  soluble  in  waUr^  to 
which  it  imparts  its  odour.  It  dissolves  in  cold  oil  of  vUriol  with  dark 
red  colour,  and  is  reprecipitated  by  water.     (Cahours.) 

With  Bisulphite  of  Ammonia,  —  Anisylous  acid  shaken  np  with 
aqueous  bisulphite  of  ammonia,  becomes  heated  and  immediately  forms  a 
crystalline  product,  which  is  easily  soluble  in  water  and  insoluble  in 
aqueous  sulphites.     (Bertagnini.) 

With  Bisidphite  of  Potash.  — Anisylous  acid  shaken  np  with  a  sohi- 
tion  of  bisulphite  of  potash,  forms  a  buttery,  and  afterwards  crystalline 
mass,  which,  when  the  mother-liquor  has  run  off,  may  be  recrystallised 
from  dilute  alcohol 

It  is  easily  resolved  into  anisylous  acid  and  sulphite  of  potash.  May 
be  exposed  to  the  air  for  a  long  time  without  perceptible  alteration.  Dis- 
solves readily  in  water,  and  is  reprecipitated  by  cold  saturated  solutions  of 
sulphites.     (Bertagnini.) 

With  Bisulphite  of  Soda,  —  1.  Obtained  like  the  potash-compound.  — 
2.  The  heavy  reddish  oil  formed  by  dilate  nitric  acid  from  oil  of  anise 
(p.  121)  is  digested  with  a  warm  dilute  solution  of  bisulphite  of  soda. 
The  solution  becomes  filled  with  granular  crystals  on  cooling. 

Colourless  shining  scales.  Prepared  according  to  2,  it  forms  crystal- 
line nodules. 

Bcrtsgpuni* 
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9  0 72     ....     3001     30-18 
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When  heated  it  evolves  sulphnrons  and  anisylous  acid.  The  aqueom^ 
solution  becomes  turbid  when  slightly  heated,  and  yields  anisylous  acid 
on  boiling.  If  the  water  contains  snlphite  of  soda,  the  solution  may  be 
heated  without  any  separation  of  anisylous  acid  taking  place. 

The  compound  is  decomposed  b^jr  acids  and  alkalis  into  sulphurous 
acid  and  anisylous  acid;  by  nitric  acid,  into  sulphuric  acid  and  anisylous 
acid.  Iodine  and  bromine  act  like  nitric  acid;  bromine  in  excess  forms 
soft  white  needles,  which  melt  in  boiling  water  and  form  a  crystallisable 
compound  with  bisulphite  of  soda,  probably  bromanisylons  acid.  Am- 
monia dissolves  the  compound  of  anisylous  acid  with  bisulphite  of  soda 
separating  an  oily  snbstance  which  crystallises  after  a  while  and  has  the 
properties  of  anishydramide. 
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It  dissolyes  in  oold  water,  less  in  water  containing  a  little  sulphite 
of  soda.  It  is  nearly  insoluble  in  a  oold  satoiated  solution  of  sulphite  of 
soda.     Soluble  in  alcohol.     (Bertagnini.^ 

Anisjlous  acid  mixes  with  dcohol  and  ether  in  all  proportions. 
(Cahours.) 


Anisio  Acid. 

C"ffO«  =  C"HH)«,0*, 

Cahours.    Sev,  teient.  No.  9,  Sept.  1840,  842;  J.  pr.  Chem,  22,  58; 

N.  Ann.  CUm.  Fky$.  2,  287;  J.  pr.  Chem.  24,  848;  Ann.  Pharm. 

41,  66;  Compi.  rend.  15,  804;  N.  Ann.  Chim.  Phy%.  10,  327;  Compt. 

rend.  19,  795;  N.  Ann.  Chim,  Phyt.  14,  489;  J.pr.  Chem,  86,  421; 

N.  Ann.  Chim.  Phy:  23,  351;   25,   1;  Ann.  Pharm.  69,   286; 

N.  Ann.  Chim.  Phys.  27,  439;  Ann.  Pharm.  74^  298. 
Weltzien.     J.  pr.  Chem.  22,  197. 
Laurent.    £ev.  teieni.  10,  5;  J.  pr.  Chem.  27,  232;  Rev.  icient.  10,  362; 

11,  258;  14,  565;  C^i.  rend.  15,  744,  953. 
Persoz.     Compt.  rend.  13,  433;  J.  pr.  Chem.  25,  55 'y  Ann.  Pharm. 

44,311. 
Gerhardt.     Compt.  rend.  15,  498;  N.  Ann.  Chim.  Phys.  7,  292. 
BERZELiaa    Jahretber.  23,  420. 
Hempsl.    Ann.  Pharm.  59,  104. 
Bertagnimi.    Ann.  Pharm.  97,  252. 
Cannizaro  &  Bertaonuyi.    Ann,  Pharm.  98,  189. 
L.  Zbrtas.    Ann.  Pharm,  103^  339;  Pharm.  Centr.  1858. 


%  AniiyhOmre,  Aeide  enitique,    draetmique,   draeique^  om^Uiquet 
badianique, 

Cahours,  in  1839,  obtained  anisic  acid  from  oil  of  anise,  and  assi^ed 
to  it  the  formula  C^'H^O^  Laurent,  in  1841,  prepared  from  the  oil  of 
Artemisia  draeuncultts,  an  acid  which  he  called  Acide  draconique,  and 
.whose  formula  he  gave  as  C^'H^^O*.  Gerhardt  showed  that  the  two  were 
identical,  and  contain  C^*H^O^  Persoz,  in  1841,  obtained  the  same  acid 
from  oil  of  star-anise  and  oil  of  fennel,  and  called  it  Acide  ombdlique  and 
badianique,  although  Cahours  had  already  shown  that  the  solid  part  of 
these  oils  has  the  same  composition  as  that  of  oil  of  anise.  Uempel 
established  the  identy  between  Fersoz's  Acide  badianique  and  anisic  acid.* 

Formation.  1.  From  anisalcohol  by  oxidation  (p.  120).  (Cannizaro 
&  Bertagnini.)  —  2.  From  anisylous  acid  by  oxidation  in  the  air  or  by 
means  of  nitric  acid,  by  fusing  with  hydrate  of  potash,  or  by  boiling  with 
a  solution  of  potash  with  access  of  air  (p.  121).  (Cahours.)  —  3.  From 
anise-camphor  (stearoptene  of  oil  of  anise,  the  solid  part  of  the  volatile  oils  of 
PimjMnella  onuum,  An€ihum  fmnicuhm  and  HUeium  anitatum)  by  oxidation  with 
nitric  acid  (Cahours,  Weliiien);  or  with  aqueous  chromic  acid.  (Persoz, 
Hempel.)  —  4.  From  the  rolatile  oil  of  Artemisia  dracuncului  by 
oxidation  with  nitric  acid.  (Laurent.)  —  5.  From  Carajuru  or  Chica 
(a  red  colouring  matter  extracted  from  the  leaves  of  the  ^«^onia  chica, 
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a  Sonth  Amerioan  plant),  by  oxidation  with  heated  nitric  acid^  or  with 
dilute  chromic  acid.     (Erdmann^  J*,  pr.  Chem.  71,  198.) 

PrtparoiAMu  1.  Anise-camphor  is  treated  with  nitric  acid  of  23®  or 
24°;  the  liquid,  after  being  freed  from  a  yellow  resin,  is  poured  off  from 
the  crystals,  which  are  washed  with  cold  water  and  dissolved  in  ammonia; 
the  ammonia-salt  is  purified  by  repeated  crystallisation,  and  precipitated 
by  neutral  acetate  of  lead  ;  the  precipitate,  which  is  but  slightly  soluble 
in  water,  is  washed  with  water  and  decomposed  by  hydrosulphuric  acid  ; 
the  free  anisic  acid  is  extracted  by  boiling  water;  and  the  crystals  which 
are  obtained  on  cooling  are  purified  by  sublimation.  (Cahours.)  — 
2.  Oil  of  tarragon  is  introduced  into  a  capacious  retort  together  with 
water,  heat  is  applied,  and  three  times  the  quantity  of  common  nitric  acid 
gradually  added.  The  oil  becomes  steadily  thicker,  swells  up  very  much, 
and  at  last  solidifies  completely  to  a  brown,  somewhat  crystalline,  resin- 
ous mass.  This  mass  is  freed  from  nitric  acid  by  water,  and  boiled  with 
an  excess  of  dilute  ammonia,  which  almost  entirely  dissolves  it,  leaving 
only  a  slight  brown  residue,  which  may  again  be  treated  with  nitric  acid. 
The  brownish-red  ammoniacal  solution  holds  anisic  acid  and  nitranisic 
acid  in.  solution,  together  with  a  brown  resin.  To  remove  this,  the 
solution  is  evaporated  to  the  consistence  of  syrup,  whereby  the  ammonia 
in  which  the  brown  resin  is  dissolved  is  expelled  (if  the  evaporation  is  carried 
too  far,  the  acids  also  lose  some  of  their  ammonia  and  remain  behind  with  the  resin; 
the  residue  roust  then  be  redissolved  in  ammonia  and  once  more  evaporated);  the 

syrup  is  dissolved  in  water ;  the  liquid  is  filtered,  and  again  evaporated  ; 
and  the  residue  is  redissolved  in  water  to  get  rid  of  the  remains  of  the 
brown  resin,  which  is  at  last  totally  removed  by  means  of  animal  char- 
coal. On  evaporating  the  solution,  anisate  of  ammonia  crjrstallises  in 
rhombic  plates  (if  needles  of  anisic  acid  are  obtained  instead,  a  little  amlnonia  must 
be  added),  which  are  recrystaHised  from  alcohol,  dissolved  in  hot  alcohol 
and  water,  and  while  hot  decomposed  with  nitric  acid.  On  cooling, 
anisic  acid  crystallises  in  needles,  which  are  obtained  of  a  brilliant  white 
by  recrystallisation  from  alcohol,  distillation,  and  reciystallisation  of  the 
distillate.  (Laurent.) — rd.  Fifty  or  sixty  grammes  of  oilqfanm,  star- 
anise,  or  fennel,  distilled  with  a  mixture  of  500  gr.  of  bichromate  of 
potash,  1100  gr.  oil  of  vitriol,  and  4000  gr.  water,  yield  acetic  acid  and 
an  insoluble  product,  which  is  a  mixture  of  two  acids :  ombeUie  and 
badianic  acid.  (Persoz.)  With  30  gr.  fennel-oil,  an  exceedingly  violent 
action  of  short  duration  takes  place.  The  liquid,  when  cold,  is  filtered, 
and  the  residue  is  washed  and  boiled  in  a  retort  with  carbonate  of  potash; 
unaltered  oil  then  collects  in  the  receiver,  together  with  acetic  acid 
smelling  of  camphor.  The  filtered  residue  precipitated  with  nitric  acid, 
Vashed,  dissolved  in  boiling  alcohol,  which  leaves  bnt  little  camphor  on 
the  filter  (real  camphor  seems  to  be  understood.  Gm.),  decolorised  with  char- 
coal and  filtered  while  hot,  yields,  on  cooling,  colourless  needles  of  anisic 
acid,  from  which  ether  does  not  extract  any  badianic  acid.  ^Hempel.) 
6  pts.  of  bichromate  of  potash  are  dissolved  in  a  capacious  vessel  in  9  pts. 
water,  7  pts.  sulphuric  acid  are  added,  and,  whilst  the  liquid  is  stirred, 
1  pt  of  oil  of  anise.  A  violent  action,  attended  with  frothing,  then  com- 
mences after  a  while.  After  half  an  hour,  cold  water  is  added  to  sepa- 
rate the  anisic  acid,  which  is  purified  by  recrystallisation  from  hot  alcohol. 
The  product  amounts  to  50  p.  c.     (Zervas.) 

Properties,     Anisic  acid  crystallises  from  hot  water  in  long,  brilliant. 
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eolonrless  (rhombic,  Persoz),  needles;  ^  (Cahoon.)  From  alcohol  it  crys- 
tallises in  shining  rhombic  prisms  one  or  two  inches  long,  with  angles  of 
114°  and  66^  The  sharp  edges  are  mostly  truncated;  the  base  is  replaced 
by  two  principal  faces  and  three  smaller  ones.  (Lanrent.)  Melts  at  175° 
(Laurent),  at  175''  — 180°  (Persoz);  and  on  cooling  oon^^etUs  into  a  mass 
of  needles.  (Laurent)  While  the  melted  acid  is  solidifying,  numerous 
small  bubbles  are  evolved  from  the  still  liquid  part,  which  for  the  most 
part  burst  on  the  surface.  (Persoz.)  The  acid  may  be  volatilised  and 
dibtilled  at  a  higher  temperature  without  decomposition.  (Cahours, 
Laurent)  BoiU  at  275° —  280°,  but  sublimes  even  at  a  lower  tempera- 
ture. (Persoz.)  Inodoroas;  has  a  scarcely  perceptible  taste.  The  solu- 
tions redden  litmus.     Permanent  in  the  air.     (Laurent) 
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Isomeric  with  methylsaliqriic  acid  and  formobensoilic  add. 

Cahonra  examined  the  add  from  atearoptene  of  oil  of  aniae  (a),  and  from  anisylona 
add  {b);  Laurent,  the  add  from  oil  of  tarragon  (a),  and  later  that  from  oil  of  aniae  (6), 
Hempel'a  add  waa  obtained  from  oil  of  fennel  with  chromic  add ;  Bertagnini'a  frx>m 
mine  after  aniaic  add  had  been  awallowed. 

DeoompogUions,  1.  Bums  easily,  and  with  a  somewhat  fuliginous 
flame,  when  heated  on  platinum-foiL  —  2.  Bromine  converts  it  into  bro- 
manisic  acid.  —  3.  When  chlorine  is  passed  through  melted  anisic  acid, 
hydrochloric  acid  and  chloranisic  acid  are  formed.  (Laurent.) —  4.  Fen- 
tadilcrde  of  phosphorus  acts  violently  on  anisic  acid,  forming  hydrochloric 
acid,  chlorophosphorio  acid,  and  chloranisyl.  (Cahours.)  —  5.  Digested 
vr\\\x  fuming  sulphuric  acid,  or  heated  with  oil  of  vitriol  to  110°,  it  yields 
sulphanisic  acid.  (Zervas.)  Anisic  acid,  heated  with  fuming  sulphuric 
acid  to  140°  —  200  ,  forms  bisnlphanisolic  acid,  with  eyolution  of  carbonic 
acid  : 

CWH«0«  +  4S0»,H0  =  C"H«S<OW  +  4H0  +  2C0». 

If  it  were  heated  to  a  higher  degree,  sulphurous  acid  and  other  products 
would  be  formed.  ^Zervaa)  —  6.  It  dissolves  in  concentrated  ni^ic  acidy 
forming  a  compouna  analogous  to  nitrobeuEoic  aoid.  (Weltzien.)  With 
nitric  acid  it  forms  nitranisic  and  binitranisic  acid.  (Laurent)  Anisic 
acid  dissolves  in  fuming  nitric  acid  at  a  gentle  heat,  yielding  nitranisic 
acid,  precipitated  by  water;  on  boiling  the  solution,  carbobic  acid  is 
disengaged,  and,  according  to  the  time  for  which  the  action  continues  or 
the  proportions  of  the  substances  employed,  binitranisol  or  ternitranisol 
is  form^,  frequently  also  ohryanisio  acid,  and  lastly  picric  acid.   (Cahours.) 
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— 7.  I^itromlphuric  acid  dissolves  anisic  acid  readily  at  a  gentle  heat, 
and  when  more  strongly  heated  forms  temitranisol  (xii,  265)  with  disen- 
gagement of  a  gas  containing  carbonic  acid.  (Cahours.)  —  8,  Distilled 
with  excess  of  baryta,  it  yields  anisol.  (Cahoars,  Laurent)  —  9.  Taken 
internally,  it  passes  unaltered  into  the  nrine.     (Bertaguini.) 

ComMnations,  Anisic  acid  is  scarcely  solable  in  cold^  but  dissolves 
somewhat  freely  in  boiling  water^  from  which  it  crystallises  on  cooling. 

Salts  of  Anisic  Acid:  Anisates.  —  Anisic  acid  yields,  with  the  alkalies, 
alkaline  earths,  and  earths  proper,  soluble  and  crystallisable  salts. 

Aniaate  of  Ammonia.  —  Plates  derired  from  a  right  rhombic  prism, 
with  lateral  ed^es  of  84°  and  96'';  the  edges  of  the  base  Tare  truncated 
by  faces  which  are  inclined  to  each  other  at  164®  30'.  The  acute 
lateral  edges  are  mostly  truncated.  In  vacuo  at  SO""  to  99°,  the  crystals 
lose  10*8  p.  a,  and  leave  anisic  acid.  (Laurent.)  Anisic  acid  dis- 
solves readily  in  cold  ammonia,  the  solution  yielding  by  spontaneous 
evaporation,  fine  large  cubes  resembling  common 'salt.  The  crystals 
become  opaqtie  by  exposure  to  the  air.     (Cahours.) 

Laurent. 

CWH80«  152     ....     89-95 

NH»     17     ....     10-05    10-8 

C16H8NHW  169     ....  100-00 

The  salt  is  resolved  by  heat  into  ammonia  and  anisic  acid,  which 
then  shows  a  somewhat  higher  melting  point,  (Pisani,  Compt  rend,  44, 
838.) 

Anisate  of  Potash  crystallises  in  rhombic  or  in  six-sided  plates;  the 
soda-salt  in  needles.  (LAurent.)  Anisate  of  potash  dissolves  in  anis- 
alcohol.     (Cannizaro  6c  Bertagnini.) 

Anisate  of  Baryta,  —  Chloride  of  barium  does  not  at  first  precipitate 
anisate  of  ammonia,  but  after  several  minutes  rhombic  scales  are  formed. 
When  hydrate  of  baryta  is  boiled  with  the  acid  and  with  water,  the  hot 
filtrate  yields,  on  coohng,  first  needles  and  then  rhombic  scales.  (Laurent.) 

Laarent. 

C«HW   143      ....     62-55 

BaO 76-6  ....    3360    34-63 

HO  9      ....      3-95 

CWH'BaO"  +  Aq  ....  228-6  ....  lOO'OO 

Anisate  qfStron6i<t»  — >  Chloride  of  strontium  does  not  at  first  precipi- 
tate anisate  of  ammonia^  but  after  some  time  six-sided  or  rectangular 
plates  are  formed.    (Laurent) 

Anisate  of  Lime.  •—  Anisate  of  ammonia  immediately  precipitates 
chloride  of  calcium.  When  the  mixture  is  sufficiently  mluted,  it  first 
yields  fine  needles  and  afterwards  rectangolar  plate&     (Laurent) 
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Animte  of  Ammonia  produces  no  precipitate  with  solution  of  sulphate 
of  magnesia;  with  dilute  solution  of  alum,  shining  needles  are  slowly 
formed. 

With  protosnlphate  of  manganese,  small  crystals  are  gradually  formed. 
Sulphate  of  zinc  is  precipitated  white.     (Laurent.) 

Anisaie  of  Lead  crystallises  from  the  hoiling  aqueous  solution  on 
cooling  in  pearly  scales,  which  are  hut  slightly  soluole  in  cold  water. 
(Gaholirs.)  Anisate  of  ammonia,  mixed  warm  with  acetate  of  lead,  pro- 
duces microscopic  needtos.     (Laurent.) 


Cahoura. 

tfi  vacuo  at  120*" 

16  C 

96      ....    37*68 

36-43 

7  H 

7      ,.„      2'75 

2-77 

5  O 

40      ....     15-69 

PbO    

111-8  ....    43-88 

CWH'PbO«  254-8  ....  10000 

CahourB'Bt  first  adopted  the  formula  C^'H'PbO^. 

Anisic  acid  precipitates  the  sesqui-salta  of  iron,  but  not  the  proto- 
salts.  (Cahours.)  Anisate  of  ammonia  gives,  with  sesquichloride  of  iron, 
a  yellow  precipitate,  composed  of  microscopic  needles.     (Laurent.) 

The  ammonia-salt  does  not  yield  precipitates  with  the  chlorides  of 
cobalt  and  nickel;  with  acetate  of  copper,  it  forms  a  bluish-white  pre- 
cipitate; with  mercurous  nitrate,  a  white  precipitate.  Mixed  warm 
with  a  solution  of  mercuric  chloride,  it  deposits  microscopic  needles. 
(Laurent.) 

Anisate  of  fiilver.  —  Anisic  acid  forms,  with  oxide  of  silver,  a  colour- 
less salt,  but  slightly  soluble  in  cold  water,  crystallising  from  boiling 
water  in  fine  needles.  (Cahours.)  —  Anisate  of  ammonia  gives,  with  a 
boiling  solution  of  silver,  a  white  precipitate,  crystallising  in  needles 
(Laurent.)  —  The  precipitate  is  composed  of  shining  scales,  greasy  to  the 
touch.     (Hempel.) 

Cahoun.      Laurent.       Hempel. . 
'  Dried  tn  vacuum  at  120**. 

16  0   96    ....     87-06    3704     ....  ....     36*74 

7  H  7    ....       2-70    2-37    ....  ....       2-81 

AgO  116    ....     44-79    44-71     ....    44-71     ....     4467 

5  O   40    ....     16-45     15-88     ....  ....     15-78 

CWlFAgO^ 259    ....  100-00     100-00    ....  ....  100-00 

Anisic  acid  is  readily  soluble  in  alcohol  and  ether,  especially  with 
the  aid  of  heat  (Cahours,  Laurent);  the  saturated  alcoholic  solution  soli- 
difies on  cooling.     (Persoz.) 

According  to  Persoz,  ombellie  add  is  but  slightly  soluble  In  cold  ether ;  badianic 
add  easily ;  Hempel  found  no  difference  between  the  dissolyed  and  the  undissolved 
portion. 
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Sulphanisic  Acid. 

C"H»S«0»  =  C"H80«,2SO» 

Louis  Zeryab.    Ann.  Phaitn.  103,  339. 
JjImpricht.     Brieflicke  MittheUung, 

Sul/anisins&ure,  AnisschwqfeUdure, 

Preparation.  Anisic  acid  is  heated  with  oil  of  vitriol  to  110°,  or 
mixed  with  so  mnch  faming  sulphuric  acid  that  the  mass  remains  syrupy, 
and  heated  for  two  hours  in  the  water-bath,  or  till  the  solution  obtained 
remains  clear  on  being  mixed  with  water;  the  liquid  is  then  diluted  with 
water,  and  carbonate  of  lead  is  added  in  excess;  the  solution  is  filtered 
while  boiling,  and  the  insoluble  residue  is  repeatedly  boiled  with  water,  as 
long  as  needles  of  anisate  of  lead  continue  to  form  on  the  cooling  of  the 
filtrate.  These,  when  decomposed  by  sulphuretted  hydrogen,  yield  sul- 
phanisic acid.  (Zervas.)  —  Limprioht  treats  anisic  acid  with  anhydrous 
sulphuric  acid,  and  obtains  the  pure  acid  by  decomposing  the  lead-salt 
with  sulphuretted  hydrogen. 

FropertifB,  When  obtained  by  slow  evaporation  of  the  aqueous 
solution,  it  forms  needles,  permanent  in  air,  which  lose  69  p.  c.  water  at 
lOO"*  (2H0  =  7*2  p.  c.)  and  are  then  not  fnrther  altered  at  llff". 
(Zervas.) 

Zerraa. 

2S     32    ....     1379     1412 

C^HSQ"   200    ....     86-21 

C^H^S^O"    232    ....  10000 

The  aqueous  solution  of  sulphanisic  acid  may  be  boiled  without  under* 
going  decomposition. 

The  sulpfaanisates  of  ammonia,  potash,  and  soda  crystallise  readily, 
the  first  in  beautiful,  long,  slender  needles. 

Sidpkanisate  of  Baryta  is  obtained  by  saturating  the  acid  with  car- 
bonate of  baryta.  It  forms  beautiful  crystals,  which  give  off  4'7  p.  c. 
water  at  170®.  (Zervas.)  After  drying  over  oil  of  vitriol,  it  gives  off 
16*9  p.  c.  (8  At.)  water  at  180°.  (Limpricht.)  Readily  soluble  in 
water,  less  soluble  after  repeated  recrystallisation.     (Zervas.) 

Easily  soluble  in  water;  precipitated  in  needles  from  the  aqueous 
solution,  by  alcohol.     (Limpricht.) 

Zeiras. 
at  100°. 

16  C     96      ....    24-92 

6  H    6      ....       1-56 

2  Ba  137-2  ....  35*62  35-71 

2  S   32   ,...   8-31 

12  O  96   ....  24-92 

2  Aq  18   ....   4-67  4*7 

—  *- 

C«H«Ba2S»0",2Aq ....  385-2  ....  10000 
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At  180^  Limpricht. 

C«H«S20»2  230      ....     62-64 

2  Ba     137*2  ....    37*36     37*1 

C»«H«Ba*S»0«     367*2  ....  100*00 

SulplianUaie  of  Magnesia.  —  Needles,  readily  soluble. 

Stdpkanisate  of  Lead,  —  a.  Acid, — Nodular  crystals  easily  soluble 
in  cold  and  in  hot  water.  After  drying  over  oil  of  yitriol  it  loses  8*0  p.  c. 
water  (2  At.)  at  180^     (Limpricht.) 

Ai  180%  Limpricht. 

CMH»SaO» 233    ....    69*96 

Pb    104     ....    30*04    ........    29*3 

CWH»PbS«0« 337    ....  100*00 

5.  Neutral.  —  {Preparation  p.  128),  —  Beautiful  needles,  which  after 
drying  at  100^,  giro  off  3*81  p.  c.  water  (calculation  3*95  p.  c.)  at  175% 

iZerras.)     After  drying  over  oil  of  yitriol,  it  gi7e3  off  14*8  p.*c.  water 
8  At.)  at  ]  80^     (Limpricht.) 

Scarcely  soluble  in  cold  water,  readily  in  boiling  water,  but  its  solu- 
bility is  diminished  by  repeated  crystallisation.    (Zervas.) 


16  C 

DHed  at  100% 
96 

....    21*05    .... 
....      1*75    .... 

....    46*60   

....       7*00    .... 
....     24*60    .... 

Zerras. 
....     20-99 

8  H     ,. 

8 

1*79 

2  Pb    ., 

208 

....    45*45 

2S       .. 
14  O      .. 

32 

112 

....      7*05 
....    24*72 

CWuepb«S»0»,2Aq  456    ....  100*00    100*00 

StUphanisate  of  Silver,  —  Obtained  by  treating  the  acid  with  carbo- 
nate of  silver.  Sparins^ly  soluble  in  water,  especially  after  reorystallis- 
iug.  (Zerras.)  Nodular  crystals,  sparingly  soluble  in  water.  (Lim* 
pricht.) 


Anisate  of  Methyl. 

Cahours.  JT.  Ann,  Chim,  PKyt,  14,  493;  J.  pr.  Ckm.  36,  429;  further 
i\r.  Ann.  Chim.  Fhy$,  23,  251 ;  J.  pr.  Chm.  45,  147  ;  Fharm. 
Ckntr.  1845,  900. 

Aninauru  Methytoxyd^  Aniiote  de  Methyline,  Anirformuiw. 

Mrmation.  1.  From  anisic  acid  and  wood-spirit  —  2.  Chloride  of 
anisyl  mixed  with  wood-spirit  becomes  heated  and  forms  anisate  of 
methyl,  precipitable'from  the  mixture  by  water. 

Preparation,    2  parts  of   anhydrous  Wood-spirit  are  mixed  with 

VOL.   XIII,  ^ 
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1  part  of  crystallised  anisic  acid  and  1  part  oil  of  vitriol,  and  the  deep 
carmine-red  mixture  is  distilled.  Wood-spirit  passes  over  first,  then 
anisate  of  methyl,  as  a  heayy,  quickly  congeaUng  oil,  which  is  washed 
with  a  warm  solution  of  soda,  then  with  water,  and  crystaUised  two  or 
three  times  from  alcohol  or  ether. 

Properties.  White,  shining,  hrqad  scales.  Melts  between  46°  and 
47*^  and  solidifies  into  a  white  crystalline  mass  on  coolinff.  Boils  at  a  very 
high  temperature  and  passes  over  undeoomposed.  Smells  faintly  of  anise. 
Tastes  hot  and  burning. 

Cahoan. 

18  C  108  .*..  66-06  64-86 

laH 10  ....   6-02  .,.   6-06 

6  0 48  ....  28-92  29-08 


C18HI0O8  166  ....  100-00  10000 

Isomeric  with  ethylsalieylic  aeld. 

Decomposition.  1.  Chlorine  and  bromine  act  violently  on  anisate  of 
methyl,  eUminating  large  quantities  of  hydrochloric  or  hydrobromic  acid, 
and  yielding  orystallisable  products  in  which  hydrogen  is  replaced  bv 
chlorine  or  bromine.  —  2.  Fuming  nitrio  acid  forms  nitranlsate  of  methyl, 
with  violent  action.  —  8.  Ammonia  seems  to  act  with  anisate  of 
methyl  in  the  same  manner  as  with  salicylate  of  ethyl  (^^i'^^^)-" 
4.  Concentrated  solution  of  potash  boiled  with  anisate  of  methyl  yields 
wood-spirit  and  anisate  of  potash. 

Anisate  of  methyl  is  insoluble  in  water,  abundantly  soluble  in  alcohol 
and  ether,  especially  on  the  application  of  heat. 


Anisate  of  Ethyl, 

Cahours.  iT.  Ann,  Chim.  Phys.  2,  292;  J.  pr.  Chem.  24,  351;  Compt. 
rend.  19,  775;  If.  Ann.  Chim.  Phys.  14,  492;  J.pr.  Chem.  36,  427; 
further:  N.  Ann,  Chim.  Phys.  23,  351;  J, pr.  Chem.  45, 147;  Pharm. 
Centr.  1845,  900. 

Anisic  Ether  J  Anininester. 

ForTnation.  1.  From  anisic  acid  and  alcohol.  —  2.  Chloride  of  anisyl 
mixed  with  strong  alcohol  becomes  heated,  and  forms  anisic  ether  predpit- 
able  by  water. 

Preparation.  Absolute  alcohol  is  nearly  saturated  with  anisic  acid 
at  50°  —  60";  hydrochloric  acid  gas  is  passed  through  the  liquid  as  long 
as  it  continues  to  be  absorbed;  and  the  fuming  liquid  is  distilled.  From 
the  liquid  satonted  with  hydrochloric  acid,  water  precipitates  unaltered  anisic  add. 

Chloride  of  ethyl  passes  over  first,  then  alcohol,  and  lastly  anisic  ether, 
which,  by  washing  with  carbonate  of  soda  and  then  with  water,  is  freed 
from  adhering  hydrochloric  acid,  anisic  acid  and  alcohol,  and  rectified 
over  chloride  of  calcium^  Cahoors  at  first  reoommended  a  final  rectification  over 
ezoesi  of  oxide  of  lead* 
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Properties.    Coloarless  liquid,  denser  than  water.     Boils  at  250**  to 
255^.    Odoar  similar  to  that  of  anise-camphor;  taste  warm  and  spicy. 


20  C 

120 

.....„...,     12 

6  0    

48 

Cabotin. 
formerly.         later. 

66-70    66-76    ....    66-56 

6-67    6-28    ....      6-76 

26-68    2606    ....    26*68 


0»H»0«    180    ....  10000    100-00    ....  100-00 

.DecompontUms.  1.  Anisic  ether  becomes  slowlj  acid  when  exposed 
to  the  air.  —  2.  It  is  strongly  heated  by  dropping  bromine  into  it, 
evolving  a  large  quantity  of  hydrobromic  acid  and  soBdifying  in  crystals 
of  bromanisic  ether.  —  3.  In  dry  chlorine  gas  it  is  converted  into  needles  of 
chloroanisic  ether.  —  4.  Anisic  ether  dissolves  in  fuming  nitric  add  with 
evolution  of  heat,  forming  nitranisic  ether,  precipitable  by  water.  -~ 
5.  Ammonia  does  not  dissdive  the  ether,  but  after  long  continued  action 
forms  crvfltalline  anisamide.  —  6.  Boiled  with  a  solutum  of  potash,  it  is 
readily  decomposed  into  alcohol  and  anisate  of  potash. 

Anisic  ether  is  insoluble  in  water,  readily  soluble  in  alcohol  and  ether. 


Hydrochlorate  of  Anisene  C"H»0«,Ha  i 

Cahiyizabo  XL  Bebtaonini. 

The  upper  layer  of  liquid  obtained  by  passing  hydrochloric  acid  ffas 
through  anisalcohol  (p.  120),  yields,  when  washed  with  dilute  smu- 
tion  of  carbonate  of  potash  and  afterwards  with  water,  a  colourless  oil^ 
which  has  a  fruity  odour  and  burning  taste,  forms  sal-ammoniac  and 
anisalcohol  when  treated  with  alcoholic  ammonia,  and  appears  to  be 
decomposed  by  aoueous  solutions  of  the  alkaline  carbonates.  It  acts 
violently  on  anisalcohol,  forming  hydrochloric  acid,  anisic  acid  and  a 
resin  insoluble  in  alcohol  and  ether,  soluble  in  chloroform. 


ThianisioL 


Cahoubs.    Oompt  rend.  25,  458. 

Hydrurs  de  suffsniiyle.    (G«rhardt,  Traiii  3|  360.) 

Formaiion.  1.  By  the  action  of  sulphide  of  ammonium  on  alcoholic 
anisylous  acid  (p.  121).  —  2.  By  the  action  of  hydrosulphuric  acid  on 
anishydramide. 

When  hydrosulphuric  acid  is  passed  through  alcoholic  anishydramide 
to  saturation,  the  liquid  becomes  turbid  and  deposits  pmvemlent 
thianisiol,  which  is  obtained  white  by  washing  with  alcohol. 
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Oxyhi'omine-nudeut  C**H"BrO*. 

Bromide  of  AnisyL 

C"H'BrO*  =  C"H'BrO«,0«. 

Cahours.    Compt.  rend.  19,  705;  N',  Ann.  Chim.  Phys.  14,  486;  J,  pr. 
Chem.  86^  422;  abstr.  Ann,  Fhaifn.  5G,  307. 

Bromure  ffanityU,  Aniaylbromiirf  BrwnanuyU 

Formfition  and  Preparaiion.  AnIijdroQB  bromine  is  added  drop  b^ 
drop  to  anisylous  acid  (an  excess  of  bromine  mast  be  avoided  as  it 
would  yield  a  prodact  richer  in  bromine).  The  mixture  becomes 
^fitronglj  heated,  girea  off  hydrobromic  acid  abundantly,  and  then  solidifies. 
The  prodact  is  at  once  washed  with  ether,  which  takes  up  an  oil,  and 
the  residue  is  pressed  between  blotting  paper  and  crystallised  from  ether. 

White,  silky  needles. 


IC  c      

7  H      

96 

7 

....    44-65     .... 
....      3-26    ... 

....       Of    wA       •..< 
....       14-90       ...< 

Cahours. 
44-47 

■  ....         0  4V 

Br    

4  O      

80 

32 

37-43 

14-61 

CWH7BrO<    ... 

215 

....  100-00    .*. 

10000 

•  It  is  perhaps  bromanisyloas  acid.    Gerbardt  {TraiU  3,  372). 

Bromide  of  anisyl  distils  almost  without  decomposition.  A  strong 
boiling  solution  of  potash  converts  it  into  bromide  of  potassium  and  anisato 
of  potash. 


Bromanisic  Acid. 

C"H'BrO«  =  C"H'BrO«,0*. 

Laurisnt.    Rev,  seient.  10,  16;  J.  pr.  Cliem.  27,  243. 
Cahours.     N'.  Ann.  Chim.  Phys.  14,  495;  J,pr.  Chem.  36^  430;  abstr. 
Ann.  Pharm.  HG.ZW, 

Acida  iromodraeoniaique,  hromodraeoniqu0f  brodraeanguef  bromadraciii^f 
bromoaniiatique,  bromoaniiigue. 

Formation  and  Preparaiion.  When  bromine  is  allowed  to  act  on 
anisic  acid,  acid  fames  are  evolved  and  the  liquid  becomes  hot.  The 
residue  is  freed  from  excess  of  bromine  by  washing  with  a  little  cold 
alcohol,  and  dissolved  in  boiling  alcohol;  nearly  all  the  bromanisic  acid 
then  separates  on  cooling.  (Laurent.)  Cahours  removes  the  excess  of 
bromine  by  water,'  and  to  remove  a  yellowish  substance,  presses  be- 
tween filtering  paper  the  bromoanisic  acid  which  has  been  crystallised 
from  alcohol,  and  obtains  the  acid  perfectly  white  by  recrystallisation. 
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Properties,  "White,  shiuing  needles,  which  melt  at  204**  —  205% 
volatilise  without  decompositioD,  and  sublime  in  fine  rectangnlar  or 
rhombic,  somewhat  iridescent  plates.     (Laurent.) 

Laurent.        Cahonra. 

....  41-55  41-55  * ....  41-71 

....  304  2-96  ...  315 

....  34-63  34-46  ....  34-79 

....  20-78  2103  ....  20-35 


16  C     

7  H    

96 

7 

Br    

6  0    

80 

48 

C"H'BrO«  231     ....  10000     100-00     ....  lOO'OO 

Isomeric  with  methyl-bromosaycyUc  add. 

By  distillation,  with  excess  of  lime,  or  hj  dry  distillation  bf  the 
potash-salt,  the  acid  is  resolved  into  carbonic  acid  and  bromanisol. 
(Cahours.) 

Sparingly  soluble  in  boiling  water, 

Bromanisic  acid  forms  with  ammonia  and  with  the  fixed  alkalis, 
readily  soluble,  crystallisable-salts.  (Cahours.)  The  ammonia-salt  pre- 
cipitates baryta-  strontia-  and  lime-salts  white,  or  if  the  solutions  are 
somewhat  dilute,  yields  needles;  it  does  not  precipitate  magnesiarsalts. 
It  precipitates  the  lead-salts  white.    (Laurent.) 

JBromanUcUe  of  Silver.  — Bromanisate  of  ammonia  forms  with  salts  of 
silver  a  white  pi-ecipitate,  which,  when  dried  at  lOC,  contains  3214  p.  c 
of  silver  and  is  therefore  C"H«BrAgO'  (calculation  requires  31-97  p.  c). 

(Laurent.) 

Bromanisic    acid   dissolves    pretty   readily  in    alcohol   and    ether, 

especially  with  the  aid  of  heat 


Bromanisate  of  Methyl. 

C^^H'BrO*  =  C»HK),C"H«BrO'. 
Cahours.    iV.  Aim.  Chim.  Fhyt.  14,  503;  J.  pr.  CJiem.  36,  436. 

BffmanUaie  de  methylene,  Bromanitformetter. 

'Formation  and  Preparation.— I.  When  bromine  is  poured  drop  by 
drop  on  anisate  of  methyl,  the  mass  fuses  from  the  heat  produced,  evolves 
much  hydrobromic  acid  and  becomes  reddish-yellow.  It  is  freed  from 
bromine  and  hydrobromic  acid  by  washing  with  water,  and  recrystallised 

several  times  from  alcohol.  ,      .  .    .    v    *  j 

2.  A  solution  of  bromanisic  acid  m  anhydrous  wood-spirit  is  heated 
in  the  water-bath  for  a  quarter  of  an  hour  with  a  little  oil  of  vitriol,  and 
the  mixture  is  diluted  with  3  or  4  times  its  volume  of  water,  which  causes 
an  abundant  precipitation  of  fiakes.  These  are  washed,  first  with 
ammoniacal,  then  with  pure  water,  recrystaUised  from  boiling  strong 
alcohol,  and  pressed  between  paper. 
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PropetiicB.    Smalli  tranaparent  prisms^  melting  at  a  gentle  heat 


18  C   

9  H   

108 

9 

....  44*08  ... 

....    «#  0/   ..< 

....  32-65  .. 
....  19-60  .. 

Cahoars. 

44-30 

3*81 

Br  

80 

32-63 

6  0-  

48 

19-26 

CWH»BrO«  ..... 

245 

....  100-00  .. 

100*00 

DeoompoBed  into  wood-spirit  and  bromanifiate  of  potash  on  boiJiug 
with  solntion  of  potash. 

Insoluble  in  water.  Dissolves  pretty  readily  in  alcohol  and  wood- 
spirit^  espeoially  with  the  aid  of  heat,  less  readily  in  ether. 

Bromanisate  of  Ethyl. 

C«>H"BrO«  =  C*H»0,C"H«BrO». 

Cahoviui.    N.  Ann.  Chim.  Phys.  14,  499;  J.  pr.  Chem*  36,  836. 
Bromaniiic  ether,  Bromanuvinester. 

Preparation.  1.  When  bromine  is  added  drop  by  drop  to  anhydrous 
anisic  ether,  the  liquid  solidifies,  with  rise  of  temperature  and  evolution 
of  hydrobromic  acid.  The  mass,  when  freed  by  washing  with  water, 
from  bromine  and  hydrobroroie  acid,  pressed  between  paper  and  dissolved 
in  boiling  alcohol,  crystallises  on  cooling.  —  2.  Hydrochloric  acid  gas  is 
passed  through  a  solution  of  bromanisic  acid  in  absolute  alcohol.  The 
product  obtained  from  the  liquid,  when  washed,  first  with  alkaline  then 
with  pure  water,  and  several  times  crystallised  from  alcohol,  exhibits  tbe 
same  properties  as  that  obtained  according  to  1. 

White,  shining  needles.  Melts  at  a  moderate  heat,  and  volatilises 
when  more  strongly  heated. 

Cahoars. 


20  C   

120 

....   4D  OO      •.. 
«...    4  «4   ... 

.••t  oU-o9  ... 
....   lo*d4  ... 

46-52 

11  H   

11 

.....   4*37 

Br  

6  O   

80 

48 

30-94 

18-17 

C»H"BrO«  

259 

....  100-00  .... 

100-00 

■ 

Boiled  with  a  solution  of  potash,  it  splits  up  into  alcohol  and  bromani- 
sate of  potash.  Does  not  appear  to  be  further  changed  by  excess  of  bro- 
mino. 

Dissolves  readily  in  alcohol  and  ether,  not  in  water. 


OxyMorine^Ticleua  C"H'C10'. 

Chloride  of  AnisyL 
C»H'C10*  =  C"H'C10*,0*. 

Cahours.     (1848.)    JV.  Ann.  Chim,  Phys.  23,  351;  J.  pr.  Chem,  45, 
147;  extract  Ann.  Pharm.  70,  47. 

Formation  and  Preparation,    Pentachloride  of  phosphorus  acts  vio- 
lently on  anisic  acid,  eliminating  a  considerable  quantity  of  hydrochloric 
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acid,  and  forming  a  mixtare  of  chlorophoBphoTic  acid  and  chloride  of 
auisy],  from  which  the  chlorophosphorio  acid  may  be  distilled  off  first, 
and  then,  chloride  of  anisyl  collected  in  a  fresh  receiver  between  250°  and 
270^.  This  product  is  washed  with  cold  water^  then  with  dilute  solution 
of  potashi  and,  after  separation  of  the  potash,  rectified  over  chloride  of 
calcium. 

Properties,    Colourless  liquid  of  sp.  gr.  1*26  at  15°.    Has  a  pene- 
trating odour.    Boils  at  262*^. 


16  C  

96   ....  66*33  ... 

Cabonn. 
,.,..•  56-05 

7  H  

7   ....   4*10  ... 

4'30 

CI  

4  O  

35-4  ....  20-78  ... 

32   ....  18-79  ... 

20-98 

18-67 

CWH'CIO*  .... 

170*4  ....  100-00  .., 

lOO'OO 

Decompositions,  1.  In  contact  with  moist  air,  it  rapidly  fornix 
hydrochloric  and  anisic  acid.  —  2.  Becomes  heated  with  strong  wood- 
spirit  or  alcohol,  whereupon  water  separates  from  the  mixture  the  ether 
of  anisic  acid.  —  3.  With  dry  ammonia-gas  it  forms  anisamide.  — 
4.  With  aniline  it  forms  anisanilide. 

Cahonn  had  before  obtained  by  the  action  of  chlorine  on  anisylons  acid,  a  cryBtal- 
line  prodnct,  to  which  he  gave  the  forroala  CH^CIO^,  but  which  he  did  not  examine 
more  closely.     (Compi,  rer^*  19,  795.) 


Chloranisic  Acid. 

C»«H'C10«  =  C^ff  C10*,0*. 

Laubemt.     (1842.)    Bev*  scient,  10,  15;  /.  pr.  Chem,  27,  243. 
Cabovbb,    N,  Ann.  Chim.  Fhys.  14,  497;  J.pr.  Ohem.  36,  432;  Pharm. 
Centr,  1845,901. 

Aeide  chlorodraeonisiquef  cMordraeatiqnet  chloranisaiique,  chloroanisiquct  Chlor- 
anissdure. 

Formation.    By  the  action  of  chlorine  on  anisic  acid. 

Preparation,  1.  Chlorine  is  passed  through  melted  anisic  acid, 
whereby  hydrochloric  acid  is  evolved,  and  the  product  is  purified  by 
crystallisation  from  alcohol.  (Laurent.)  —  2.  When  finely  powdered 
anisic  acid  is  introduced  into  a  bottle  filled  with  dry  chlorine  gas, 
the  chlorine  is  rapidly  absorbed,  being  replaced  by  hydrochloric  acid 
gas.  This  is  displaced  by  a  current  of  dry  air,  and  the  solid  product  is 
washed  with  water  and  repeatedly  crystallised  from  alcohol  of  40°. 
(Banm^.^  Gm.)     (Cahours.) 

Properties,  Colourless,  slender,  highly  lustrous  needles.  Inodorous. 
Sublimes  in  rhombic  needles  with  lateral  edges  of  about  138°  and  42°. 
(Lanrent.)  MelU  at  about  180°  (Laurent);  near  176°.  (Cahours.)  May 
be  distilled  without  decomposition. 
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16  C    

7  H   

....    96      ....    51-50 

Laurent.        Cahours. 

••••  •••       d^'^l        ....       dl-4/ 

3-68    ....      3-87 

CI  

6  0  

....     83-4  ....     19-00 
....     48      ....     25-75 

18-66     ....     18-97 

23-45     ....     25-69 

C"fl7ClO«  .... 

....  186-4  ....  100-00 

100-00    ....  100-00 

Isomeric  with  metbyUchloroBalicylic  acid. 

Decompositions,  1.  The  acid  does  not  appear  to  be  further  cban/;;ed 
by  chlorine,  even  in  sonshine.  •—  2.  Heated  with  strong  bases^  it  splits 
up  into  carbonic  acid  and  chloranisol.  The  potash-salt  yields  by  dry 
distillation  an  oil  containing  chlorine,  probably  chloranisol,  and  leaves 
a  residue  of  carbonate  of  potash  and  charcoal.     (Cahours.) 

Combinations,  Chloranisic  acid  is  nearly  insoluble  in  water.  (Lau- 
rent.) It  dissolves  in  warm  sulphuric  acid,  partly  crystallising  in  fine 
needles  on  cooling;  water  precipitates  it  completely  from  the  solution. 

With  ammonia,  potash,  and  soda,  chloranisic  acid  forms  soluble  crys- 
tallisable  salts.  (Cahours.)  The  ammonia-salt  forms  c^stalliuo  precipi- 
tates with  moderately  diluted  solutions  of  the  chlorides  of  bariuiu- 
strontium  and  calcium.  It  precipitates  lead  and  silver-salts  white* 
(Laurent.) 

Chloranisic  acid  dissolves  readily  in  alcohol  and  ether,  especially  on 
application  of  heat. 


Chloranisate  of  Methyl, 

C"iPC10«  =  CH«0,C"HK:!10». 

Cahours.     (1845.)     N,  Ann.  Chim.  Phys.  14,  504 j  J.  pr.  Chcm,  36, 
434. 

Anisate  of  methyl  treated  with  dry  chlorine,  evolves  hydrochloric 
acid  and  forms  a  crystallised  compound,  which  when  heated  with  potash 
is  resolved  into  methylic  alcohol  and  chloranisic  acid« 


Chloranisate  of  EthyL 

C«H»C10«  =  C*H»0,C"H^C10». 

Cahours.    N.  Ann.  Chim.  Phys,  14,  500;  J.  pi\  Chenu  36.  434. 

Preparation,  When  anisic  ether  is  ponred  into  a  bottle  filled  with 
chlorine,  shining  cijstals  soon  make  their  appearance  on  the  sides  of  the 
vessel,  and  are  purified  like  bromanisate  of  ethyl  (p.  134). 

Cahonn. 

20  C     120      ....     5607     05-93 

11  H    11      ....      514     507 

01    35-4  ....     16-36     16-17 

6  0    48      ....     22-43    22-83 


uk. 


C»H"C10« 214-4  ....  10000    100-00 
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^Hlr(hnucUu8  C"XH». 

Nitrozylol. 

C"NH»0*  =  C"XH». 

Gauours.     Compt  reml.  30,  319. 

CuuRCH.     rhil.  Mag.  J;  4,  Ser.  9,  453;  J.  pr.  Chcm,  67,  44. 

Foliation  and  Preparation.  Xylo\  forms,  with  funiintj  nifrio  acid, 
nitro-  aud  binitro-xylol.  (Cahours.)—  2.  Xylol,  or  the  portion  of  light 
coal-tar  oil  boiling  between  124''  and  130°  (p.  117),  is  dissolved  in  cold 
nitric  acid  of  sp.  gr.  1*5,  and  the  product  is  precipitated  hy  water, 
and  freed  from  nitric  acid  by  washing  with  water.     (Church.) 

Fropeyfies.  Yellow  oil  heavier  than  water.  Has  a  less  pleasant 
odour  than  uitrobenzol.  (Church.)  It  is  transfoimed  into  xylidine  by 
reducing  agents.  (Cahours,  Church.)  With  fuming  sulphuric  acid  it 
forms  nitrosulphoxylolic  acid.     (Church.) 


Nitrosulphoxylolic  Acid. 

C"NH»S'0'«  =  C"XH»,2S0». 
CuUKCii.     Phil.  Mag.  J.  [4],  455;  J.  pr.  Chew.  47,  45. 
*     NiiroJc^loUchwefi'dure, 

Known  only  as  a  baryta-salt. 

Fonnation  and  Preparation  of  tlte  Bartfta-mlt.  —  Nitroxylol  is  dis- 
solved in  fuming  oil  of  vitriol,  and  the  solution,  after  being  kept  for  an 
hour  at  a  temperature  of  100°,  is  left  to  itself  for  three  davs,  then  distilled 
with  water,  neutralised  wilh  carbonate  of  baryta,  and  filtered.  The 
filtrate  evaporated  nearly  to  dryness,  leaves  nitrosulphoxylolato  of  baryta 
in  the  form  of  a  crystalline  lemon-yellow  powder. 

Church. 

Ba ., 68-6  ....     22-97     225 

C«NH«S«0'o 280      ....     77-03 

C^NH^BaS^O^o 296-6  ....  10000 

Oxynitro-nudeu^  C"XH^O'. 

Nitranisic  Acid, 

C"NH'0»o  =  C»«XH^O',0*. 

Cauours.     (1845.)    K.  Ann.  Chim.  Phys.  2,  297. 
Laurent.    Jiev.  scient.  10,  13;  J.  pr.  Chem.  27,  241;  Phaim.  Cenir. 
1846,  902. 

Acide  nitroanUique,  nitrodracon6ngite,  nitraniiaiigue,  Anissalpeiersaure. 

Foitnatian.  By  the  action  of  boiling  nitric  acid  on  anise-camphor 
(Cahours)  on  oil  of  tarragon  (Laurent),  or  on  anisic  fbcidt 
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Proration,  1.  ADise-camphor  is  boiled  with  nitric  acid  of  36°  Bm. 
till  the  oil  which  first  forms  is  perfectly  dissolved  in  the  boiling  liquid; 
water  is  then  added,  which  on  cooling  precipitates  the  nitranisic  acid  in 
yellow  flakes.  The  product  is  washed  with  water  till  the  washings  have 
scarcely  any  acid  taste,  and  then  dissolved  in  ammonia;  the  ammonia- 
salt,  after  being  several  times  recrystallised  till  scarcely  a  trace  of  yellow 
remains,  is  dissolved  in  water;  and  the  nitranisic  acid  is  precipitated  by 
the  addition  of  an  acid:  it  is  obtained  pure  by  washing  with  distilled 
water.  (Cahonrs.)  —  2.  The  mother-liquor  of  anisate  of  ammonia  ob« 
tained  in  the  preparation  of  anioic  acid,  which,  besides  nitrodrcuxma- 
sate  (^amnumiaquef  contains  already  some  nitranisate  of  ammonia,  is 
precipitated  by  nitric  acid;  and  the  precipitate  is  washed  with  water, 
dried,  and  boiled  with  nitric  acid  for  half  an  hour.  On  cooling,  short 
fonr-sided  prisms  are  deposited,  which  when  washed  with  water  and 
dissolved  in  boiling  alcohol,  are  at  once  precipitated  in  fine  needles  on 
cooling.    (Laurent.) 

Properties.  Colourless  or  pale-yellowish  needles.  It  is  deposited  in 
small  shining  needles  on  the  cooling  of  the  boiling  aqueous  or  weak 
alcoholic  solution.  —  Melts  at  175  — 180^,  and  sublimes  at  a  higher  tem- 
perature without'  decomposition.  The  angles  of  tbe  lateral  edges  of  the 
crystals  obtained  by  sublimation,  measure  respectively  about  114°  and 
Q%^j  in  those  crystallised  from  nitric  acid,  to  about  102°.  (Laurent.) 
When  carefully  heated,  it  sublimes  partly  undecomposed,  as  a  yellow 
powder,  while  another  portion  turns  black  and  emits  a  suffocating  odour. 
(Cahours.)    Inodorous;  tasteless.     (Laurent.) 

Cahonn.      Laurent. 

16  C  96  ....  48-73  48-81  ....  49-07 

N  14  ....  7-11  7-27  ....  7-37 

7H  7  ....  3-55  3-10  ....  3-60 

10  O  80  ....  40-61  40-82  ....  3996 

CWNH70W  197     ....  100-00    100-00    ....  lOO'OO 

Decompositions,  1.  In  the  distillation  of  20  —  30  gr.  of  nitranisic 
acid,  decomposition  ensues,  attended  with  emission  of  light,  after  a  few 
grammes  have  passed  over.  —  2.  Nitranisic  acid  is  not  changed  by  nitric 
acid,  chlorine  or  bromine.  (Laurent.)  —  3.  It  is  violently  acted  upou, 
when  heated,  hy  pentachloride  of  phosphorus,  forming  chlorophosphoric  acid 
and  a  dark  yellow  liquid  which  behaves  like  nitrochloranisyl.     (Cahours.) 

—  4.  With   sulphide  of  amrrumium  it  yields  anisamic  acid.     (Zinin.) 

—  5.  By  ho\[mg  w\i\i  hdphiie  of  ammonia,  it  is  decomposed  like  nitro- 
naphthalin.     (Piria.) 

Combinations,  Nitranisic  acid  is  very  sparingly  soluble  in  cold  water, 
somewhat  more  in  boiling  water.     (Cahours.) 

With  ammonia,  potash  and  soda,  nitranisic  acid  forms  salts  which  are 
readily  soluble  in  water.  The  ammonia-saU  crystallises  in  beautiful 
needles,  spherically  grouped.  (Laurent.)  The  bary  ta,  strontia,  lime  and 
magnesia-salts  of  nitranisic  acid  are  sparingly  soluble.  (Cahours.)  The 
baryta  and  strontia-salts,  obtained  by  precipitating  nitranisate  of  ammonia 
witn  chloride  of  barium  or  strontium,  form  ramified  needles;  the  lime-salt, 
a  precipitate  composed  of  small  spherical  granules ;  the  magnesia-salt, 
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obtained  from  nitranisate  of  baryta  and  sulpbate  of  magnesia,  forms 
radiated  needles.  From  sulphate  of  manganese,  nitranisate  of  ammonia 
precipitates  microscopic  bundles  of  needles  ;  from  zinc-salts,  a  white 
precipitate  composed  of  needles.  It  precipitates  alumina-salts  white; 
sesquiohloride  of  iron  yellow;  cupric  salts  bluish-white;  lead-ealts  white. 
The  chlorides  of  cobalt  and  nickel  and  mercuric  salts  form  but  slight 
precipitates  with  nitranisate  of  ammonia.     (Laurent.) 

NUranisaU  of  Silver.  —  Nitranisate  of  ammonia  precipitates  silver- 
salts  white.     (Laurent.) 

At  120^  in  tHM.  CahoiirB.      Laurent. 

16  C   96  ....  31-56    31-89 

N  14  ....  4-61 

6  H  6  ....  1-97    1-78 

Ag 108-1  ....  35-55     35-52    ....    35-67 

lO.O  80  ....  26-31 

CWNH«AgOW 304-1  ....  ]  00-00 

Nitranisic  acid  is  insoluble  in  water.     (Cahours.) 
It  is  moderately  soluble  in  hot  alcohol;  the  solution  solidifies  on- 
cooling.     It  dissolves  in  ether,  especially  on  application  of  heat. 


Nitranisate  of  Methy], 

C"NH»0^<^  =  C*H«0,C"XH«0». 

Cahours.  iV.  Ann.  Chim.  Fhys,  14,  504;  J.p7\  Chem,  36,  435;  Pharm. 
Centr.  1 845,  903. 

NitranitaU  de  methylene,  Nitran^fifrmester. 

Formation  and  Prejparaiion.  1.  Kitranisic  acid  is  boiled  with  wood- 
spirit  and  oil  of  yitriol.  —  2.  Anisate  of  methyl  is  dissolved  in  fumine 
nitric  acid,  and  the  product  is  precipitated  by  water,  and  crystallised 
several  times  from  alcohol. 

Fropeiiies,  Broad,  yellowish  plates,  very  much  resembling  nitrani- 
sate of  ethyL     Melts  near  100%  and  volatilizes  at  a  higher  temperature. 


18  C      

N 

9  H     

108 

14 

9 

«...      6*76    «... 
....       ^  o**     ...< 

Cahours. 

51-85 

6-9* 

4-44 

10  0      

80 

36-78 

CMNH'QW    

211 

....  100- 00     ... 

100-00 

Heated  with  potash,  it  is  resolved  into  wood-spirit  and  nitranisate  of 
potash. 

Insoluble  in  water.  Dissolves  readily  in  hot  wood-spirit  and  alcohol, 
the  greater  part  being  deposited  in  crystals  on  cooling.  . 
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Nitranisate  of  Ethyl. 

Cahours.     iV«  Ann,  Chin,  Pkys,  14,  501. 

MiTSCHERLicu.    J,  pr,  Chem.  22,  195;  Fharm.  CaUi\  1845,  902. 

Nitranisic  eiher,  Nitranisvinester, 

Formation  and  Preparation,  1.  A  solution  of  nitranisic  acid  in 
absolute  alcohol  is  saturated  at  60*  to  70°,  %vitli  hydrochloric  acid  gas. 
The  liquid  then  becomes  heated,  turns  yellow,  evolyes  hydrochloric  aci«l 
and  chloride  of  ethyl,  and  when  mixed  with  water,  deposits  thick 
yellowish  fiakes,  which  may  be  freed  from  uncombined  nitranisic  acid 
by  washing  with  ammoniacal  water;  they  are  obtained  pure,  by  washing 
with  distilled  water,  drying,  and  repeated  crystallisation  from  alcohol.  — 
2.  When  equal  parts  of  anisic  ether  and  fuming  nitric  acid  are  mixed, 
the  ether  dissolyes  in  the  acid  with  evolution  of  heat.  The  product  is 
precipitated  by  water,  well  washed,  and  crystallised  from  alcohol. 
(Cahours.) 

Properties,  Beautiful,  highly  lustrous,  broad  plates.  Crystallises 
well.     (Mitschcrlich.)    Melts  between  98^  and  100°. 


20  C      

....  120 

....      Oo  Ov      ... 

6-22     ... 
....       4'88     .., 
....      OO'u/       ... 

Cahours. 
53-12 

N      

....     1  4 

6*14 

11  11      

....     11 

515 

10  O      

....     80 

35*59 

C»NH"0^^>   ... 

....  225 

....  10000    .. 

10000 

Decompositions,  It  is  rapidly  decomposed  by  alcoholic  potash,  into 
alcohol  and  nitranisic  acid.     Not  altered  by  bromine. 

Nitranisate  of  ethyl  is  insoluble  in  water.  It  dissolves  in  oil  of 
vitriol,  especially  on  application  of  heat;  on  cooling,  part  of  the  ether 
crystallises  out,  and  the  whole  is  precipitated  by  water. 

Dissolves  abundantly  in  hot  alcohol  and  crystallises  from  it  almost 
completely.     (Cahours.) 


Aniso-nitrauisic  Acid. 

C»NH"0*«  =  C"XH'0«,C^»HW. 

Laurent.  Bev,  scimt.  16,  11;  J,  pr,  Cliem.  27,  239.  Also  Compt.  rend, 

20,  366. 
Bebzelius.     Jahreth,  23,  420. 

Acide  fUtrodracomuigue, 

Fofmation  and  Preparation,    The  mother-liquor,  from  which  anisate 
of  ammonia  has  separated    (p.  224),  contains    (besides   anisic   acid) 
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smmoDia-salts  of  aniso-nitranisio  acid  and  nitranisic  acid.  It  in  evapo- 
rated nearly  to  a  syrnp,  and  boiled  in  a  flask  with  alcohol,  which  dissolves 
it  entirely  and  deposits  crystals  on  cooling.  The  mother-liqnor  yields 
more  crystals  by  repeated  evaporation.  All  these  crystalline  deposits 
are  dissolved  in  boiling  alcohol,  and  the  solution  is  slowly  cooled, 
whereby  crystals  of  aniso-nitranisate  of  ammonia  are  obtained.  The 
crysta]s*shonld  deposit  in  radiated  hemispheres,  which  form  first  on  the 
surface  of  the  fluid,  gradually  increase,  and  then  fall  to  the  bottom ; 
shoald  single  needles  form,  the  liquid  must  be  poured  ofl*  at  once. 

The  ammonia-salt  is  purified  by  two  or  three  crystallisations  from 
alcohol,  dissolved  in  boiling  water  with  addition  of  ammonia,  and  nitric 
acid  added.  A  white  precipitate  immediately  forms,  which  must  be 
collected  on  a  filter,  washed  and  dried. 

Properties.  May  be  obtained  crystallised  in  flat  needles  by  the 
cooHufi^  of  a  boiling  alcoholic  solution.  Yellowish- white.  Has  a 
scarcely  perceptible  taste.  Melts  at  185°,  and  solidifies  to  a  radiated 
mass  on  cooling.  May  be  sublimed  without  decomposition  in  rhombic 
needles,  the  angles  of  whoso  obtuse  lateral  edges  are  about  101°. 


1 

32  C   

N   

192 

14 

....  55*00  ... 
....   4*01  .. 
....   4-29  ... 
....  36-70  ... 

Laurent. 

54-95 

4-50 

15  H   

15 

4-26 

16  O   

128 

36-29 

C«NHi*0« 

•*.•*•«•  O 'if 

....  100-00  ... 

100-00 

According  to  Gerhardt,  this  sabstanoe  is  probably  a  mixture  of  anisic  acid  and 
nitranific  acid  in  definite  proportions.  —  Laurent  did  not  however  sncceed  in  decom- 
posing aniso^nitranitic  acid  bj  repeated  crystallisation.     {Cotnpt,  rend,  20,  336.)        .,^ 

DecomposUioiis,  1.  It  is  transformed  by  bromine  into  bromaniso- 
nitranisic  acid,  by  chlorine  into  ohloraniso-nitrauisic  acid.  —  2.  With 
nitric  acid  it  yields  nitranisic  acid. 

CambinaiioM.  The  acid  is  nearly  insoluble  in  water.  It  forms  with 
ammonia  a  sparingly  soluble  salt,  crystallising  in  radiated  spheres;  the 
solution  behaves  towards  other  saiine  solutions  like  nitranisate  of 
ammonia. 

Aniso-nitranisio  acid  is  readily  soluble  in  alcohol  and  ether. 


Bromaniso-nitranisic  Acid. 

C«BrNH'*0"  =  C"BrH^O«,C"XHW. 

Laurekt.    Bev.  icUnt.  10,  17;  J.  pr.  Chem.  27,  245;  Compi.  rend. 
20|  866. 

Acide  niirobromodraeoniiique. 

Bromine  is  poured  npon  aniso-nitranbio  acid,  and  the  decomposition, 
which  commences  at  once,  is  finally  promoted  by  heat.    The  residue  is 
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wosbed  witb  cold  alcolio],  and  then  dissolred  in  bot  aloobol,  from  wbicb 
the  acid  crjetallises  in  laminar  needles  on  cooling. 

Melta  at  17 5""  —  180°,  and  then  sablimes  in  rhombic  or. six-sided 
plates. 


32  C 

Br 

N 

14  H 

16  O 


Laurent. 

192 

•••■      44*1)6     ••!< 

44*41 

80 

....     18-69 

U 

•  ••C                    0' £1              ••«! 

....      8-51 

14 

t...            •)   a/         «... 

....      3-37 

128 

....     29'91 

C«BrNH"0«  428     ....  10000 

The  acid  does  not  dissolve  in  water.  It  forms  an  ammonia-salt,  the 
solution  of  which  behaves  towards  the  solutions  of  other  salts  like 
nitranisate  of  ammonia. 

It  is  soluble  in  alcohol  and  ether. 


Chloraniso-nitranisic  Acid. 

C"C1NH"0"  =  C"C1H'0*,C"XH'0'. 
Laurent.    Rev.  $cient  10,  18;  J,  pr,  Ghem.  27,  247. 

Aeide  nitroehhrodraconiHque, 

Chlorine  gas  is  passed  through  melted  aniso-nitranisic  acid^  the  mass 
is  dissolved  in  boiling  alcohol,  and  the  solution  left  to  crystallise. 

Crystallises  from  alcohol  and  ether  in  small  colourless  needles* 
Melts  at  170^  then  sublimes  in  small  acioular^  oblique  prisms. 

Laurent. 

32  C  192      ....    5008    50*18 

CI  35-4  ....  9*23 

N  14      ....  3*65 

14  H  14      ....      3*65     3*76 

16  O  128      ....  33*39 

C«CINH"0" 383*4  ....  100*00 

Insoluble  in  water.  The  ammoniansalt  forms  crystalline  precipitates 
with  the  somewhat  dilate  solutions  of  the  chlorides  of  barium,  strontium 
and  calcium.  It  precipitates  chloride  of  manganese,  white;  chloride  of 
cobalt,  pale  pink;  chloride  of  copper,  bluish- white;  the  nitrates  of  lead, 
mercury  and  silver,  white. 

The  acid  dissolves  in  hot  alcohol  and  ether. 


Chloride  of  Nitranisyl. 

C»«C1NH«0«  =  C^«C1XH»0*. 

Cahours.     (1848.)    N.  Ann.  Chim,  Phy$,  23,  354;  J.  pr.  Chem,  45, 
150;  Fharm.  Centr,  1848,  600. 

Nitranisic  acid,  when  warm,  is  violently  acted  upon  by  pentachloride 
of  phosphorus;  and  on  distilling  the  residue,  chlorophosphoric  acid  passes 
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over  finii  then,  at  a  high  temperature,  a  datk-yellow  liqnid,  which  in 
contact  with  moist  air  is  decomposed  into  hydrochloric  acid  and  nitranisic 
acid,  and  yields  with  alcohol  nitranisic  ether. 


OxynUrornudeus  C*«X>H»0». 

Temitranisic  Acid. 

C"N>H»0»  =  C"X'H»0«,0*. 
CAHorBS.     CompL  rend.  24,  557* 

Anisic  acid  is  treated  in  the  cold  with  a  mixture  of  faming  nitric 
acid  and  fuming  oil  of  vitriol,  and  the  whole  diluted  with  8  or  10  times 
its  volume  of  water. 

Forms  very  beautiful  salts  with  the  alkalis^  especially  with  ammonia 
and  potash. 

Oxyamidogen-nucleus  C^AdH'O*. 

Anisamide. 

C"NH>0*  =  C"AdH'0\0*. 

Cahoubs.     (1848.)    iT.  Ann.  Chim.  Fhys.  23,  353;  J.  pr.  Chem.  45, 
119;  Fharm.  Cmtr.  1848,  599. 

Preparation.  1.  Chloride  of  anisyl  (p.  134)  is  treated  with  dry 
ammonia-gas,  and  the  resulting  mass  is  dissolved  in  alcohol  and  set 
aside  for  spontaneous  evaporation.  —  2.  Ammonia  is  made  to  act  on 
anisic  ether. 

Beautiful  prisms. 

Cahoort. 

16  C      96    ....     63-58    63*43 

N      14     ....      9-27     9-48 

9H      9     ....      5-96     601 

4  O      32     ....     2M9     21-08 

CWNH'O* 151     ....  lOOOO     100-00 

Isomeric  with  bensamate  (amidobensoate)  of  methyl  (lii,  146). 

Amidanisic  Acid. 

C«NHH)«  =  C"AdH'0»,0*. 

ZiNiK.    (1855.)     Petersb.  Acad.  Btdl.  12,  236;  Ann.  Pharm.  92,  327  ; 

Pkarm.  Centr.  1854,  354. 
Cahours.     Compt.  rend.  44,  568;  Pharm.  Centr,  1857,  465. 

Anuamie  acid. 

Farmalum  and  Preparaiim.     8  parts  of  alcohol  of  90  p.  «•  air©  satu- 
rated with  gaseous  ammonia^  1  part  of  nitranisic  acid  is  added,  and 


96 

•  ta* 

57-48     .... 

....     57-62 

14 

•  ••• 

O'l/O       ..«• 

....      8-71 

9 

•  ••■ 

5-39     .... 

....       5-53 

48 

•  ••■ 

28-75     .... 

....     28-14 
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liydrosnlplmrio  acid  passed  through  the  liquid.  After  12  hours,  the  whole 
is  dissolved  to  a  yellow  fluid,  which,  when  heated  to  boiling,  gives  off 
sulphide  of  ammonium  and  deposits  sulphur.  The  liouid  is  filtered,  mixed 
with  water  and  evaporated,  to  expel  the  alcohol  and  the  hydrosulphuric 
acid.  The  solution  of  amidanisate  of  ammonia  thus  obtained  yields  on 
addition  of  acetic  acid  needles  of  amidajiisic  acid,  which  are  obtained 
colourless  by  treating  the  aqueous  solution  with  animal  charcoaL     (Zinin.) 

Properties,  Crystallises  from  the  aqueous  solution  in  thin,  four- 
sided,  brilliantly  shining  prisms  several  inches  long;  from  alcohol  in 
thicker  acicular  prisms.  Does  not  change  at  140°;  melts  at  180"  to  a 
yellow  liquid,  which  on  cooling  solidifies  in  a  crystalline  mass.  The 
aqueous  solution  has  an  acid  reaction  and  a  disagreeable  sweetish-acid 
taiste.     (Zinin.) 

At  120^  Zinin. 

16  C  

N  

9  H  

6  O  

Ci«NH«0« 167    ....  10000    100-00 

Stands  in  the  same  relation  to  nitranisic  add  as  amidobenzoic  acid  to  nitrobenzoic 
add. 

Decompmttons.  1.  When  carefully  heated  on  platinum-foil.  It  vola- 
tilises, emitting  white  vapours  which  have  a  faint  odour.  —  2.  When 
heated  above  180°,  it  acquires  a  brown  colour,  and  yields  by  distillation 
a  colourless,  j*eadily  solidifying  liquid,  which  is  not  amidanisic  aeid, 
while  nothing  but  a  little  charcoal  remains  behind. -—3.  Dissolves  in  hot 
diluted  nitric  acid,  without  at  firat  undergoing  any  change;  by  long  con- 
tinued boiling,  the  solution  acquires  a  red  colour,  and  on  cooling  deposits 
a  mixture  of  brown  flakes  and  a  white  powder.     (Zinin.) 

Comhinations.  Amidanisic  acid  dissolves  in  800  parts  of  boiling 
water,  and  is  still  less  soluble  in  cold  water.  Crystallises  unchanged 
from  moderately  strong  hydrochloric  acid.     (Zinin.) 

With  hydrochloric  acid  it  forms  a  readily  crystallisable  compound. 
(Cahours.) 

Amidanitate  of  Ammonia.  <—  Amidanisic  acid  forms  with  ammonia 
a  readily  soluble  salt,  which,  when  the  concentrated  solution  is  left  to 
evaporate,  crystallbes  with  difficulty  in  square  plates;  the  solution  when 
much  concentrated  by  boiling,  deposits  a  portion  of  the  amidanisic  acid 
as  it  cools. 

The  aqueous  solution  of  amidanisic  acid  does  not  precipitate  lime-  or 
baryta-water. 

Amidanisate  of  ammonia  forms  with  cadmium-  and  lead-salts,  white 
pulverulent  precipitates.  —  Aqueous  amidanisic  acid  precipitates  from 
ammonio-oxide  of  copper  (oxide  of  cuprammonium)  light-blue  flakes,  which 
on  boiling,  become  cinnamon-coloured  and  pulverulent. 

Amidanisate  of  Silver,  —  Amidanisate  of  ammonia  forms  with  salts 
of  silver  a  white,  curdy  precipitate,  readily  soluble  in  ammonia  and  in 
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acidd,  infiolable  in  water;  dried  at  120^  it  contains  89*25  p.  o.  of  silver 
(the  formula  CVH'AgO*  requires  89*43  p.  c.).  It  does  not  change  in 
the  dark  at  120°,  but  turns  black  when  boiled  with  the  liquid.  AquMni 
•miiianjgic  mad  does  not  precipitate  silYer-saite.     (Zinin.) 

Ohloroplattnaie  of  Amida^isic  Acid  —  C»«NH»0«,HCl,PtCl»  —  When 
amidanisio  acid  is  treated  with  a  slight  excess  of  hydrochloric  acid, 
the  residue  dissolved  in  boiling  alcohol  and  an  excess  of  bichloride  of 
platinum  added^  the  compound  crystallises  on  evaporation  in  brown-red 
prisms.    (Cahonrs.) 

Amidanisic  aoid  dissolves  readily  in  alcohol,  less  readily  in  ether.  It 
erystallises  unchanged  from  boiling  acetic  acid. 


Conjugated  compounds,  containing  a  nuclms  deriffedfrom  C^'AdH^O'. 

Anisanilide. 

Cahours.    (1848.)  y.  Ann.  Chim.  Phys.  23,  353;  J.  pr.Chem.  45,  149; 
Pharm.  Centr,  1848,  600. 

Tkianykmiiomide,  Nitride  qfaniiylf  phenyl  and  hydrogen. 

Chloride  of  anisyl  is  treated  with  aniline,  and  the  mass,  whose  forma- 
tion is  attended  with  evolution  of  heat,  is  purified  by  repeated  crystallisa- 
tion from  alcohol.   Delicate  needles  which  sublime  at  a  low  temperature. 

Cahonn. 


.......  168 

....    74*01    ... 

....      6-17    ... 

5*72    ... 

....     1410    .. 

73«94 

ys 

14 

6*44 

13  H 

.....       5-85 

4  O      

•••••a*         Om 

13-77 

C»NIP»0*    . 

227 

Ani8h]l 

....  100*00    ... 

dramide. 

100*00 

C«N«H«*0'  (=  C«AdNH»0*?) 

Cahoitrb.    (1845.)    ilT.  Ann.  Chim:  Phys.  14,  487;  J.  pr.  Chm.  30, 

424;  also  Ann.  Pharm.  56,  309;  Compt,  rend.  25,  458. 
Bbrtagnini.    Ann*  Pharm.  88, 128. 

Hydrmf  d*azoam9yle.    (Gerhardt.) 

Formation.     By  the  action  of  ammonia  on  anisylons  acid  (p.  121). 

Preparation.    When  1  vol.  of  anisylons  acid  is  left  to  stand  in  a 
closed  vessel  with  4  «-  5  vol.  of  aqueous  ammonia,  the  mixture  gradually 

VOL.  XIII.  L 
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depoiiia  baneaih  tbe  oily  liauid,  shining  ofysiali,  which  inoveftMy  till  in 
ooune  of  a  month,  the  vnole  is  tranaformed  into  a  crystalline  mass^ 
whioh  is  freed  from  some  admixed  oil  by  pressing  between  blotting  paper. 

Properties,  Colourless,  hard  prisms.  May  be  pulverised.  Has  a 
laint  odour,  whioh  is  diiBeult  to  remove.  (Cahours.)  Melts  at  about 
1 30""  tQ  a  yeUowidi-brown  Uquidt    (Bertsgnini.) 

Gahonri. 

48  C      S68     ....     74-23    ;4*M 

2N      28     ...       7-21     7-31 

114  H     24    ...,      6*18    , 6!l4 

6  0      ,    48    ....     12-38    12-32 

^^i^^^^^— ^^^— — — ^— ^^^i^-^^— —       1^1^^^— ^^1— — — ^— ^.^.i^       »^^.^j^»» 

C«N«H>*0«  468    ....  10000    10000 

Isomeric  with  aniBine ;  stands  in  the  same  relation  to  salicyloos  acid  as  hydroben- 
samide  to  oil  pf  bitter  almondit 

Decompositions.  1.  Transformed  into  anisine  when  kept  for  two  hours 
at  165^  — 170^  (Bertagnini.)  <—  S.  When  dissolved  in  alcohol  it  yields 
thianisiol  with  sulphide  of  ammomnm.    (Cahours.) 

Combinations.  Insoluble  in  water*  Dissolves  in  fi^ently  heated 
hydrochloric  acid,  and  crystallises  on  cooling.  Dissoltes  In  hot  alcohol 
and  ether,  crystallising  from  the  solutions  on  cooling. 


C«N*H*H)«  (=  C«N*H«0«,HM) 
BERTAONna.    Jlnn,  Pharm.  SB,  128. 

Fonnation  and  Preparation,  Anishydramide  is  heated  for  two  hours 
in  the  oil-bath  to  165° — 170°;  and  the  fused  product  is  dissolved  in 
boiling  alcohol  and  mixed  with  hydrochloric  aoid.  The  liquid,  on 
cooling,  solidifies  to  a  crystalline  mass,  which,  when  freed  of  the  mother- 
liquor  and  mixed  with  potash  or  ammonia,  yields  anisine. 

Properties.  Transparent  prisms*  The  iolutions  have  a  strong  alka- 
line reaction  and  a  bitter  taste. 

Chmhinations.    Nearly  insoluble  in  boiling  water. 
The  anime-saiUs  are  erystallisable. 

Eydroeklorate  of  Anidne.  —  C*»N'H**0»,HCa.  ~  White  shining 
needles.  Dried  at  ordinary  temperatures,  it  contains  2^  atoms  of  water, 
whioh  are  expelled  at  1 00  .  Sparingly  soluble  in  water,  readily  soluble 
in  alcohol. 

ChloroplalinaU  of  Anisine.  ~  C*»N«H>*0*,HC1 + PtCl«  ?  —  Shining  pale 
orange  seales;  sparingly  soluble  in  alcohol. 

Anisine  dissolves  in  alcohol,  but  sparingly  in  ether. 
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Xylidine. 

Chuboh,    FhU.  Aiag,  J.  [4]  9,  453. 

FarmatiMi  and  Preparation,  Nitroxjlol  is  tmnsformed  into  xylidine 
by  reducing  agents.  (Cahonra.)  For  its  purification,  the  oxalate  of 
xy]idine  is  repeatedly  crystallised,  and  then  decomposed  by  distillation 
with  lime.  When  the  nitroxylol  has  been  prepared  from  crude  xylol, 
the  xylidine  is  contaminated  with  cnmidine  and  toluidine.  In  this  case, 
the  distillate  is  dissolved  in  hydrochloric  acid ;  a  sufficient  Quantity  of 
bichloride  of  platinum  is  added;  the  precipitate  which  may  lorm  is  dis- 
solved in  a  little  water;  and  the  whole  is  left  to  evaporate  over  sulphuric 
acid.  The  crystals  which  form  first  are  chloroplatinate  of  cnmidine,  and 
afterwards  the  double  salt  of  xylidine  forms  in  short  yellow  needles 
which,  when  distilled  with  soda,  yield  the  xylidine  nearly  colourles& 
(Church.) 

PropwHes.  Nearly  colourless  oil,  boiling  at  21 9°  —  914^,  and  haying 
a  faint  alkaline  reaction. 

Isomeric  with  ethylaniline,  bimethylaniline,  ethylopiooline  and  ool- 
lidine. 

DecompodtioM*  Xylidine  rapidly  absorbs  oxygen  from  the  air, 
acquiring  a  red  colour,  and  is  gradually  transformed  into  resin. 

Sulphate  of  Xylidine.  -—  Crystallises  from  water  in  long,  colourless 
needles. 

Qmrob. 

C»«NHMO 180    ....    76-48 

SC    40    ..,.    23-52    23'41 

0»«NH»HO,SO» 170    ....  100-00 

Sparingly  soluble  in  cold  water;  the  solution  has  an  acid  reaction. 

ChloroplatiwUe  of  Xylidine.  —  (Prepwraiim^  lee  above.)  —  Short,  yellow 
needles,  grouped  in  stara^  or  truncated  orange  prisms. 

Cburcb. 

Pt 98-7  ....    80-19    80-27 

C^«NH^1»  2282  ....     69-81 ___^ 

C«NH",HCl,PtCP ....  826-9  ....  100-00 

L  2 
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Gollidine. 

C"NH"  =  C"NH»,H*. 

Th.  Andbrson.    (1855.)    2^.  Phil.  Mag.  J.  9, 145,  214;  Pharm.  Centr. 

1855,  259;  Ohem.  toe.  7,  97 ;  Ann.  Pharm.  94,  860;  N".  Ann.  Chim. 

Phyn.  44,  501. 
Gbevillb  Williams.      New.  Edin.  Phil.  J.  2,  324  ;  Chem.  Oaz.  1855, 

308;  J.  pt\  Ohem.  66,  338;  i^.  Ann.  Chim.  Phys.  45,  490. 

Formati&n.    In  the  dry  distillation  of  animal  substances  and  of  ooal. 

Preparation.  1.  The  portion  boiling  above  170^  of  the  mixtare  of 
volatile  bases  obtained  from  bone-oil  (x,  150;  xii,  337),  is  mixed  with  a 
considerable  quantity  of  strong  nitric  acid,  which  acts  vei^  violently 
upon  it,  thereby  acquiring  a  deep  red  colour,  and  on  boiling  evolves 
nitrous  acid  fumes,  and  an  odour  of  bitter  almonds.  The  part  boiling  at 
182°  must  be  well  cooled  while  being  mixed  with  the  nitric  acid,  to  pre^* 
vent  explosion.  The  acid  solution  mixed  with  water,  becomes  turbid  from 
the  separation  of  a  reddish-yellow  oil,  which  seems  to  be  impure  nitro* 
benzol;  the  acid  solution  is  filtered  through  moist  paper,  and  the  filtrate 
is  boiled  for  some  time  to  expel  the  last  traces  of  the  neutral  oils,  then 
saturated  with  potash  and  distilled.  The  oil  which  passes  over  with  the 
water  is  repeatedly  rectified,  and  the  portion  boiling  between  178°  and 
180°  is  collected.  The  part  of  the  mixture  of  bases  boiling  above  170° 
contains  a  considerable  quantity  of  aniline,  which  cannot  be  removed, 
either  by  repeated  rectification  or  by  recrystallisation  of  the  oxalate  ;  by 
the  action  of  nitric  acid  it  is  destroyed,  whilst  the  alkalis  homologous  with 
oollidine  remain  nndecomposed.  —  The  part  boiling  between  172° — 180°, 
when  treated  in  this  manner,  yields  by  distillation  with  potash,  an  oil 
which  begins  to  boil  at  160°,  and  is  composed  for  the  most  part  of  luti- 
dine;  only  the  portion  boiling  above  180°  yields  an  oil,  which  distils 
over  for  the  most  part  at  179  ,  and  when  rectified  yields  pure  collidine. 
(Anderson.)  —  2.  When  the  mixture  of  chinoline  with  other  bases,  which 
is  obtained  by  the  distillation  of  cinchonine  with  potash,  is  subjected  to 
oft-repeated  fractional  distillation,  the  portion  boiling  between  177^ 
and  182°  yields,  with  solution  of  platinum,  chloroplatinate  of  collidine. 
This  salt  may  also  be  obtained  from  the  fraction  boiling  between  1 82° 
and  187°  if  another  base  mixed  with  it  has  previously  been  destroyed  by 
means  of  nitric  acid.     (6r.  Williams.) 

3.  6r.  Williams  mixes  the  naphtha  obtained  by  the  distillation  of  the 
bituminous  shale  of  Dorsetshire  with  sulphuric  acid;  boils  with  water 
until  all  the  tar  is  converted  into  resin,  and  all  the  pyrrol  is  removed;  con* 
centrates  the  liquid ;  neutralises  with  lime  or  potash  and  distils;  super- 
saturates the  distillate  with  hydrochloric  acid;  removes  the  non-basic  oil; 
then  supersaturates  the  acid  liquid  with  lime  or  potash,  and  distils. 
The  distillate  is  freed  from  ammonia  by  washing  with  strong  potash, 
then  dried  by  solid  hydrate  of  potash,  and  fractionally  distilled  until 
liquids  of  constant  boiling  points  are  obtained.  The  small  portion  which 
passes  over  between  132  and  138°  is  lutidine  mixed  with  a  little  picoline 
(the  mother-liquor  of  the  chloroplatinate  of  lutidine  yields  the  double 
salt  of  picoline);  the  portion  obtained  between  149  aud  155°,  and 
between  177° and  182^  is  pure  lutidine;  and  that  which  passes  over 
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between  227^  and  258°^  is  oollidine.  The  small  quantity  vhicb  distils 
over  above  260*  contains  parvoline^  C"NH".  —  4,  The  mixture  of  volar- 
tile  alkalis  obtained  from  coal-oil  (xii^337)  is  treated,  as  in  1,  with  nitric 
acid^  and  subjected  to  oft-repeated  fractional  distillation ;  the  part 
passing  over  between  150°  and  155°  is  lutidine,  and  after  it  a  small  quan- 
tity of  collidine  passes  over.    (Greville  Williams.) 

Properties.  Colourless  liquid,  having  a  strongly  aromatic,  not  dis- 
agreeable odour.  Sp.  gr.  0*921.  Boiling  point  179°.  Forms  white 
fumes  with  a  glass  rod  moistened  with  hydrochloric  acid.  (Anderson.) 

Anderson.        Greville  Williams. 

16  C    96    ...    79-33    79-03    ....    79-34    ....    79-43 

N   14    ....     11-58    11-56    ....     11-55    ....     11-76 

11 H  11     ....      9-09 


C^NH" « 121    ....  100-00 

Isomeric  with  bimethylaniline,  ethylaniline,  ethylopicoline,  and  zylidine. 
The  collidine  examined  by  Anderson  had  been  prepared  from  bone-oil;  that 
examined  by  Gr.  Williams  from  shale-oiL 

Insoluble  in  water.  It  dissolves  a  smalt  quantity  of  water,  which  it 
again  gives  up  to  hydrate  of  potash.  Dissolves  readily  in  acids,  but  does 
not  neutralise  them.  It  does  not  precipitate  the  salts  of  baryta,  mag- 
nesia^ lime,  manganese,  or  nickel.  It  precipitat.es  alumina,  sesquioxide  of 
chromium,  oxide  of  zinc,  sesquioxide  of  iron,  and  mercurous  oxide  from 
their  solutions;  it  forms  a  precipitate  with  nitrate  of  lead,  but  not  with 
the  neutral  acetate.     (Anderson.) 

With  corrosive  sublimate  it  forms  a  double  salt,  which  precipitates  in 
curdy  flakes^  and  crystallises  from  hot  water  in  needles.    (Anderson.) 

Chhroplatinaie  of  collidine  forms  orange-yellow  flakes. 

Anderson.  Gr.  Williams. 

a.  d.  c. 

16  C  96   ....  29-33 28-88  ....  2930  ....  29-40  ....  29-40 

N  14   ....  4-31 

12  H  12   ....   3-66  3-60....  3-55....  3-83...,  3-83 

Pt  98-7  ....    30-16  30-18  ....  29-99  ....  30-08  ....  30-07 

3  CI 106-5  ....  32-54 

C»«NH»,HCl  +  Pta«  ....  827-2  ....  100-00  ' 

The  salt  analysed  by  Anderson  was  prepared  from  bone*oil ;  that  analysed  by 
Gr.  Williams^  (a)  from  dnchonine;   b  from  coal-tar-oil;  c  from  shale-oil. 

Collidine  dissolves  readily  in  alcohol,  in  ether,  and  in  oih  both  fixed 
and  volatile.    (Anderson.) 


Ethylcollidine. 

CMNH"  =  C»«N(C*H»)H". 

Anderson.    N'.  iV.  FhiL  Mag,  J.  9,  221;  Ann.  Fharm.  94,  365. 

When  iodide  of  ethyl  is  heated  with  collidine  in  the  water-bath,  an 
oily  liquid  separates,  which,  when  freed  from  excess  of  iodide  of  ethyl,  is 
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not  obtuned  in  the  ciystalline  form^  either  by  cooling  or  by  addition  of 
ether  to  its  solution  in  a  minimnm  quantity  of  absolute  alcohol. 

Chl<n'opl(Uinat€  of  EthylcoUidine.  —  The  oily  iodide  of  ethylcollidine 
is  decomposed  by  nitrate  of  silver ;  the  excess  of  silver  is  precipitated 
from  the  filtrate  by  hydrochloric  acid;  and  the  filtrate  is  mixed  with  a 
concentrated  solution  of  bichloride  of  platinum.  A  finely  divided^  crys- 
tallinei  sparingly  soluble  precipitate  is  thereby  obtained. 

Anderion* 

20  C  120      ....  34-06 

16  H  16      ....      4-50 

N  14      ....  3-68 

3  Ci 106-4  ....  29-98 

Pt  98-7  ....  27-78    27'65 

C»NH»HCl,PtCT 356-1  ....  100-00 


Oxygen^ucUua  C*«ff  *«•. 

Beta-orcin, 
C"H"0*  =  C"HW0»,0*. 

J.  Stbnhousb.    (1848.)    Ami.  Pharm.  68,  104;  Phil.  Mag.  J.  33,  300; 
J.pr.  Chem.  45, 181. 

Formation  and  Preparation.  1.  When  dried  crude  usnic  acid  is 
submitted  to  dry  distillation,  a  portion  of  the  beta-orcin  sublimes  in  large 
yellow  crystals,  but  the  greater  part  passes  oyer  in  the  resinous  distillate, 
and  may  be  extracted  from  the  resin  by  repeated  boiling  with  water. 
The  decoction  is  eyaporated  to  the  consistence  of  syrup  and  allowed  to  stand 
in  an  open  vessel.  After  two  or  three  days,  brown  crystals  are  formed, 
which  are  freed  from  resinoas  and  colouring  matters  by  pressing  between 
folds  of  paper,  then  by  treating  the  aqueous  solution  with  animal  char- 
coal and  repeatedly  crystallising.  The  product  is  finally  obtained  pure 
by  crystallising  it  from  weak  alcohol,  care  being  taken  to  remoye  quickly 
the  mother-liquors,  which  turn  red  on  exposure  to  the  air. 

2.  Usnic  acid  is  boiled  with  baryta  or  lime;  carbonic  acid  passed 

through  the  solution;  the  filtered  liquid  eyaporated  to  dryness;  and  the 

residue  extracted  with  ether,  which  deposits  yellowish  crystab  on  eyapo- 

ration.     The  crystals  are  purified  as  in  1.   This  process  is  not  so  productiye  u 
tbe  former. 

Properties.  Beta-orcin  crystallises  from  alcohol  in  large,  well-defined, 
brilliant  prisms,  belonging  to  the  quadratic  system;  they  are  shorter  than 
those  obtained  from  water,     qo  P.  P.  ^P.  oP.  oo  P  od.     (Miller.) 

Tastes  slkhtly  sweet  Neutral.  Does  not  melt  at  109^  W^hen 
heated,  it  sublimes  completely  in  snflfocating  yaponis.     The  ciystals^ 
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dried  in  the  airi  do  nol  lose  weight  in  Tftoao  over  Bnlphtirio  aoidj  but  on 
heating  them  to  100^  water  eraporatei^  together  with  a  brge  quantity  of 
beta-oreini  eo  that  the  lose  amounts  to  80  per  eeut.  and  more< 

le  0     »..iu*..i..M.i    ee    ...*    69*56    i <    68'70    «...    69*20 

10  H     10    ....       7-84    ........      7-M    ....      7*MI 

4  O     22    ....    83-20    24*08    ....    2320 

CP«H»0« 138    ....  10000    100-00    ....  100*00 

Stenhonae  gave  the  empirical  formula  C»H»*0>»,  which  requires  68-68  per  cent. 
Ci  and  7*22  H.  Oerhardt  gave  the  above.  According  to  a  previous  oDnieet^re  of 
Strecker,  it  is  C»UUO<,3H0  (calculated  68*7  C  and  7*1  11) ;  bv  which  iU  formation 
fW>m  ustiic  add,  supposing  the  formola  of  the  hitter  to  be  O^a^O^*,  is  explained  at 
IbUows  s 

C»H»«0"  «  C»«HWO«  +  4C0»  {Ann*  Pkarm.  68, 114)* 
It  (ft  hoaologons  with  orein.    (Gerhardt^  CfmpU  cAtm.  1849,  l27.) 

DMmipatUkmi.  1.  Beta^ormn  is  readily  inflammahlOi  ftnd  bums  with 
a  ver^  smoky  flame.  —  2.  When  treated  with  ammonia,  it  assumes  a 
magnificent  blood-red  colour  in  a  few  minutes,  more  rapidly  than  orcin; 
it  beoomee  darker  on  standings  but  not  reddish-brown  like  orcin.  — 
d.  With  carbonate  of  potash,  or  caustio  potash,  it  forms  a  purple-red 
eolourinff  matter,  probably  the  same  amorphous  red  body  that  Knop 
obseryed  in  the  preparation  of  usnate  of  potash  (Ann,  Phatm.  49,  107}.- 
--» 4.  When  treated  with  a  solution  of  chloride  of  lime«  it  turns  blood-redi 
but  not  Tiolet. 

C(mbvnaUon».  Beta-orcin  is  much  less  soluble  in  oold  water  than 
oroin;  it  is  readily  soluble  in  boiling  water. 

Its  alcoholic  solution  does  not  precipitate  the  salts  of  baryta,  lead, 
iron,  copper,  or  nitrate  of  silver,  not  eyen  on  the  addition  of  ammonia. 
Subacetate  of  lead  produces  a  precipitate  which  is  soluble  in  exoess, 
yery  unstable,  and  quickly  turns  deep  red  on  exposut^  to  the  ftir. 

BetftK>rein  dissolyes  readily  in  oJMo^  «nd  in  ether. 


Sparteine. 

J.  Stenhovsb.    (1851.)    Ann.  JBharm.  78, 15;  Pharm,  Oemh*.  1851, 439. 

Source.     From  SparHum  toopariuM. 

Preparation.  Finely  divided  Spartium  sooparium  is  exhausted  by  six 
or  eight  hours  boiling  with  water,  and  the  extract  is  reduced  to  one-tenth  of 
its  bulk.  After  24  hours,  the  solution  deposits  a  leaf-green  gelatinous 
mass,  containing  scoparin,  which  is  strained  off  and  washed  with  a  little 
water.  On  dissolving  the  residue  in  boiling  water,  slightly  acidulating 
with  hydroehlorie  aeid,  and  filtering^  the  solution  again  solidifies,  when 
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cold,  into 'a  gela4;inoas  mass,  whioli  is  strained,  and  pressed,  and  washed 
with  a  little  water.  The  aoid  mother-liquor,  reduced  hy  evaporation  and 
distilled  with  an  excess  of  carhonate  of  soda,  yields  a  strongly  hitter  distil- 
late, which,  when  saturated  with  common  salt  and  rectified,  gives  off  first 
ammonia  and  then  sparteine  in  small  quantities,  as  a  heayy  colourless 
oil.  By  repeatedly  pouring  back  the  aqueous  distillate,  more  sparteine 
may  be  obtained.  The  product  is  purified  by  drying  it  with  chloride  of 
calcium,  and  distilling  it  alone  in  a  stream  of  carbonic  acid;  or  it  is  dried 
in  vacuo  over  sulphuric  acid  as  long  as  it  continues  to  lose  weight.  The 
smaller  plants,  grown  in  sunny  places,  yield  the  largest  product 

Properties,  Colourless,  perfectly  transparent,  viscid  oil.  Heavier 
than  water.  Boils  at  288".  Has  a  strong  alkaline  reaction,  and  a  slight 
odour  like  that  of  aniline;  after  rectification  it  possesses  a  different  and 
disagreeable  odour.  It  has  a  very  bitter  taste,  and  highly  narcotic  pro- 
perties, but  is  inferior  in  that  respect  to  conine  and  nicotine.  A  drop 
dissolved  in  acetic  acid,  and  administered  to  a  rabbit  or  a  small  dog, 
causes  excitement,  followed  by  a  state  of  stupor,  which  lasts  for  5  or  6 
hours.  4  grains  killed  a  large  rabbit,  first  producing  excitement  and  then 
sleep,  not  accompanied  by  strong  convulsions. 

StenhouM. 

!•                                                 II.  a.  i, 

15  C  90  ....    76-91  16  C 96  ....    78-05  ....  76-68  ....  76-70 

N 14  ....     11-99  N 14  ....     11-38 

13  H 13  ....     1110  13  H 13  ....     10-57  ....  11-01  ....  11-17 

C«2SrH»    ....  117  ....  100-00  C"NH«    ....  123  ....  100-00 

a  was  dried  over  chloride  of  caldom  and  rectified,  h  in  vacuo  over  sniplnirie  acid. 
The  first  fonnala  is  given  by  Stephonae ;  the  second  by  Gerhardt  (DraiiS,  4,  236), 
where,  however,  the  percentage  composition  is  wrongly  calculated. 

Decompositions,  1.  Sparteine,  exposed  to  the  air  for  a  few  days, 
turns  brown.  —  2.  It  turns  yellowish  during  distillation.  —  3.  When 
treated  with  bromine,  it  becomes  heated,  and  is  converted  into  a  brown 
resin.  —  4.  When  boiled  with  an  excess  of  hydrochloric  <tcid,  it  is  decom- 
posed and  yields  a  solution  which  smells  of  mice.  -^  5.  It  is  slowly  decom- 
posed by  boiling  with  fuming  nitric  acid.  Water  added  to  the  solution 
after  the  nitric  acid  has  evaporated  off,  precipitates  light  fiakes.  The 
liquid  filtered  from  the  fiakes  yields  chloropicrin  when  treated  with 
chloride  of  lime,  and  a  volatile  base  when  saturated  with  potash  and 
distilled.  —  6.  Sparteine  does  not  yield  aniline  by  distillation  with 
potash. 

CombinatioTis,  Sparteine  is  slightly  soluble  in  water,  but  itself  takes 
up  a  little  water  and  becomes  turbid. 

Sparteine  completely  saturates  acids.  The  chloride  and  nitrate  cannot 
be  obtained  crystallised  in  vacuo. 

A  solution  of  sparteine  precipitates  a  green  compound  from  neutral 
chloride  of  copper.     It  precipitates  neutral  and  basic  acetate  of  Uad, 

ChloroniercurcUe  of  Sparteine,  —  A  solution  of  sparteine  in  hydrochloric 
acid  forms,  with  chloride  of  mercury,  a  white  crystalline  precipitate, 
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-which  mast  be  filtered^  washed,  and  recrystallised  from  warm  dilute  hydro- 
chloric acid.  It  forms  verj  brilliant  right  sqaare  prisms,  (oopoo. 
00  P  00.  00  P2.  p.  P  00.)  (Miller.)    It  does  not  give  off  water  when  heated 

to  100^  in  yacuo.  It  is  scarcely  soluble  in  water,  bat  dissolves  readily  on 
the  addition  of  hydrochloric  acid.     Almost  insolable.in  alcohol. 

I. 

15  C  90     ....  31'U 

N U      ....  4-84 

14  H 14      ....  4-87 

Hg    100-2  ^..  34-62 

2  CI     70-8  ....  2453 

C"NH«  HCl,HgCl  289*0  ....  10000 


II. 

16  C  96      ....  32-54  30-77 

N  14      ....  4-74 

14  H  14      ....  4-74  5-26 

Hg 100-2  ....  33-97  ., 34-09 

2  CI 70-8  ....  24-01  24-22 

C«NH»HCl,HgCl 296-0  ....  100-00 

Stenhoiue  found  the  hydrogen  too  high,  became  mercury  passed  over  with  the 
water* 

Hydrochlorate  of  sparteine  prodoces  a  yellow  crystalline  precipitate 
with  terehloride  of  gdd.  The  precipitate  dissolves  with  difficnlty  in 
water,  but  readily  in  warm  hydrochloric  acid,  from  which  it  separates  on 
cooling  in  brilliant  micaceous  crystals.  ^ 

ChloroplcUinaU  of  Sparteine.  —  Hydrochlorate  of  sparteine  produces, 
with  bichloride  of  platinum,  an  abundant  yellow  precipitate,  which  may 
be  obtained  in  crystals  by  dissolving  it  in  warm  concentrated  hydro- 
chloric acid  diluted  with  an  equal  volume  of  water,  and  leaving  the  solu- 
tion to  cool. 

It  forms  fine,  brilliant,  square,  prismatic  crystals.     (Fig.  73  without 

a;  00  P.  00  l> 00^  00 Poo.  Poo.  Poo.  —  y:  y  =  105^24';  i  :  »  =  98*^  48.) 
(Miller.)  Permanent  in  the  air.  Gives  off  5*54  per  cent,  of  water, 
(2  atoms  =  5*18  per  cent)  when  dried  in  vacno,  slowly  at  100°,  and 
rapidly  at  130°  — 150%  without  undergoing  any  further  change. 
Decomposed  by  boiling  with  water  or  alcohol. 

Soluble  in  warm  hydrochloric  acid,  insoluble  in  cold  water  and 
alcohol. 

I. 

15  C  90      ....    26-38 

N  ,    14      ....      4-10 

16  H 16      ....      4-68 

2  O  16      ....      4-73 

Pt 98*7  ....    28-93 

•   3  CI 106-2  ....    31-18 


C»»NH»,HCl,PtCP  +  2Aq....  340*9  ....  10000 
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16  C 

N 

16  H 

20 

Pt 

3  CI 


8t6iihaiiM« 

II. 

Dried  in  vacuo. 

96     

...    27-67    ....    26-44 

14      

...      4-03 

16     

...      4-62    ....      4-87 

16     

...      4-61 

98*7  

...    28-45    ....    28-78 

106-2  

...     30*62     ....     30-64 

C>«NH»HCl,PtCl*  +  2Aq  346-9  lOO'OO 

JPicrate  of  Sparteine*  ^^  K  cold-satnrated  alcoliolio  solntion  of  piorio 
acid  produces  a  jellow  precipitate  on  boiling  with  alcoholic  sparteine. 
If  the  crystalline  precipitate  is  filtered  off^  washed  with  a  little  hot  water, 
and  then  dissolved  in  a  larse  quantity  of  boiline  alcohol,  the  solution 
deposits,  on  cooling,  long,  brilliant,  brittle  needles,  from  1  to  2  inches 
long,  resembling  picrate  of  potash.  Permanent  in  the  air.  Does  not  lose 
weight  op  drying  in  vacuo  at  100^. 

Explodes  rather  violently  when  heated.  Heated  with  aqueons  potash 
it  is  converted  into  picrate  of  potash  and  sparteine.  It  Is  bat  slightly 
soluble  in  alcohol,  even  at  the  boiling  heat. 

I. 

27  C    162  ....  46-81 

4N    56  ....  16-20 

16  H   16  ....  4-62 

14  O    112  ....  32-37 


C"NH»  C>«X»H*08    346    ....  100-00 

II.  Btanhoue. 

28  C  168  ....  47-72  ........  46-57 

4  N  56  ....  15-90  15-68 

16  H  16  ....  4-57  4-81 

14  O  112  ....  31-81  32-94 


i^MM*-^ 


C"NH» C"X»U»0» 352    ....  10000 100-00 


Oxyagchfiueleut  C"NH'0*. 

Apophyllio  Acid. 

C"NH'0*  =  C"NH»0*,0*. 

WoHLER.     (1844.)    Ann.  Fliarm.  50,  24. 

Th.  Anderson.     Bdinh,  FhiL  Trans.  20,  347;  Ann.  Pharm.  86,  1 96 : 
Pharm.  Gmtr.  1853, 1 87. 

Farmalion.    1.  By  the  decomposition  of  chloroplatinate  of  cotamine 

iWohler.)  —  2.  By  the  action  of   dilute  nitric  acid  upon  cotamine. 
Anderson.) 

Preparation.     1.  Cotamine  is  dissolved  in  nitric  acid  diluted  with 
twice  its  volume  of  water,  strong  nitric  aoid  is  then  added,  and  the  whole 
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heated  to  boiling,  whereupon  abundance  of  red  rapours  are  eyolred.  As 
soon  as  a  small  portion  of  tbe  solution,  on  being  mixed  with  alcohol  and 
ether,  quickly  deposits  crystals  (if  no  crystals  appear,  tbe  beating  must 
be  continued),  tbe  wbole  of  tbe  solution  is  treated  in  the  same  way,  and 
tbe  crystals  which  are  deposited  after  24  hours,  are  filtered  off  and  puri- 
fied by  boiling  their  solution  with  animal  charcoal  and  recrystallising. 
A  great  excess  of  nitric  acid  hinders  the  precipitation  of  tbe  apophyllic 
acid.  (Anderson.)  —  2.  On  decomposing  chloroplatinate  of  cotamine 
with  sulphuretted  hydrogen,  filtering  off  tbe  sulphide  of  platinum  and 
evaporating  tbe  filtrate  with  hydrate  of  baryta,  apopbyllate  of  baryta 
was  found  in  the  residue ;  and  after  extracting  the  cotarnine  with 
alcohol  and  boiling  tbe  residue  with  dilute  sulphuric  acid,  a  yellow  solu- 
tion was  obtained  which  deposited  crystals  of  apophyllic  acid  after  the 
lapse  of  several  weeks.     (Wobler.) 

Properties.  Crystallises,  on  cooling  its  boiling  saturated  solution,  in 
rather  long  anhydrous  prisms,  which  do  not  effloresce  when*  heated. 
Reddens  litmus  strongly,  and  has  a  weak  acid  taste.  (W5hler.)  Melts 
at  205°,  and  solidifies  into  a  crystalline  mass  on  cooling.     (Anderson.) 


16  C   

N  

7  H  

At  100"*. 

96     ....     53*04     .... 

....••      14      ■..«        7*7«> 
7     ....      3-86 

Anderson. 
....     52-79 

8  O  

64     ....     35*37     

....      4*00 

CWNH708  ... 

181     ....  100*00 

Decompositions.  Apopbyllic  acid,  when  heated,  melts,  chars,  and 
evolves  an  oily,  strongly  alkaline  liquid,  which  smells  of  chinoline. 
(Wobler.)  By  distillation  it  yields  a  neutral  oil,  as  well  as  a  base  which 
is  coloured  by  chloride  of  lime.  (Anderson.)  —  2.  It  may  be  oxidised 
to  oxalic  acid  by  nitric  acid.     (Anderson.) 

Combinations, — With  Water.  —  a.  Hydrated  ApophyUic  add  crystal- 
lises from  a  saturated  and  not  boiling  solution,  in  colourless,  very 
fljiarp  rhombic  octahedrons,  the  form  of  which  approaches  to  that  of  a 
square-based  octahedron.  Angles  of  the  base  about  88"^  and  92°.  Dihe- 
dral angles,  about  106°  28',  105""  24',  and  190°.  Tbe  crystals  cleave  very 
readily  in  a  direction  parallel  to  tbe  base,  forming  faces  of  pearly  lustre, 
like  the  crystals  of  apophyllite  (hence  tbe  name). 

Gives  off  water^  amounting  to  about  9  per  cent,  at  a  temperature  much 
below  100°  (2  atoms  =  9-04  per  cent).     (Wbhler.) 

b.  Aqueous  ApophyUic  Add,  -~  Apophyllic  aold  dissolves  slowly  and 
with  great  difficulty  in  cold  water. 

It  is  soluble  in  sulphuric  acid.    (Anderson.) 

Apophyllates. — Tbe  apophyllates  are  all  very  easily  soluble. 

Apophyllate  of  Ammonia  forms  small  prismatic  needles.  It  is  readily 
soluble  in  water. 
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Apophyllate  of  Baryta  is  obtained  in  nodular  crystals  by  digesting 
the  acid  with  carbonate  of  baryta  and  adding  alcohol  to  the  solution. 
(Anderson.) 

Apophyllate  of  ammonia  does  not  precipitate  leadrsalU.     (Wohler.) 

Apophyllate  of  Silver  is  obtained  by  digesting  apophyllic  acid  with  moist 
carbonate  of  silver  and  precipitating  the  solution  with  alcohol  and  ether. 
It  forms  a  crystalline  powder,  which  bums  slowly  when  heated,  learing 
a  residue  of  metallic  silver.  It  is  easily  soluble  in  water,  insoluble  in 
alcohol  and  ether,    (Anderson.) 

AndenoB. 

16  0  96      ....    33-22     32-65 

N  14      ....  4-85 

6H  6      ....      208     2-30 

Ag  108-1  ....    37-52    37-33 

8  0  64      ....  22-33 

C>«NH«AgO»    288-1  ....  10000 

Apophyllate  of  Silver  with  NiiraU  of  Silver,  —  Anophyllate  of  am- 
monia  forms  after  a  while,  with  nitrate  of  silver,  small  crystalline  stars, 
which'  soon  increase  to  groups  of  fine  needles,  resembling  zeolite.  It 
explodes  violently  when  heated,  like  oxalate  of  silver.  Slightly  soluble 
in  water. 

Andenon. 

16  C  96  ....    20-95    2092 

2N 28  ....  611 

6H  6  ....       1-30    3-20 

2  Ag  216-2  ....     47-20    49-70 

14  O  112  ....  24-44 

C»«N»H«Ag«0"    ....  458-2  ....  100-00 
Apophyllic  acid  is  insoluble  in  alcohol  and  in  ether. 


Primary-nucleus  C**H**. 
Oxygen-nucleus  C"H»0*. 

Camphrene  CP«H'H)». 

J.  Chautard.    Oompt,  rend.  44,  ce;  J.  pr.  Ohtm^  71,  310;  CKfm.  Cenir. 
1857,  156. 

Preparation,  250  grammes  of  Japanese  camphor  are  heated  with 
1  kilogr.  of  sulphuric  acid  in  a  water-bath  for  12  or  13  hours.  A  dark 
yellow  solution  is  then  formed,  which  is  diluted  with  water^  and  the  pre- 
cipitated oil  is  washed  with  potash  and  distilled  over  chloride  of  calcium. 
Colourless  camphrene  passes  over  at  240°,  amounting  to  about  two-thirds 
of  the  product}  and  then>  as  the  temperature  rises,  a  mixture  of  camphrene 
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and  camphor,  whioh  ia  collected  separately  and  freed  from  nndecomposed 
camphor  by  digesting  it  for  two  hoars  in  a  water-bath  with  snlphnrio 
acid. 

Fropertiei.    Colonrless  oil,  which  boils  at  240^  and  does  not  solidify 
at  —10°. 

It  does  not  affect  polarized  light.    Sp.  gr.  =  0*974  at  6^    Has  a  slight 
aromatic  odoar.     Vapour  density  =  4*517. 


16  C  

kaaa              afO 

....    77*42 
....      9-68 
....     12-90 

Chantard. 
77'14 

19  n 

....     12 

9*64 

2  O  

....    16 

13*22 

CMHBQ*     .... 

C-vapour  . 
H-gas    

....  124 

....  100*00 

Vol. 
16    

100-00 

• 

Densitj. 

...     6-6560 
...    0*8316 

O-gas    

•••••            A         ••»•• 

...     11093 

Camphrene 

yaponr 

1    

...    8.5969 
...    4-2984 

DeeompoBitions.  1.  Camphrene  is  dissolved  by  boiling  nitrie  acid 
with  eyolntion  of  nitrous  acid.  Water  precipitates  from  the  solution  a 
soft  nncrystalHsable  resin,  soluble  in  alcohol.  Neither  camphor  nor  cam- 
phoric acid  is  formed  in  this  reaction.  —  2.  It  is  coloured  red  by  fuming 
nUphwic  (tcid,  but  no  combination  takes  place.  —  3.  Fused  with  hydrate 
of  potash,  out  of  contact  with  the  air,  it  forms  a  mass  which  solidifies  on 
cooling  and  from  which  a  yellow-  resin  may  be  extracted.  This  latter 
does  not  yield  camphor  by  dLstiUation. 


Ospygen-nudeui  C"H*®0*. 

Cholesteric  Acid, 

Redtbnbaohbr.     (1846.)    Ann,  Fharm.  57, 145. 

ScHLiBPBiu    Ann,  Fharm,  58,  385, 

GuNDBLACH  k  Strbokbr.    Ann.  Fharm,  ^2,  226. 

Formation,  By  the  action  of  nitric  acid:  1.  upon  choloTdic  acid, 
2.  upon  cholesterin  (Redtenbacher) ;  3.  upon  cholic  acid  (Schlieper); 
4.  upon  hyocholic  acid.   (Gundelach  &  Strecker). 

Freparation,  1.  The  residue  which,  on  treating  choloidic  acid  with 
nitric  acid,  remains  in  the  retort  after  the  volatile  products  have  distilled 
off,  consists  of  crystaliine  choloidanic  acid  and  a  yellowish  brown  acid 
liquid^  containing  oxalic  acid,  cholesteric  acid,  nitric  acid,  and  a  soft 
resin.       This  liquid  is   filtered   from   the   choloidanic  acid  through 
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powdered  glass,  then  diluted  with  water  and  filtered  from  the  soft  resin ; 
and  the  filtrate  is  evaporated  down,  again  dilated  with  water,  again 
evaporated  down,  &c  ,  until  the  soft  resin  is  separated.  The  solution  is 
neutralised  with  ammonia,  precipitated  with  an  excess  of  nitrate  of  silver 
and  boiled.  Oxalate  of  silver  is  then  precipitated,  while  cholesterate  of 
silver  remains  in  solution,  and  is  obtained  in  crystals  after  the  boiling 
filtered  solution  has  cooled.  The  silver-salt  is  suspended  in  water  and 
sulphuretted  hydrogen  passed  through ;  the  whole  is  then  warmed,  fil- 
tered, and  the  nitrate  evaporated:  the  cholesteric  acid  is  fhereby  obtiuned 
as  a  gummy  mass,     (Redtenbacher.) 

2.  From  Cholesterin,  Cholesterin  is  distilled  with*  moderately  strong 
nitric  acid,  and  the  distillate  repeatedly  poured  back  as  long  as  the  action 
continues.  *  Water  is  finally  poured  into  the  retort  in  order  to  carry  over 
all  the  volatile  acids,  and  the  residue  is  diluted  with  water,  which  sepa- 
rates a  small  quantity  of  resin.  The  filtered  solution  yields  cholesteric 
acid  on  evaporation.     (Redtenbacher.) 

3.  From  CJiolic  acid.  When  cholic  acid  is  heated  with  nitric  acid  in  a 
retort,  a  violent  reaction  takes  place  accompanied  by  strong  frothing  and 
evolution  of  red  vapours  j  the  liquid  is  then  boiled — in  case  of  oily  drops 
which  solidify  on  cooling,  continuing  to  swim  upon  the  liquid  —  for 
five  or  six  days,  or  until  all  evolution  of  nitrous  acid  has  ceased ;  and  the 
remaining  yellowish  solution  is  evaporated  on  a  water-bath.  It  then 
deposits  a  transparent  vellowish  gum,  which  may  be  separated  from 
undecomposed  cholic  acid  by  repeated  solution  in  water,  filtering  and 
evaporatiDg,  until  the  residue  dissolves  without  turbidity.  In  this  process, 
neitner  volatile  acids  nor  oxalic  acid  are  formed.     (Schlieper.) 

4.  From  Hyocholic  acid,  Hyocholic  acid  is  distilled  with  faming 
nitric  acid  as  long  as  nitrous  acid  continues  to  be  evolved ;  the  residual 
liquid  is  diluted  with  a  large  quantity  of  water,  then  decanted  from  the 
resinous  matter,  concentrated,  and  saturated  with  ammonia,  which 
causes  a  red  coloration.  It  is  then  rapidly  evaporated  and  mixed 
with  alcohol,  whereupon  it  gradually  deposits  crystals  of  oxalate 
of  ammonia.  The  mother-liquor,  mixed  with  more  alcohol,  deposits 
nitrate  of  ammonia  ;  chloride  of  calcium  is  then  added,  which  produces 
a  rust-brown  gelatinous  precipitate  of  cholesterate  of  lime.  The  precipi- 
tate is  obtained  of  a  lighter  colour  by  washing  it  with  dilute  alcohol  and 
repeatedly  dissolving  it  in  water  and  reprecipitating  with  alcohol.  It  is 
finally  converted  into  cholesterate  of  silver  oy  precipitating  the  aqueous 
solution  with  nitrate  of  silver.     (Gundelach  &  Strecker.) 

Properties.  Cholesteric  acid  is  deposited  by  evaporation  from  its 
aqueous  solution  as  a  gummy  light  yellow  mass,  which  remains  soft  in 
the  interior.  It  has  a  rather  acid  and  strongly  bitter  taste.  (Redten- 
bacher.) 

Decompodiiofu,  When  heated  in  small  tubes  it  evolves  a  biown, 
suffocating,  bitter  vapour,  and  leaves  a  residue  of  cfaarcoaL  Bums  in  the 
air  with  a  smoky  flame.     (Redtenbacher.) 

Combinations.  Cholesteric  acid  becomes  soft  in  moist  air.  It  dis- 
solves readily  in  water  and  forms  a  yellow  solution. 

The  cholesterates  of  the  alkalis  and  alkaline  earths  do  not  crystallise; 
they  dissolve  in  water.     (Redtenbacher.) 

Cholaterate  o/Zime,  —  The  lime-salt,  prepared  according  to  4,  gave, 
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wben  dried  at  100°,  24-2  per  cent.  CaO,  S»^  0,  and  5'4  H.  (C"Oa»H"0» 
reqaiiws  25*0  per  oe^t.  GaO>  42'4  0»  and  8*6  H.) 

It  disaolves  readily  in  cold  water  and  is  precipitated  by  boiling. 
After  the  solution  has  been  exposed  to  the  air  for  two  months,  it  is  pre- 
cipitated  by  acids  in  brown  flakes.  The  aqneoos  solution  is  precipitated 
by  alcohol.     (Gundelach  &  Strecker.) 

The  alkaline  cholesterates  form  yellowish  preoipitates  with  salts  of 
the  metals ;  they  preeipitate  ferric  adts  yellowish  brown,  and  enprie 
salts  yellowish  green.     (Redtenbacher.) 

Chole^erate  of  Silver.  —  PreparxUion  (p.  1 58),  Or  cholesterate  of  lime, 
obtained  according  to  4,  is  precipitated  with  nitrate  of  siWer,  whereby 
yellow  flakes  are  formed.    (Gandelach  &  Strecker.) 

In  order  to  obtain  the  silver-salt  crystallised,  the  liquid  is  mixed  with 
a  little  nitrate  of  ammonia,  which  acts  as  a  solvent,  and  boiled,  the  greater 
part  then  dissolving.  The  solution  is  filtered  boiling,  and,  on  cooling 
and  concentrating  the  mother-liquors,  yellowish  granular  orystalline 
crusts  are  obtained.     (Schlieper,  Grundolach  &  Strecker.) 

Redtenbacher. 
DrUd  ai  100*.  «.  h. 

16  C    96  ....  28-99  23-70    ....  23-90 

8H    8  ....  1-99  2'23'....  2-31 

8  0    64  ....  15-99  15-82     ....  16-28 

2  AgO  232-2  ..  68-03  58-25    ....  57-61 

C»«A^H80»    400-2  ....  100*00    10000    ....  100-00 

JDrierf  «<  100-.  Bchheper.    g^^^^^ 

16  C 06  ,.,.  23-99  ..„„..  23-81  ....  24-1 

8H 8  ...,  1-99  2-35  ,..,  24 

8  0 64  ...,  15-99  1614  ...,  15-8 

2  AgO   282-2  ....  58-03  57-70  ....  57-7 

C"Ag»H80W 400*2  ....  100-09    lOO'OO    ....  100-0 

a  wai  obtained  from  chololdic  acid,  b  from  oholesterin. 

Cholesteric  acid  is  readily  soluble  in  alcohol  and  forms  a  yellowish 
solution*     (BedtenbacbQr.) 


Conine, 

A.  L.  OiSBKB.    (1827.)    Br.  Arch.  20,  07. 
R.  Brakdes.    Br.  Areh.  20,  111. 
Tbomhsdorf.    i^.  IV.  12,  2,  49. 
Gbiobr.    Ma^,  Pharm.  B5,  72,  and  259. 


J 
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LiBBio.    Mag,  Pharm.  36, 159. 

Boutron-Charlard  &  0.  Henry.  Ann.  Chim,  Phy$.  61,  337;  J.  Pharm. 

22,  277. 
Ortioosa.    Ann.  Phaitn,  42,  313. 
Blyth.    Ckem.  Soc.  Qu.  J.  1,  345;  Ann.  Pharm.  70,  73, 
A.  W.  HoFMANN.    Ann.  Pharm.  74,  175. 
v.  Planta  &  A.  Kekvlj^.    Ann.  Pharm.  89,  129. 
Wbrthbim.    Ann.  Pharm.  100,  335;  Pharm.  Centr.  57,  41. 

Coniciste.    (Benelias.)    Cohime. 

Conine  was  obtained  bj  Giseke  (1827)  ai  an  impare  inlpbate,  pure  hj  Geiger 

il831),  and  reoog;nised  bj  him  aa  an  organic  alkali;    hia  Tiews  were  opposed  by 
)e0champi  (/.  Pharm.  21,  74 ;  22,  231),  bat  confinAed  by  Bontron-ChArlard,  and 
O.  Henry. 

Stmrees.    From  the  herb  and  seed  of  Conium  maetiUUum.  —  Also  from 
the  flovrers  of  that  plant     (Wertbeim.) 

Formation.    By  heating  conjdrin  with  anhydrous  phosphoric  acid. 

(Wertheim.)  — -  By  treating  the  alcoholic  extract  of  imperatoria-root  with  potash, 
Wagner  obtained  a  Tolatile  base,  which  he  belieVtes  to  be  conine.  (/.  pr.  Chem.  61, 
504.) 

Preparation.  1.  The  seeds  of  hemlock  are  distilled  with  carbonate  of 
potash  or  hydrate  of  lime,  and  the  yellowish  distillate,  upon  which  oily 
drops  float,  is  neutralised  with  sulphuric  acid  and  evaporated ;  it  then 
becomes  first  red,  then  violet,  and  lastly  brown,  and  deposits  brown 
resinous  flakes,  which  are  separated  by  filtration.      The  filtrate  is  evapo* 
rated  to  the  consistence  of  a  thick  syrup,  and  the  residue  is  treated  with  a 
mixture  of  three  parts  absolute  alcohol  and  one  part  ether,  as  long  as  it 
continues  to  grow  turbid.      A  precipitate  of  sulphate  of  ammonia  is  thus 
formed,  from,  which  the  liquid  is  filtered  and  then  distilled;  and  the 
residue  is  heated  in  a  water-oath  and  repeatedly  moistened  with  water, 
until  no  more  alcoholic  vapours  are  perceptible.    On  cooling,  the  mass  is 
found  to  contain  a  number  of  micaceous  laminse,  which  cannot  be  separated. 
The  whole  is  therefore  distilled  with  potash  in  a  chloride  of  calcium 
bath,  whereupon  a  clear  yellowish  oil  first  passes  over,  containing  alcohol 
(probably  from  sulphovinate  of  potash)  and  smelling  strongly  of  conine. 
if  this  product  is  rendered  turbid  by  mixture  with  the  following  distillate, 
the  receiver  must  be  changed,  and  the  distillation  continued  till  the 
residue  is  almost  dry,  when  it  is  again  to  be  mixed  with  caustic  potash 
and  water,  and  distilled  as  long  as  conine  continues  to  pass  over.     The 
di8tillate,^onsisting  of  a  watery  liquid  and  oily  conine,  which  still  con- 
tains water  in  solution    (whence  it  becomes  turbid  when  heated)    is  mixed 
with  chloride  of  calcium  as  long  as  the  latter  continues  to  absorb  water, 
and  then  distilled;  ammonia  is  then  evolved,  and  there  remains  a  brown 
resinous  residue.    The  distillate  is  again  treated  with  chloride  of  calcium 
and  distilled  in  a  sand-bath,  and  the  product,  which  is  almost  colourless, 
is  rectified  alone :   it  then  leaves  a  small  resinous  residue.     (Geiger.) 
6  lbs.  fresh  ^een  unripe  seeds,  or  9  lbs.  dry  ripe  -seeds,  yield  1  oz.  conine. 
(Geiger.)    The  herb  of  hemlock  yields  but  a  small  product;  the  seeds  yield 
more.    The  latter  contain  a  neutral  oil,  whicb  is  previously  separated  by 
distilling  the  seeds  with  water  containing  sulphuric  acid;  —  it  passes  over 
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partly  in  dirty  white  flakes  and  partly  in  aqueooB  solution.  Hydrate  of 
magnesia  may  be  also  used  for  the  separation  of  conine.  (B.-Cnarlard  6c 
Henry.) 

2.  The  ripe  seeds  are  exhausted  with  alcohol,  the  alcohol  is  distilled 
off,  and  the  residual  syrup  is  mixed  with  an  equal  volume  of  water,  and  a 
little  hydrate  of  potash,  and  distilled  in  a  chloride  of  calcium-bath. 
(Christison.) 

d.  When  the  fresh  flowers  (or  seeds)  of  hemlock  are  exhausted 
with  hot  wat§r  to  which  a  little  sulphuric  acid  has  been  added^ 
and  the  extract  supersaturated  with  lime  or  hydrate  of  potash  and 
distilled  as  rapidly  as  possible,  a  strongly  alkaline  distillate  containing 
ammonia^  conine,  and  conhydrine  passes  over.  The  distillate  is  neu- 
tralised with  sulphuric  -acid,  evaporated  on  a  water-bath  to  a  thick 
syrupy  consistency,  and  then  treated  with  absolute  alcohol,  which  pre- 
cipitates sulphate  of  ammonia.  The  solution  is  removed  from  the  deposit 
and  placed  on  a  water-bath  in  order  to  evaporate  off  the  alcohol ;  and 
the,  residue  is  allowed  to  cool,  then  strongly  supersaturated  with  concen- 
trated potash  and  mixed  with  ether,  the  whole  being  shaken  for  a  con- 
siderable time.  The  brownish  red  ethereal  solution  thus  obtained  is 
separated  from  the  aqueous  solution  and  evaporated  on  a  water-bath,  till 
the  ether  is  completely  driven  off;  it  is  finally  heated  to  100°,  and  then 
distilled  in  a  stream  of  hydrogen,  at  a  very  slowly  increasing  tempera- 
ture, in  an  oil-bath.  Conine,  rendered  impure  by  a  little  water  and 
ether,  first  passes  over,  and  afterwards  colourless  oily  conine,  which  may 
easily  be  purified  by  neutralising  with  hydrochloric  acid,  pouring  off  the 
mother-liquor  from  the  crystals  of  faydrochlorate  of  conine,  and  recrystal- 
lising  the  salt  from  alcohol.  Conhydrine  remains  in  the  retort  and,  on 
heating,  sublimes  in  the  upper  part  and  neck  of  the  retort  in  crystalline 
laminsB  (if  very  slowly  heated,  it  sublimes  at  150°,  otherwise  between  190^ 
and  210°).    (Wertheim.) 

JBurification  of  Conine,  Conine,  obtained  by  Geiger's  process,  may 
still  contain  ammonia.  To  ^move  this  impurity,  the  product  is  shaken 
in  a  long  glass  tube  with  water,  and,  after  a  few  hours,  the  conine  is 
decanted  off.  The  wash- water  becomes  milky  on  being  shaken  up  with 
chlorine-water,  but  does  not  evolve  nitrogen  gas,  if  free  from  ammonia. 
(B.-Charlard  &  Henry.)  The  ammonia  is  removed  by  placing  the  conine 
in  vacuo  over  sulphuric  acid,  the  evolution  of  gas  buboles  then  causing 
ebullition.  (Liebig.)  If  the  conine  contains  water,  it  is  to  be  mixed  with 
fused  hydrate  of  potash:  the  conine  then  separates  out, after  a  time,  in  an 
oily  stratum,  which  may  be  removed  and  rectified  alone.  Commercial 
chloride  of  calcium  cannot  be  used  for  this  purpose,  as  it  generally  contains 
alumina.  Conine,  from  different  preparations,  does  not  always  behave  in  the 
same  way  with  hydrate  of  potash  ;  in  one  instance,  the  additidlk  of  potash 
caused  a  violent  evolution  of  ammonia  and  decomposition.  (Blyth.) 
When  conine,  from  another  preparation,  was  allowed  to  stand  for  two 
days  over  hydrate  of  potash,  then  poured  off  and  distilled  in  a  stream 
of  hydrogen,  it  began  to  boil  at  97^  and,  while  the  boiling  point  rose  to 
132^,  a  limpid  oil  passed  over,  which  contained  but  little  conine,  and 
formed  crystals  with  bromine.  The  boiling  point  then  rose  rapidly  to 
170%  and  pure  conine  distilled  over  up  to  l7o%  after  which  came  pro- 
ducts of  decomposition.  The  oil  which  passed  over  between  170°  and  175° 
became  turbid  when  heated  to  50%  and  deposited  water  in  the  neck  of 
the  retort   On  treatbg  it  with  potassium,  it  evolved  gas  violently,  -while 
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potaflh  was  formed,  and  on  sabseqnently  distilling  the  liqaid  in  a  stream 
of  hydrogen  it  passed  oyer  between  168^  and  ITO"*.    (Bljth.) 

Properties.  Conine  is  a  limpid  oily  liquid  of  sp.  gr.  0*89  (Geiger), 
0-8T8.  (Blyth.)  It  boils  at  168^  — 171**  (Blyth);  at  187-5^  (Geiger); 
189''  (Christison) ;  212°  (Ortigosa) ;  and  when  carefnlly  bnt  rapidly 
heated,  distils  almost  without  deoomnosition.  (Qeiger.)  It  yolatilises 
in  yaono  at  ordinary  temperatures,  and  distils  without  residue.  (Liebig, 
Ortigosa.)  It  may  be  carried  oyer  with  yapour  of  water  at  100°,  but 
eyen  then  slight  deoomposition  takes  place.  —  It  has  a  highly  penetrating, 
repulsive^  peculiar  and  suffocating  odour,  like  tobacco,  somewhat  resem- 
bling also  that  of  hemlock ;  at  a  distance,  and  in  small  quantity,  it 
smells  like  mice,  but  if  closely  inhaled,  it  attacks  the  head  and  proyokes 
tears.  (Geiger.)  It  has  a  yery  sharp,  repulsiye,  tobacco-like,  and 
persistent  taste.  It  is  a  yiolent  poison,  and  in  small  quantities  rapidly 
causes  death,  attended  with  tetanus.  When  outwardly  applied  it  does 
not  dilate  the  pupil,  not  even  if  introduced  into  the  eye  itself.     (Geiger.) 

(On  the  action  of  oonine  compare  Christison,  /•  Pharm,  22,  413;  /.  Ch,  Med.  12,  461. 
Kttblmann,  N,  Br.  Arch,  23,  38.)  It  has  a  strong  alkaline  reaction,  but  only 
in  the  presence  of  water.  (Geiger.)  The  alkaline  reaction  disappears 
from  turmeric  paper  on  application  of  heat,  and  slowly  from  litmus-paper. 
(Blyth.) 

Ortigosa,        Blyth. 

16  C  96  ....  76-80  7459  ....  75-11 

N  14  ....  11*20 

15  H     15     ....    12-00    1205     .;..     1306 

C"NH»    125     ....  10000 

Uebig^  found  66*91  C,  12*0  H,  12  8  N,  and  8*29  O,  and  gave  the  formnUi 
C»NHi«0,  which  Ortigosa'  changed  to  C>^HU,  Blyth  to  Ci7NH>7.  Gerhardt  {Con^t. 
Ckim.  1849,  373)  gave  the  above  formnla,  and  considered  it  probable  thatOrtigosa  and 
Blyth  analysed  conine  containing  water.  Ajccording  to  t.  Planta  and  Kekul^,  oonine  is 
generally  a  mixture  of  C^^NH^  and  C^NH^^  (methyl-conine),  and  perhaps  also  contains 
the  base  C^^NH^;  they  are  of  opinion,  that  Blyth's  conine  contained  methyl-conine. 

Decompositions,  1.  Conine  is  yery  inflammable,  and  bums  with  a 
bright  smoky  flame,  like  yolatile  oils,  loiying  only  a  small  residue  of 
carbon.  (Geiger.)  The  vapour  of  conine  is  inflammable.  (Charlard  Sc 
Henry.) 

2.  Oonine  remains  colourless  when  kept  from  the  air,  but  on  expo- 
sure to  the  air,  it  rapidly  turns  yellow,  brown,  and  yiscid,  and  becomes 
less  soluble  in  water.  The  aqueous  or  alcoholic  solution  undergoes  the 
same  decomposition,  especially  if  the  oonine  is  impure;  both  rapidly  turn 
brown,  while  the  aqueous  solution  becomes  turbid  and  deposits  resinous 
flakes.  (Geiger.)  In  the  decomposition  of  conine  by  the  air,  resin  is 
formed  and  ammonia  eyolved.  (Christison.)  Conine,  placed  in  a  shallow 
dish  and  exposed  to  the  action  of  oxygen  for  some  weeks,  turns  dark  red, 
becomes  thicker,  and  is  finally  converted  into  a  stringy  resinous  mass, 
which  smells  strongly  of  conine  and  has  an  alkaline  reaction.  This  resin 
dissolves  in  strong  hydrochloric  acid  and  is  precipitated  by  carbonate  of 
potash.  If  this  operation  is  repeated  and  the  product  washed  with  water, 
a  resin  is  obtained  which  is  free  from  conine,  smells  of  butjrric  acid  when 
burnt  or  exposed  to  moist  air,  and  contains  nitrogen.     (Blyth.) 

3.  On  disiiUinff  conine,  a  portion  is  always  decomposed,  ammonia 
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bein^  eTolred  and  a  resio  formed.  The  parer  the  coniue,  the  loss  decom- 
position takes  place.  Heated  for  some  time  to  a  temperatare  near  its 
boiling  pointy  it  is  much  more  decomposed  than  when  it  is  rapidly  heated 
to  boiliDg,  in  which  case  the  greater  part  distils  oyer  unchanged.  Am- 
monia and  a  resin' are  formed,  and  perhaps  also  carbonic  and  acetic  acids. 
(Geiger.)  Moist  conine,  evaporated  in  yacao  over  substances  which 
attract  moisture,  leaves  a  resinous  pitchy  residue.  (Charlard  &  Henry.) 
ttoist  Conine  leaves  a  resin  on  distillation  ;  the  dry  substance  does  not. 
(Ortigosa.)  When  conine  is  heated  above  172°,  the  boiling  point 
rises  rapidly,  decomposition  takes  place,  and  white  fumes  are  evolved. 
(Blyth.) 

4.  In  the  oxidation  of  conine,  butyric  acid  is  generally  formed,  as 
when  conine  is  boiled  with  nitric  acid  (a  resin  is  formed  at  the  same 
time,  which  is  precipitated  from  the  solution  by  potash  on  cooling);  also 
on  evaporating  bromide  of  conine  in  yaouo  with  a  slight  excess  of  bro- 
mine, or  by  eyaporating  sulphate  of  conine  to  dryness,  and  by  treating 
conine  with  bichromate  of  potash  and  sulphuric  acid.  (Blyth.)  An 
odour  of  butyric  add  is  perceptible  during  the  evaporation  of  the  plati^ 
nnm  or  mercury  salts  of  conine,  and  of  its  basic  substitution-products, 
(v.  Planta  &  Keknl6.)  —  Conine  reduces  silver-salts.     (Ortigosa.) 

5.  When  conine  is  neutralised  with  dilute  mineral  addB^  it  is  not 
decomposed  by  spontaneous  evaporation,  but  if  evaporated  with  the  aid 
of  heat,  its  solution  becomes  dartc,  and  a  salt  of  ammonia  and  a  resin  are 
formed.  The  same  reaction  is  produced,  even  in  the  cold,  by  an  excess 
of  acid,  or  by  acetic  or  tartaric  acid.     (Geiger.) 

6.  Alcoholio  tincture  of  iodine  acts  yioTently  upon  moist  conine,  the 
solution  becoming  turbid  and  yellow  for  a  few  moments,  and  then  colon r- 
less,  and  ultimately  drying  up  to  an  uucrystallisable  mass.  (Geiger.) 
A  weak  tincture  of  iodine  added  drop  by  drop  to  alcoholic  conine,  pro- 

'  duces  a  dark  brown  precipitate  which  aissolves  and  forms  a  colourless 
liouid.  When  tincture  of  iodine  is  added  as  long  as  the  liquid  remains 
colourless  (if  an  excess  of  iodine  is  added  a  different  decomposition  takes 
place),  and  the  solution  is  evaporated  in  vacuo,  there  remains  a  brownish 
mother-liquor  containing  crystals  of  a  similar  form  to  those  obtained  by 
the  action  of  bromine  upon  conine:  they  are  readily  soluble  in  water, 
alcohol,  and  ether.  (Blyth.)  —  Anhydrous  conine  becomes  heated  in 
contact  with  iodine,  and  forms  thick  white  fumes  and  a  readily  fusible 
mass,  which  is  at  first  blood-red  and  afterwards  turns  olive-green ;  this 
body  dissolves  in  water,  forming  a  nearly  colourless  solution,  and  depo- 
siting a  black  thick  resin.     ^Geiger.) 

'  1.  When  conine  (distillea  at  169°)  is  exposed  to  yapour  of  bromine, 
it  immediately  solidifies  into  a  mass  of  crystalline  needles.  If  too  much 
bromine  is  used,  the  chief  product  is  a  gummy  mass;  if  conin^s  employed 
which  distils  over  below  168%  a  red  liquid  is  formed.  The  purer  the 
conine,  the  more  abundant  is  the  formation  of  crystals.  Conine  which 
has  passed  over  between  98°  and  136^  does  not  at  first  form  any  crystals 
with  bromine,  and  on  evaporating  in  vacuo,  becomes  dark  red  or,  if  more 
bromine  is  added,  black.  This  product,  dissolved  in  water,  boiled  with 
animal  charcoal,  then  filtered  and  eyaporated  in  yacuo  over  sulphuric 
acid,  yields  transparent  colourless  needles  and  a  brown  mother-liquor* 
The  crystals,  after  washing  with  ether,  contain  48*52  per  cent.  C  and 
8*99  H.  j  they  are  readily  soluble  in  water  and  in  alcohol,  but  much  less 
in  ether ;  when  purified  by  treating  with  ether  and  recrystallised  from 
water  or  from  alcohol,  they  form  needles  which  are  permanent  iu  t\:e  air 
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and  melt  into  »ii  oil  at  about  100^  giving  off  a  little  oonine  vapour.    On 
cooling,  tbe  oil  solidifies  into  a  striated  mass.    (Bljth.) 

8.  Anhydrous  oonine  aoted  upon  by  Morine  gas  gives  off  dense 
wbite  fumes,  becomes  hot  and  thick,  and  forms  a  brown  mass,  which 
has  a  peculiar  odour  something  like  that  of  chlorine,  but  not  like  that 
of  conine,  and  when  suspended  in  water  and  treated  with  caustic  soda, 
diffuses  an  odour  of  conine  and  turpentine.^- With  hydrated  conine, 
chlorine  gas  produces  a  whitish  turbidity,  separation  of  oil-drops,  and  a 
smell  of  chloride  of  nitrogen;  if  potash  is  then  added,  an  odour  of  conine 
is  evolfed.  (Oeiger.)  Moist  conine,  free  from  ammonia,  does  not  evolve 
nitroffcn  when  shaken  with  chlorine- water.  (Charlard  &  Henry.^  When 
chlorine  ffas  is  passed  over  oonine  which  has  distilled  at  130^  the  conine 
becomes  hot,  assumes  a  dark  red  colour,  and  emits  heavy  white  vaponrs 
which  smell  something  like  oil  of  lemons.  If  the  action  of  the  chlorine 
be  continued  and  the  oil  cooled,  it  becomes  colourless  again  and  thicker, 
ceases  to  evolve  wbite  vaponrs,  and  becomes  covered  with  white  crystals, 
into  which  it  is  completely  converted  alter  the  chlorine  has  been  passed 
over  it  for  a  long  time.  The  orystaLi  are  like  those  formed  by  the  action 
of  bromine,  and  are  very  volatile.  If  stirred  up  with  water  they  readily 
dissolve;  they  ftro  very  soluble  in  alcohol  and  ether,  from  which  they 
crystallise. 

9.  Anhydrons  conine  poured  npon  dry  ehromie  acid,  takes  fire  imme- 
diately.   (Hofmann,  Ann,  Pharm,  47,  85.) 

10.  Fhoiph^molybdio  aoid  (obtained  by  precipitating  molybdate  of 
ammonia  with  common  phosphate  of  soda,  evaporating  the  solution  to 
drjrness,  igniting  till  the  ammonia  is  driven  off,  and  dissolving  the 
residue  in  water  containing  nitric  acid)  forms  with  oonine  and  its  salts,  a 
bright  yellow  bulky  precipitate.  The  precipitate  is  scarcely  soluble  at 
the  ordinary  temperature  in  water,  dilute  acids  (with  the  exception  of 
phosphoric  aoid^,  alcohol,  or  el  her;  it  is  however  readily  taken  up  bv 
the  carbonates,  borates,  and  phosphates  of  the  alkalis,  and  decomposed, 
though  more  slowly  and  with  separation  of  conine,  by  the  alkaline  earths 
and  their  carbonates,  as  well  as  by  the  oxides  of  lead  aud  silver  and  their 
carbonates.    (Sonnenschein,  Ann.  Pharm.  105,  45.) 

J 1.  Conine  b  rapidly  attacked  by  bromide  qf  khpl  and  forms  a  crys- 
talline product.  (Hofmann,  Ann.  Pharm.  74, 175;  79;  31.)  Commer- 
cial conine  mixes  with  iodide  of  ethyl,  and  forms  at  first  a  clear  liquid; 
but  a  reaction  quickly  takes  place,  whereby  a  brown  oil  is  formed, 
which  sinks  to  the  bottom  of  the  vessel.  If  the  mixture  is  heated  in  a 
sealed  tube  to  100^  till  the  stratum  of  ether  at  the  bottom  no  longer 
decreases,  there  is  formed,  if  the  conine  is  pure,  a  viscid  oil  (hydriodate  o& 
ethyl-conine);  but  if  the  oonine  contains  methyl -conine,  there  is  formed, 
besides  hydriodate  of  ethyl-conine,  the  hydnodate  of  ethyl-methyl- 
conine,  which  solidifies  in  part  immediately,  and  oompletelj  on  cooling, 
(v.  PlanU  &  Kekul6.) 

12.  With  cyanide  of  ethyl  conine  behaves  like  aniline.  (Wnrti,  Ann. 
Pharm.  80,  349.) 

CombinatUmM.  Conine  takes  up  at  ordinary  temperatures  one-third 
part  of  its  weight  of  water,  and  at  a  low  degree  of  cold,  one  part  of  water, 
whereby  it  becomes  more  fluid.  It  then  becomes  turbid  when  heated, 
owing  to  the  separation  of  water.  (Gelger.)  It  is  slightly  soluble  in  water. 
(Charlard  &  Henry.)  The  solution  in  100  parts  of  qold  water,  becomes 
turbid  when  heated  and  dear  again  on  cooling.    (Oeiger.) 
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Coolne  do68  not  appear  to  dis8olyej)Ao«pAorttt.  It  dissolves  ftufpAfir 
in  large  quantities^  and  the  dark  orange-ooloured  solution  yields  crystals 
of  sulphur  on  evaporation.  It  is  slightly  soluble  in  bisulphide  of  carbon. 
(Blytk) 

Conine  neutralises  acids  completely.  (Qeiger^  Charlard  &  Henry.) 
It  produces  white  fumes  with  volatile  acids  (with  hydrochloric  acid, 
Charlard  &  Heoiy),  also  with  nitric  acid  and  acetic  acid  (Blyth),  pro- 
bably from  the  ammonia  contained  in  it.  (Oeiger.)  It  appears  to  drive 
out  ammonia  from  its  compounds,  and  precipitates  stannous,  mercurous, 
and  ferric  salts  (Ortigosa);  also  the  salts  of  tdumina^  zinc,  manganese^ 
copper,  and  silver;  oxide  of  silver  dissolves  in  an  excess  of  conine.  (Blyth.) 

The  salts  of  conine  cannot  for  the  most  part  be  obtained  in  the 
crystalline  form,  (Geiger.)  A  few  crystallise,  but  they  are  very  deli- 
quescent. (Blyth.)  They  are  less  poisonous  (still  more  poisonous, 
according  to  Christison)  than  conine  itself ;  they  have  a  repulsive  bitter 
taste,  and  decompose  with  excess  of  acid  on  exposure  to  the  air,  turning 
red,  then  violet,  and  afterwards  green.  (Gefger.)  Conine  turns  bluish 
green,  and  afterwards  brownish  red,  even  while  it  is  being  saturated 
with  acids.  (Charlard  &  Henry.^  Many  of  its  salts  decompose  on 
evaporation  and  leave  a  gummy  residue  (Blyth),  part  of  the  base  vola- 
tilising. (Charlard  &  Henry.)  All  compounds  of  conine  when  burnt 
emit  the  repulsive  odour  of  conine.  (Blyth.)  The  salts  of  conine  dis- 
solve readily  in  water  (Geiger),  and  in  alcohol.  (CharUid  &  Henry.) 
They  are  precipitated  by  tannin.    (Geiger.) 

Conine  forms  a  crystallisable  salt  with  phosphoric  acid,  (Charlard  & 
Henry.) 

Sulphate  of  Conine.  —  Conine  neutralised  with  sulphuric  acid  dries 
np  in  the  air  to  a  brown  extract,  which  cannot  be  obtained  crystallised, 
and  dissolves  in  water  in  all  proportions.  (Geiger.)  Conine  forms  with 
sulphuric  acid  a  crystallisable,  deliquescent  salt,  which  dissolves  in 
alcohol  in  all  proportions.  (Charlard  &  Henry.)  Conine  neutralised 
with  dilute  sulphuric  acid  and  evaporated  on  a  water-bath,  becomes 
brownish,  and  leaves  a  thick  gummy  residue  containing  traces  of  crystals. 
Potash  separates  from  the  residue  an  oil  which  smells  like  unaltered 
conine ;  if  the  evaporation  is  carried  further,  the  same  substance  is  pro- 
duced as  by  bromine.     (Blyth.) 

Conine  dissolved  in  alcohol  of  30^  forms  with  iodic  acid  a  precipitate 
similar  to  those  produced  by  many  other  organic  bases.  (Charlard  & 
Henry.) 

Hydrochhrate  of  Conine.  —  Conine  behaves  with  hydrochloric  acid  in 
the  same  manner  as  with  sulphuric  acid.  (Geiger.)  When  conine  is 
placed  in  vacuo  beside  a  vessel  containing  fuming  hydrochloric  acid, 
crystals  are  formed  in  both  the  liquids,  which  finally  solidify  into  a  mass 
of  large  crystalline  lamince.  The  crystals  in  both  vessels  are  the  same 
in  form  and  appearance,  yet  those  from  the  conine  vessel  have  an  alka- 
line, those  from  the  hydrochloric  acid  vessel  an  acid  reaction.  (Liebig.) 
Conine  neutralised  with  hydrochloric  acid  turns  pale  red  and  yields 
crystals  when  the  solution  is  evaporated  nearly  to  dryness.  (Blyth.) 
Conine  (even  crude)  mixed  with  hydrochloric  acid  yieldis  crystals  easily 
and  rapidly.    (Wertheim.) 


166  PRIMARY  NUCLEUS  Ci«H":    AZO-NUCLEUS  C»«NH». 

Colonrless  needles  (Liebig)^  long  white  needles  grouped  in  stars. 
(Blyth.)  Transparent  rhombic  crystals,  having  a  fatty  lastre  and  softer 
than  gypsnm,  sometimes  four  millimeters  long.    (Fig.  68  without  i  and  p; 

sometimes  fig.  53  without  i  and  p.    oo  P  oo  .  r  oo  .  oo  P,  sometimes  with 

CO  P  00  and  m  P  n.     (Peters.) 

Permanent  in  the  air  (Wertheim);  deliquescent.  (Liebig,  Bljth.) 
When  the  solution  obtained  by  the  deliquescence  of  the  salt  is  evaporated 
at  a  gentle  heat,  it  again  yields  the  same  crystals;  but  the  liquid,  if 
evaporated  in  the  air,  turns  first  purplish  red,  then  deep  indigo-blue,  and 
finally  brown.  —  Hydrochloric  acid  gas  passed  over  oonine,  turns  at  first 
purple-red  and  then  deep  indigo-blue.     (Liebig.) 

Wertheiin. 

16  C  96  ....  59  44  58-86 

N  14  ....  8-67 

16  H 16  ....  9-91  10-05 

CI  35-5  ....  21-98  21-52 


n^ 
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The  lalt  was  prepared  with  conine  obtained  from  conhydrine  by  the  action  of 
anhydroas  phosphoric  acid. 

titrate  of  Conine.  —  Conine  neutralised  with  nitric  acid  becomes 
^  turbid  at  the  point  of  neutralisation,  and  rapidly  clear  on  the  addition  of 
more  acid.  The  neutral  mixture  smells  feebly  of  conine,  and  when 
left  to  evaporate,  or  evaporated  at  a  temperature  between  30^  and  40*^, 
leaves  an,  extract-like  residue,  contaioing  colourless,  transparent  octa- 
hedrons.    (Geiger.)     It  is  crystallisabie.     (Cbarlard  &  Henry.) 

Aqueous  conine  shaken  with  phogphaU  of  magnesia  forms  a  white 
insoluble  salt.     (Charlard  &  Henry.) 

When  conine  is.  mixed  with  aaueous  sulpliate  of  alumina,  small 
octohedrons  are  gradually  formed,  which,  after  being  carefully  washed 
with  water,  turn  black  on  ignition.     (Ortigosa.) 

Conine  forms  with  stUphate  of  copper  a  precipitate  which  dissolves 
slightly  in  water  and  readily  in  alcohol  and  in  ether.  (Ortigosa.) 
With  protochloride  of  tin,  it  forms  a  light  kermes-brown  precipitate, 
(v.  Planta.) 

Cfdoronurcurate  of  Conine.  —  Conine  forms  with  corrosive  sublimate  a 
white  pulverulent  precipitate,  which  turns  yellow  and  decomposes  at 
110°;  it  is  insoluble  in  water,  alcohol,  and  ether.  (Ortigosa.)  When 
conine  which  has  passed  over  between  1 47**  and  1 60°  and  has  become 
brown  from  exposure  to  the  air,  is  rectified,  and  the  colourless  distillate 
is  dissolved  in  alcohol,  a  copious  precipitate  is  formed  on  addition  of  an 
alcoholic  solution  of  corrosive  sublimate.  This  precipitate  if  stirred  up 
unites  into  a  light  lemon-coloured,  viscid  mass,  which  gradually  hardens 
on  exposure  to  the  air,  and  may  then  be  pulverised.  Aqueous  corrosive 
sublimate  produces  with  an  alcoholic  solution  of  conine  which  has  dis- 
tilled over  at  169^,  a  precipitate  which  is  the  same  in  composition  but  is 
not  viscid. 

Pale  lemon-coloured  powder,  which,  when  heated  to  32°  or  in  vacuo 
over  sulphuric  acid,  evolves  an  odour  of  conine.  Melts  and  decomposes 
at  100^   Insoluble,  in  water.  Dissolves  in  hydrochloric  acid,  and  is  depo- 
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aited  from  the  solution,  on  eyaporation,  as  a  gummy  mass.    Sparingly 
soluble  in  alcohol^  insoluble  in  ether.    (Bijrth.) 


16  C  96 

N U 

15  H  15 

4  Hg  400 

4  CI  141-6 


C»»NH»  4HgCl    666-6  ....  100-00 


Blyth. 

14-40    .... 

....     15-91 
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60-00     .... 

....     59-17 

21-25     .... 

....     18-87 

lodamereurate  of  Poiamum  forms  with  oonine  a  precipitate  insoluble 
in  hjdroohlorio  acid.     (v.  Planta.) 

From  niiraU  ofiUvtr  oonine  precipitates  oxide  of  silyer,  which  redis- 
solves  in  an  excess  of  oonine.    (Blyth.) 

CMcride  ofSiher  dissoWes  in  oonine  as  in  ammonia.     (Blyth.) 

Terchloride  of  Oold  forms  a  yellow  powder  with  conine.     (Blyth.) 

ChhroplatinaU  of  Conine,  —  A  solntion  of  bichloride  of  platinum  is 
added  to  an  alcoholic  solution  of  conine.  (Ortigosa.)  —  When  colourless 
conine,  which  has  distilled  over  between  106°  and  136°  (or  between  160° 
and  171°),  is  neutralised  with  hydrochloric  acid,  and  alcohol  and  then 
alcoholic  bichloride  of  platinum  are  added,  the  liquid  turns  dark  red 
and  becomes  oily,  but  does  not  deposit  any  precipitate.  If  evaporated  in 
vacno  over  sulphuric  acid,  it  yields  tufts  of  crystals.  The  mother- 
liquor  deposits  no  more  crystals  on  further  evaporation,  but  evolves 
hydrochloric  acid  and  an  odour  of  butyric  acid;  but  on  mixing  it  with 
water  and  evaporating  over  sulphuric  acid,  more  crystals  are  obtained. 
(Blyth.) 

Beautiful  Crange-yellow  crystalline  powder.  (Ortigosa.)  Deep 
scarlet,  four-sided  prisms  terminating  in  four-sided  pyramids.  It  does 
not  decompose  at  100%  but  melts  at  a  few  degrees  higher  and 
evolves  vapour  of  conine.  It  is  decomposed  by  potash  in  the  cold, 
(Blyth.)  Soluble  in  water  (Ortigosa);  slightly  in  cold  water.  (Blyth.) 
Soluble  in  alcohol  and  in  ether.  (Ortigosa).  Crystallises  from  its  solu- 
tion in  boiling  alcohol  on  cooling.    (Blyth.)     Fig.  80  with  y  and  a, 

00  P  00 .  Poo .  oP.  f  00 .  oe  P.  3P2.  ocP.  P.     (Peters.) 

Ortigosa.         Blyth. 

16  C    « 96      ....    28-98    2904     ....    29-77 

N    14      ....       4-22     4-62     ....      405 

16  H   16      ....      4-83     501     ....       516 

Pt  99      ....    29-89    29-38    ....    2908 

3  CI  106-2  ....     32-08     31-95 

CWNH",HCl,Fta»    331-2  ....  10000    10000 

Conine  which'  has  become  colonred  by  exposure  to  the  air,  gives 
with  bichloride  of  platinum,  black  crystals,  which,  after  they  have  been 
washed  with  alcohol,  contain  30*43  per  cent,  of  platinum,  and  give  off 
an  odour  of  conine  when  treated  with  potash;  hence  they  are  chloropla- 
tinate  of  conine  mixed  with  another  body.     ([Blyth.) 

The  red  salt  boiled  with  a  solntion  of  bichloride. of  platinum  gives 
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off  carbonic  acid  and  emits  at  first  the  odoar  of  some  fatty  substance, 
then,  while  the  solntion  becomes  darker,  an  odonr  of  butyric  acid,  and 
finally  again  the  odour  of  the  fatty  substance;  platinum  is  also  reduced, 
and  a  little  oil,  which  becomes  semi-fluid  on  cooling,  passes  oyer.  —  If 
the  mixture  is  boiled  for  about  fotir  weeks  and  finally  eyaporated  to 
dryness,  and  the  black  residue  then  boiled  with  water  and  filtered 
from  the  reduced  platinum,  a  mixture  of  substances  is  obtained  on 
evaporating  the  filtrate,  consisting  principally  of  yellow  octohedrons  of 
chloroplatinate  of  ammonium,  long  four-siaed  purple  prisms  (doubt- 
less the  ammonio-protochloride  of  platinum  of  Magnus),  and  white 
silky  needles,  besides  a  little  undecomposed  platinum-salt.  The  white 
crystals  appear  to  be  acid;  they  dissolve  in  pMotash,  from  which  they  may 
be  precipitated  by  acids.  They  are  also  obtained,  together  with  the  black 
crystals,  when  conine  which  has  become  coloured  in  the  air,  is  treated 
with  bichloride  of  platinum.  If  the  whole  mixture  of  crystals  is  treated 
with  cold  potash  and  the  liquid  diluted,  rapidly  filtered,  and  washed 
with  water,  there  remains  a  residue  of  chloroplatinate  of  ammonium, 
while  the  purple  and  white  salts  dissolve.  On  evaporatin/?  the  purplish 
red  potash-solution,  red  four-sided  prisms,  insoluble  in  alcohol,  are  again 
obtamed  together  with  white  crystals.  The  red  crystals  are  Magnus's  chlo- 
roplatinite  of  potassium;  they  crystallise  out  when  the  mixture  of  red  and 
white  crystals  is  dissolved  in  water  and  mixed  with  alcohol;  thioy  leave 
a  colourless  mother-liquor.  When  chloroplatinate  of  conine  is  mixed 
»  with  a  little  water  in  a  tube,  and  heated  for  a  short  time  to  140'^,  it 
dissolves ;  the  liquid  then  becomes  dark  and  deposits  platinum,  and  if 
evaporated  after  it  has  been  filtered,  does  not  yield  any  crystals.  Treated 
with  potash  it  evolves  an  odour  of  conine ;  hence  chloroplatinite  of 
conine  seems  to  have  been  formed.    (Blyth.) 

Conine  forms  with  oxalic  acid  a  salt  which  crystallises  in  prisms. 
(Charlard  and  Henry.) 

Conine  neutralised  with  acetic  acid,  forms  a  brown,  uncrystallised, 
varnish -like,  gelatinous  mass,  which  is  inodorous,  has  a  bitter  and  sharp 
ti|ste,  and  is  neutral;  it  dissolves  in  water  and  deposits  yellowish  brown, 
resinous  flakes.     (Geiger.) 

On  neutralising  tartaric  acid  with  conine,  (2^  grains  of  conine 
require  1}  grains  of  acid)  the  liquid  turns  brownish,  becomes  turbid,  and 
then  green,  and  exhibits  an  acid  reaction.  On  evaporating,  resinous 
flakes  are  deposited,  but  no  crystals  are  obtained.     (Geiger.) 

Conine  is  very  readily  soluble  in  alcohol,  1  part  of  conine  dissolved 
in  4  parts  of  alcohol,  mixes  with  water  in  every  proportion.  A  solution 
of  1  part  of  coniDC  in  J  part  of  absolute  alcohol  mixes  with  1  part  of 
water,  but  if  more  water  is  added,  the  liquid  becomes  permanently 
turbid. 

It  is  readily  soluble  in  ether,  and  in  oila  both  volatile  and  O^tty 
(Geiger),  also  in  acetone.    (Blyth.) 

Tincturelof  Galls  produces  with  solutions  of  conine  and  its  salts,  a  grey 
flocculent  precipitate.  The  precipitate  obtained  with  tannin  is  white, 
cnrdy  and  voluminous,  and  dissolves  in  alcohol     (fi.-Charlard  &  Henry.) 
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Gonhydrine. 

C»^NH"0»  =  (?*NH»,2H0,H». 

Th.  Wertheim.     Wien,  lead.  Ber.  22,  113;  Pkarm,  Centr.  1857,  41 ; 
Ann,  Pharm,  100,  328. 

Source.    In  the  flowers  and  ripe  seeds  of  Conium  mactUcUum, 

Freparaticn  (p.  16).     Conhjdrine  is  purified  from  adhering  conine 

.by  pressing  the  product  after  it  has  been  submitted  to  a  low  temperature 

(by  means  of  a  freezing  mixture),  and  subsequently  by  repeated  recrys- 

tallisation  from  ether.     (100  kilogr.  of  fresh  flowers  yield  6  grammes  of 

pure  crystals.) 

P}*cperties.  Gonhydrine  crystallises  in  laminao  having  a  pearly  lustre 
and  splendid  iridescence;  they  melt  at  j  a  gentle  heat  and  sublime  below 
100^.  It  has  a  slight  odour,  which  increases  when  the  substance  is 
Tolatilised,  and  closely  resembles  that  of  conine.  Its  aqueous  and 
alcoholic  solutions  have  a  strong  alkaline  reaction.  Its  physiological 
action  is  narcotic,  but  less  powerful  than  those  of  conine.  (0*3  gramme 
administered  to  a  full-grown  rabbit  produced  symptoms  of  poisoning, 
such  as  hurried  breathing  and  drugging  of  the  hind  legs,  which  lasted  for 
an  hour,  after  which  the  animal  began  to  recover.) 

Decompositions,  1  part  of  conhydrine  heated  to  200^  for  an  hour  and 
a  half  with  3  pts.  of  anhydrous  phosphoric  acid  in  a  glass  tube,  decom- 
poses into  conine  and  water. 

Combinations.     Conhydrine  is  rather  soluble  in  water. 
It  neutralises  acids,  drives  out  ammonia  from  its  compounds,  but 
appears  to  be  separated  from  its  salts  by  coqine. 

ffydroMorate  of  Conhydrine.  —  Conhydrine  neutralised  with  hydro- 
chloric acid  cannot  be  made  to  crystallise. 

CMoroplatinate  of  Conhydrine,  —  An  alcoholic  solution  of  conhydrine 
neutralised  with  hydrochloric  acid  is  mixed  with  alcoholic  bichloride  of 
platinum,  care  being  taken  to  avoid  an  excess  of  the  latter,  and  the 
whole  is  placed  over  sulphuric  acid  in  vacuo;  when  crystals  begin  to  form, 
the  solution  is  removed  to  the  air  and  allowed  to  evaporate,  and  the 
crystals  are  washed,  first  with  ether-alcohol,  then  with  ether.  The  salt 
crystallises  in  hyacinth-red  tablets,  from  1  to  4  millim.  in  length,  belong- 
ing to  the  right  prismatic  system. 
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Coniugated  eompaunds  containing  a  nwiUus  derived  from  C**NH''. 

Methyl-conine. 

C"NH"  =  C"(C»H»)NH»  H«. 

y.  Planta  &  Kbkul^.    (1854.)     Ann.  Pharm.  89,  144;  Pharm.  Cenir. 
1854,  280. 

Meibjl-conine  is  jB^nerally,  together  with  eonine  (G^NH''),  one  of 
the  component  parts  of  commercial  eonine;  whence,  on  treating  the  latter 
with  iodide  of  ethjl,  ethjl-methjl-conine  is  formed  as  well  as  ethyl- 
eonine. 

It  is  produced  in  the  distillation  of  hydrate  of  ethyl-methyl-oonine 
(p.  173),  and  passes  over  as  a  colourless  oil,  which  is  yellowish  towards 
the  end  of  the  distillation. 

It  is  a  volatile,  colourless  oil  smelling  like  eonine.  It  is  lighter  than 
water.  When  burnt  with  oxide  of  copper,  it  yields  18*09  yolumes  of 
carbonic  acid  to  1  volume  of  nitrogen  gas. 

With  iodide  of  ethyl  it  forms  a  crystalline  product,  in  all  probability 
etbyl-methyl-conine. 


#  Ethyl-conine. 

C"NH»  =  C"(C*H»)NH»,H». 

v.  Planta  &  Kekvli^.    (1854.)     Ann.  Pharm.  89, 131;  Pharm.  Cenir. 
1854,  278. 

Formation  (p.  164). 

Preparation.  Conine  is  placed  together  with  iodide  of  ethyl  in  a 
sealed  tube,  and  heated  for  half  an  hour  to  100^  or  until  no  further 
diminution  of  the  iodide  of  ethyl  takes  place  on  continuing  the  applica- 
tion of  heat;  an  upper  stratum  of  viscid  hydriodate  of  ethyl-conine  is 
then  formed,  and  a  substratum  of  the  excess  of  iodide  of  ethyl.  The 
contents  of  the  tube  are  dissolved  in  water,  and  the  solution  decanted  off 
from  the  iodide  of  ethyl,  the  remainder  of  which  is  removed  by  a  pro- 
longed gentle  heat.  On  adding  potash,  the  ethyl-conine  is  precipitated 
as  a  reddish -yellow  oil,  which  is  rendered  anhydrous  by  treating  it  with 
chloride  of  calcium  and  pieces  of  hydrate  of  potash  frequently  renewed. 
(Thus  prepared  it  still  contains  a  little  water.^ 

If  the  eonine  contains  methyl-conine,  which  is  generally  the  case 
with  commercial  eonine,  iodide  of  ethyl  forms  crystafiine  hydriodate  of 
ethyl-methyl-conine  as  well  as  oily  hydriodate  of  ethyl-conine.  The 
former  is  not  decomposed  by  potash:  hence,  if  the  contents  of  the 
tube  are  mixed  with  potash  and  allowed  to  stand  quietly,  it  separates 
out  in  crystals,  while  the  brown  oily  ethyl-conine  floats  on  the 
surface  of  the  liquid.  The  ethylHX>nine  separated  by  the  potash  contains, 
moreover,  another  base,  less  rich  in  carbon;  and  if  the  ethyl-conine  is 
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of  the  nmo  oonpooitioB  ms  tlie  bjdriodate  of  etkjl-iiiadijl-eoiiiBe; 

it  is  therefore  prol)ably  formed  from  a  base,  C^^NH^,  originally  oontained 
in  the  conine : 

C"(C<H>)«NHW  -  CW(C«H»)((?H»)NH». 

It  is  only  by  treating  tbe  mixture  with  iodide  of  ethyl,  that  the  resulting 
prod  acts  can  be  separated  by  the  method  given  for  biethyl-conine. 

Froperiies.  Ethyl-oonine  is  a  volatile  and  almost  colourless  oil  which 
refracts  lififht  strongly  and  is  lighter  than  water.  It  does  not  exhibit  a 
constant  boiling  point  when  distilled;  the  prodnct  which  passes  over 
la0t  has  a  lower  specific  gravity,  probably  because  it  contains  iiiater.  It 
smells  very  much  like  conine. 
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T.  Flmnta  &  Keknl^  ascribe  the  loat  in  their  analyses  a,  b,  and  e,  to  oxygen, 
owing  to  the  ethyl-oonine  which  they  analysed,  containing  water;  they  obtain  the 
nambers  represented  under  d,  after  deducting  an  amount  of  water  equivalent  to  this 
oxygen,  and  calculating  the  remainder  to  100*  ^ 

Ethyl-oonine  is  converted  by  iodide  of  ethyl  in  the  cold,  and  com- 
pletely after  standing  for  12  hours,  into  hydriodate  of  biethyl-conine, 
which  solidifies  into  a  crystalline  mass. 

Comhinatiaiis,  Ethyl-conine  is  but  very  slightly  soluble  in  water; 
the  cold-saturated  solution  becomes  turbid  when  heated. 

Ethyl-conine  possesses  basic  properties.  It  dissolves  readily  in  aoub 
and  develeps  jnuoh  heat.    Its  salts  do  not  crysiallise  on  evaporation. 

Hydriodate  of  EthyUconine,  —  (For  preparation  see  pa|e  170.)  —  It  does 
not  become  crystalline  by  standing  for  a  long  time  in  vacuo  over  sul- 
phuric acid.  With  freshly  precipitated  oxide  of  silver,  it  forms  iodide  of 
silver,  while  ethyl-conine  is  separated. 

Hydrochlorate  of  EthyUconine,  —  Dried  conine  placed  in  vacuo 
beside  a  vessel  containing  strong  hydrochloric  acid,  forms  white  vapours 
and  then  yields  a  mass  of  crystals  which  deliquesce  rapidly  on  exposure 
to  the  air. 

CTUoromercuraie  of  Ethyl-conine,  *—  Corrosive  sublimate  forms  with 
hydrochlorate  of  ethyl-conine,  a  white  precipitate  which  agglomerates 
in  resinous  masses.  It  melts  when  heated,  and  separates  from  its  hot 
solution  on  cooling  in  oily  drops  which  become  solid  and  crystalline; 
from  its  dilute  solution,  it  is  deposited  in  rhombic  tables  approaching  very 
nearly  to  the  square  form. 
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ChhrauraU  of  ^t^y^cemtn^.— Terchloride  of  gold  oanses  ft  yellow 
turbidity  with  hydrochlorate  of  ethyl-conine,  and  then  precipitates  a 
reddish  yellow  oil  which  solidifies  and  orystalliset.  From  a  hot  dilate 
solution  it  may  be  obtained  in  beantiful  yellow  crystals. 

CTUoropkUincUe  of  EihyUeonine.  —  When  the  alcoholic  eolation  is 
evaporated  oyer  salphuric  acid,  the  salt  is  obtained  as  a  yellow  crystalline 
powder,  or  in  smaller  quantity  by  precipitating  the  solution  with  ether. 
The  precipitate  is  washed  with  ether-alcohoL  It  is  readily  soluble  in 
water  and  in  alcohol. 

T.  Flanta  &  Ceknl^. 

20  C  ^ 120     ....  33-41    33-16 

N  14     ....  3-90 

20  H  20      ....  5'57    5-83 

Pt  ^. 99     ....  27-47    27-67 

3  01  106-2  ....  29-65 

C»NH'»,HCl,PtCP 369-2  ....  10000 


Biethyl-conine. 

(?*NH«»  =  C»(C*H«)«NH»  H«. 
V.  Planta  &  Kekul]^.    Ann,  Pharm.  89|  146. 
Di€ikyU9fmm».    Known  only  in  combination  with  water  and  aoidi. 

Preparation,  When  ethyl-conine  and  iodide  of  ethyl  are  mixed 
together,  and  the  yessel  is  placed  in  boiling  water,  the  crystals  of  hydrio- 
date  of  biethyl-conine  which  were  at  first  formed,  melt  and  solidify 
again  on  cooling.  They  contain  (besides  an  excess  of  iodide  of  ethyl), 
a  little  hydriodate  of  ethyl-methyl-conine  (or  an  isomeric  compound), 
which  for  the  most  part  remains  nndissolyed  after  prolonged  washing 
with  alcohol. 

On  treating  the  aqueons  solution  of  the  hydriodate  of  biethyl-conine 
with  freshly  precipitated  oxide  of  ailyer,  aqueous  biethyl-conine  ia 
obtained;  it  has  a  strong  alkaline  reaction,  is  inodorous,  and  tastei  bitter. 

HydriodaJte  of  Biethyl-conine,  —  (For  preparation  see  above.)  —  Crys- 
tals similar  to  those  of  hydriodate  of  ethyl-methyl-conine,  but  smaller, 
softer  and  less  sharply  defined.  It  dissolyes  readily  in  water  and  in 
alcohol,  less  readily  in  ether. 

Hydrochlorate  of  biethyl-conine  forms  with  corrosive  sublimate  a 
white  fiocculent  precipitate  which  melts  when  heated,  and  is  deposited 
in  the  crystalline  state  if  tFe  hot  solution  is  allowed  to  stand  for  a 
long  time. 

ChlorauraU  of  Biethyl-conine,  —  Sulphur-yellow,  semifluid  precipitate. 
Dissolyes  when  heated  and  separates  on  cooling  in  oily  drops  which 
become  solid  and  crystalline* 
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Chhr^pkainaU  of  BidhyUccnine.  —  H jdroohlorate  of  biethyl-oonine 
does  not  precipitate  a  solution  of  biobloride  of  platiDam,  but  on  eraporat- 
iDff  the  mixed  solutiona  on  a  water-bath,  a  crv8tallii)e  salt  is  deposited, 
which  is  washed  with  alcohol.  (If  the  biethyl-cooine  contains  ethyl- 
methyl-con ine,  chloroplatinate  of  etbyl-methyl-oonine  is  precipitated 
from  concentrated  solutions.) 

T.  PUnta  &  Keknltf. 

24  C     ^^..„  144     ....    87*19    56*93 

N     14      ...,      S-61 

24  H     24     ....      6-20    6*66 

Pt    , 99      ....    25-49    26-56 

Sa    lOC-5  ....    27-51 


C»*NHaHCl,PtCl« 387-5  ....  100-00 


Ethyl-methyl-conine. 

C"NH»  =  C"(C*H»)(C»H»)NH",H«. 

T.  Planta  &  Kekul£.    Ann,  Pharm.  Sd,  135. 

If  1 H  is  fiippoMd  to  be  added  to  ethyl-methyl-conine,  it  becomes  ethyl-methyl- 
conine-unmOQium. 

Known  only  as  hydrate  and  in  combination  with  acids. 

It  is  obtained  in  aqneous  solution  by  decomposing  the  hydriodate  of 
ethyl-methyl-conine  (p.  172)  with  freshly  precipitated  oxide  of  silver. 
The  solution  is  colourless  and  inodorous;  tastes  strongly  bitter,  reacts 
alkaline,  and  in  the  concentrated  state  dissolres  the  epidermis  like 
caustic  potash.  On  evaporating  the  solution,  it  absorbs  carbonic  acid 
and  leaves  a  colourless,  partly  crystalline  (from  containing  carbonate), 
deliquescent  mass,  which,  when  distilled  in  water,  decomposes  into 
olefiant  gas  and  methyl-conine,  leaving  traces  of  carbon. 

When  a  concentrated  solution  of  ethyl-methyl-conine  Is  heated  witb 
iodide  of  ethyl,  the  hydrate  is  converted  into  hydriodate  of  ethyl-methyl- 
conine,  alcohol  being  formed  at  the  same  time. 

ComhincUunu.  Ethyl-methyl-conine  combines  with  hydrochloric, 
sulphuric,  nitric,  oxalic  and  acetic  acids,  forming  crystallisable  salts  which 
are  deliquescent  and  very  soluble  in  water. 

Carbonate  qf  Bi^yUmethyl-conine,  —  Aqueous  ethyl-methyl-conine 
absorbs  carbonic  acid  from  the  air;  and  on  evaporating  the  solution  in 
an  atmosphere  of  carbonic  acid,  long  needles  of  the  carbonate  are 
obtained. 

Hydriodate  of  Fthyl-me(hyl-eonine.'^¥dtmeii  1.  hj  heating  methyl- 
conine  (also  that  which  is  contained  in  commercial  conine)  with  iodide  of 
ethyl.  —  a.  By  heating  ethyl-methyl-conine  with  an  alkaline  solution  of 
iodide  of  potassium,  crystals  of  hydriodate  of  ethyl-methyl-conine  then 
separating  out.  —  3.  By  heating  hydrate  of  ethyl-methyl-conine  with 
iodide  of  ethyl  (p.  172). 
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PrtpartUian.  1.  The  produot,  obtained  \b  described  at  p.  170,  by 
treating  commercial  conine  containing  methjl-conine^  with  iodide  of 
ethyl,  is  dissolved  in  water  and  mixed  with  potash.  A  brown  oil  at  first 
separates  ont,  and  then  two  strata  are  formed,  the  lower  of  which  solidifies 
into  crystalline  hydriodate  of  ethyl-methyl-conine;  more  of  this  latter 
prodnct  separates  out  in  crystals  from  the  potash-liqnor  on  standing. 
The  oil  (ethyl-conine)  which  floats  on  the  snrface  of  the  liquid,  and  the 
potash,  are  poured  off  from  the  crystals,  which  are  then  shaken  with 
ether-alcohol  (pure  ether  causes  them  to  adhere  together),  and  washed 
with  ether-alcohol  on  a  funnel  plugi^d  with  asbestos  until  all  the  potash 
is  removed.  —  2.  The  prodnct  of  the  action  of  iodide  of  ethyl  on  com- 
mercial conine  is  washed  with  ether-alcohol,  which  takes  up  the  hydrio- 
date of  ethyl-conine  and  the  excess  of  iodide  of  ethyl. 

Properties.  Hydriodate  of  ethyl-methyl-conine,  obtained  by  preci- 
pitation, forms  a  snow-white  crystalline  powder;  from  water,  alcohol  or 
potash,  it  crystallises  in  beautiful  needles.  It  does  not  lose  weight 
when  dried  at  100^  in  vftcuo  over  sulphuric  acid. 

V.  PUdU  &  Kekol^. 

22  0  132  ....  44*89  44-87 

N .- 14  ....  4-76 

22  H 22  ....  7'48  8-36 

I    126  ....  42-87  42-98 

Cs^H»,HI  294    ....  100-00 

It  melts  when  heated,  at  first  without  undergoing  decomposition,  and 
solidifies  into  a  crystalline  mass  on  cooling.  If  more  strongly  heated,  it 
decomposes  into  iodide  of  ethyl  and  a  baise  smelling  like  conine,  whii^ 
distil  over  and  quickly  recombine;  this  occurs  partially  even  during  the 
distillation. 

Hydriodate  of  ethjl-methyl-conine  dissolves  in  water,  especially  in 
warm  water.  It  does  not  dissolve  in  alkaline  liquids.  It  is  precipi- 
tated by  cold  potash  from  its  aqueous  solution,  but  is  dissolved  by  hot 
potash  and  crystallises  out  again  on  cooling. 

It  is  soluble  in  alcohol,  but  to  a  less  extent  than  hydriodate  of  biethyl- 
conine.    It  is  insoluble  in  ether. 

Chhramereuraie  qf  JSthyl^nethyl-contne.  —  a.  With  5  atoms  of 
chloride  of  mercury.  The  compound  6  heated  with  water  melts, 
dissolves,  and  after  standing  for  some  time  deposits  a  in  large  crystals. 

V.  PlanU  &  Kekul^. 

22  0  132    ....    14*98    ........    14-25 

N  14    ....      1*69 

22  H 22    ....      2*50 2*70 

6  Mg.. „ 500    ....    56*76    65*78 

6  CI 213    ....    24-18 


C«NH«,Ha,5HgCl 881     ....  100*00 

5.  With  6  atoms  of  chloride  of  mercury.  Obtained,  by  pouring 
aqueous  hydrochlorate  of  ethyl-methyl-conine  into  a  solution  of  corrosive 
sublimate,  as  a  white,  distinctly  crystalline  precipitate.  It  dissolves 
rather  easily  in  water,  alcohol  and  in  ether. 
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*  •  T.  PUnta  &  Keknl^. 

22  C ^ ^  132  ....  12'98 

N  14  ....       1'38 

22  H 22  ....      2-16 

6  Hg 600  ....  5903    ........    59-15 

7  CI 248-5  ....  24-45     24-58 

C»NHn  HCl,6HgCl   1016-5  ....  100-00 

Ohl&rauraU  qf  BthylrmUhyl-conine,  —  Terohloride  of  gold  precipi- 
tates from  aqaeoas  hjdrochlorate  of  ethjl-methyl-coiiiDe^  a  salpbar- 
yellow,  floceulent  precipitate  which  rapidly  becomes  crystalline.  From  its 
not  aqneoas  solution,  it  is  deposited  in  slender  needles  on  cooling.  When 
dried^  it  melts  below  100^,  and  solidifies  into  a  crystalline  mass  on  cooling* 

▼.  PluiU  &  Kekultf. 

C»NH»C1* 810    ....    61-14 

An  197  ....  38-86  38-67 

C»NHM,HCl,AuCl»  ....  607  ....  lOO'OO 

ChloraplcUinaie  of  Ethyl-msthylrccmine  is  sometimes  precipitated  as  a 
yellow  crystalline  salt  on  mixing  together  the  aqueons  solutions  of  hydro- 
chlorate  of  ethyl-methyl-conine  and  bichloride  of  platinum;  if,  however, 
the  solutions  are  more  dilute,  it  is  deposited  after  a  time  in  beautiful 
octohedrons  which  are  slightly  soluble  in  cold  water  and  more  soluble  in 
hot  water,  but  insoluble  in  alcohol  and  in  ether. 

T.  Planta&Kekul^. 

22  C  132  ....  35-37    35-49 

N  .„ 14  ....      3-75 

22  H  22  ....       5-89     654 

Pt  98-7  ....  26-45     26-43 

3  CI  106-5  ....  28-54 

C«NH»,HCl,PtCl» 373-2  ....  100-00 


Pnmary  Nuclem  C"H**. 

Oil  of  Wine,   C»*H". 

S&RULLA8.    Ann.  Chim,  Phys.  89, 158. 
Marohand.    J » pr.  Chem.  15,  10. 

Light  or  sweet  oU  qf  wine  coniistt  ptrtly  of  thif  compound^  Oleum  frini,  Hmiie 
douee  du  vin,  Etherolf  WeinSi. 

XhmuUiUm  and  PreparaHon,  When  snlphoyinate  of  wine-oil  is  de- 
composed by  water  or  aqueous  alkalis,  an  oily  body  is  formed,  which 
floats  on  the  surface  of  the  liquid;  if  this  oil  is  collected  and  left  to  itself, 
in  a  cool  place,  for  several  days,  it  deposits  crystals  of  etherin.  The  oil 
containing  the  crystals,  is  washed  on  a  moistened  filter,  with  water,  as 
long  as  the  wash-water  continues  to  exhibit  an  acid  reaction  ;  the  funnel 
is  then  placed  over  a  bottle;  and  after  the  filter  has  become  dry,  the  oil  of 
wine  runs  through  and  the  etherin  remains  on  the  filter.   (The  filter  remains 


J 
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« 
sataraied  with  oil  of  wine,  which  may  be  extracted  by  ethei^-alcohol, 
and  remsuns  behind  when  the  ether-alcohol  is  evaporatod.)     (SeruUas.) 
—  Marchand  dries  oil  of  wine  thus  obtained  in  vacuo. 

Praperiia,  Yellowish  oil  having  a  peculiar  aromatic  odour.  Sp.  gr. 
=  0*921.  Boils  at  280°.  When  submitted  to  cold,  it  becomes  less 
fluid ;  at  25°  it  is  viscid  like  turpentine ;  at  35°  it  is  solid.  In  the 
anhydrous  state  it  does  not  conduct  electricity.    (Serullas.) 


SernlUui.  * 


Marchsnd. 
wmh. 

16  C  96    ....    85*71     83*4  to  86*0    ....    84*38 

16  H 16     ....     14*29     13-3  to  13*9     ....     14*15 

C"HW   112    ....  100*00    96*7      99*9    ....     98*53 

Oil  of  wine  mixes  with  anhydrous  sulphuric  acid^  evolves  heat,  turns 
brown,  and  gives  off  an  ethereal  odour,  while  the  sulphuric  acid  deliquesces. 
If  the  mixture  is  made  carefully,  no  sulphurous  acid  is  evolved;  and,  on 
saturating  the  mixture  with  baryta,  a  soluble  baryta-salt  is  obtained, 
which  burns  on  platinum  foil  with  a  brilliant  flame,  leaving  a  residue  of 
strongly  tumefied  charcoal  and  sulphate  of  baryta,  and,  when  melted 
with  potash,  yields  sulphurous  acid  and  an  inflammable  gas ;  the  salt 
cannot  be  obtained  crystallised,  and  therefore  probably  consists  of  ethio- 
nate  of  baryta.    (Marchand.) 

Oil  of  wine  dissolves,  without  alteration,  in  oil  of  vitriol,  and  is  pre- 
cipitated from  the  solution  by  water ;  if,  however,  it  is  warmed,  an  acid 
is  formed,  which  yields  a  soluble  salt  with  baryta.     (Marchand.) 


Etherin. 

Hennel.    J.  of  Sc,   19,   96;  Phil.  Tians.  1826,   240;  Schw.  49,   5S; 

Fogg.  9,  12. 
Sbrull^s.      Ann,  Chim.  Fhys,  39,  153 
March  AND.    J,  pr,  Chem.  15,  10. 

WeinOlcamphor,  Camphor  or  Stearoptene  qfwtne'OU, 

FormcUion.  By  boiling  sulphovinate  of  wine-oil  with  caustic-potash 
(Hennel).  It  is  deposited  in  the  cold  from  the  light  oil  of  wine  obtained 
bv  decomposing  sulphovinate  of  wine-oil  with  water  or  aqueous  alkalis. 
(Marchand,  Serullas).  Formed  also  from  sulphovinate  of  wine-oil,  which 
has  become  thick  by  keeping.     (Hennel.) 

FreparcUum  (p.  175).  The  etherin  which  remains  on  the  filter  after 
the  oil  of  wine  has  run  off,  is  distilled  in  a  bent  fflass  tube,  and  the  solidi- 
fied distillate  is  melted  and  poured  out  in  thm  layers,  which  are  re- 
peatedly pressed  between  blotting  paper,  as  long  as  the  paper  continues 
to  take  up  oil.    (Serullas.) 


SULPHOVINATE  OF  WINE-OIL. 


177 


Properties.  Etherin  forms  long  brilliant,  transparent  prisms  (Sernl- 
ias),  resembling  naphthalin.  (Hennel.)  It  is  tasteless,  but  has  a  peculiar 
aromatic  odoar,  like  that  of  wine-oil,  especially  when  heated.  It  is  fria- 
ble and  grates  between  the  teeth.  Sp.  gr.  =  0'98.  (SeruUas.)  Melts  a 
little  above  lOO""  (Hennel),  at  110^  (Sernllas),  into  a  clear  liquid.  Dis- 
tils at  260*^9  without  leaving  a  residue.     (SeruUas.) 


16  C 
16  H. 


96 
16 


Hennel.      Marchand. 

85-71    82-11     ....    84-60 

14-29     13-44     ....     14-30 


C"H"  112 


100-00    95-55 


98*90 


Isomeric  with  oil  of  wine.  (SeruUas.)  Fechner  inpposed  etherin  to  contain 
oxygen.    {8ekw.  49,  73.) 

Deeompodtiane.  1.  Etherin  is  decomposed,  at  a  red  beat,  into  charcoal 
and  a  hydrocarbon.  (SeruUas.)  With  anhydrous  iulphurie  acid  and  with 
oil  of  vitriol  it  behaves  like  oil  of  wine  (p.  176).  (Marchand.)  Dis- 
solves in  warm  sulphuric  acid  with  pale-red  colour ;  in  cold  nitiric  acid, 
with  dark-red  colour,  which  is  destroyed  by  heat,  after  which  a  white 
precipitate  is  produced  on  the  addition  of  water.     (Hennel.) 

Etherin  is  insoluble  in  water  (SeruUas),  also  in  hydrochloric  acid, 
aqueous  alkalis,  and  acetic  acid,  even  when  heated.  (Hennel.)  It  dis- 
solves in  alcohol  and  in  ether,  and  crystallises  from  the  solutions  in 
prisms.     (Hennel,  SeruUas.) 


Appendisf  to  Oil  of  Wine, 

The  so-called  Sulphoviniate  of  Wine-oil. 

C^H'S'O'. 


Hennbl.    J.  ofSe.  19,  96;  PhU.  Trans.  1826,  240;  Schw,  49,  58;  Pogg, 
9,  12;  Phil.  Trans.  1828,  365;  Pogg.  14,  273;  abstr.  Schw.  55,  116, 
Servllas.    Ann.  Chim.  Phys.  39, 153;  Pogg.  15,  20. 
LiBBio.    Pogg.  21,  40. 
Zeisb.     Pogg.  31^  371. 
Marohakd.    J,  pr,  Chem.  15,  8. 

Oil  qf  wine.  (Hennel,  Marchand.)  Double  sul^kaie  qf  eiAer  and  earbuntted 
hydrogen;  neutral  ndphate  qf  earburretted  hydrogen  (Semllaa);  ethyl-eulphate  qf 
etherol;  CBthyleehwrfeauree  Aeiherol  (Liebig);  sulphate  ^  ethyl  and  etherol,  echwefel^ 
•auree  Aethyloxyd'Aetherol  (Benelius):  eulphate  qf  etherin.  Discovered  by  Hennd. 
in  1826. 

Formation.  Passes  over  in  the  preparation  of  ether,  towards  the  end 
of  the  distillation  (viii,  237).  It  is  formed,  but  in  exceedingly  small 
quantities,  not  only  on  distilling,  but  immediately  on  mixing  alcohol 
with  sulphuric  acid.  (Marchand.^  It  is  also  produced  when  ether 
is  acted  upon  by  anhydrous  sulphuric  acid  in  the  preparation  of  isethionic 
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acid  (Liebig,  viii^  429),  and  by  t^e  ixy  distillaiion  of  tbe  sulphoviivbtes 
(viii,  417.) 

Preparation.  1.  When  1  part  of  alcohol  is  distilled  with  2^  parts  of 
Bttlpburlc  acid,  ^  little  ether  passes  over  first,  then  a  yellowish  oil 
ana  an  aqueous  ethereal  liquid  ;  the  former  is  separated  from  the  latter, 
and  freed  from  uncombined  sulphuric  acid  and  a  part  of  the  sulphurous 
acid,  the  alcohol,  and  the  ether,  by  agitation  with  water  (which,  accordin/e^ 
to  Liebig,  should  be  ice-cold).  The  oil  is  then  separated  from  the  water 
and  placed  oyer  sulphuric  acid  -under  the  receiver  of  an  air-pump, 
which  is  slowly  exhausted  in  order  that  the  evaporation  of  the  ether  and 
sulphurous  acid  may  nQt  cause  the  liquid  to  boil  violently.  (Sernllas.^ 
Liebig  finally  treats  it  with  fused  chloride  of  calcium.  —  2.  Crystallisea 
snlphovioate  of  lime  is  dried  carefully  but  completely  in  vacuo,  and  sub- 
mitted to  dry  distillation.  The  distillate  is  purified  as  in  the  first  method. 
^Serullas.)  Liebig  mixes  with  the  sulphovinate  of  lime,  which  is  dried 
completely  and  with  the  greatest  care^  an  equal  weight  of  freshly  burned 
Hme,  and  distils  the  mixture  at  a  moderately  high  temperature.  The  dis- 
tillate, which  contains  the  sulphovinate  of  wine- oil  dissolved  in  alcohol^ 
is  mixed  with  water,  which  precipitates  the  oil,  and  dried  over 
sulphuric  acid  in  vacuo.  Marchand  obtained  less  oil  of  wine  on  adding 
lime  than  without  it;  he  therefore  recommends  the  distillation  per  se  of 
the  sulphovinates,  especially  of  the  basic  lead-salt.  Heonel  washe4  the 
sulphovinate  of  wine-oil,  which  payees  over  towards  the  end  of  the  distiU 
lation  in  the  preparation  of  ether,  with  carbonate  of  potash  and  water, 
and  removed  the  ether  by  evaporation.  —  But  the  carbonate  of  potash 
removes  sulphovinic  acid.     (Hennel ;  Liebig,  Handworterhuchy  i,  122.) 

Properties,  Yellow  oil,  thicker  than  volatile  oils.  (Hennel.)  When 
moist  it  is  colourless  and  transparent.  After  remaining  for  24  hours  under 
the  receiver  of  an  air-pump,  it  acquires  a  dark-green  colour,  but  becomes 
colourless  again  on  being  shaken  up  with  water  or  exposed  for  a  long 
time  to  the  air ;  the  oil  rendered  colourless  by  water,  remains  so  even  in 
contact  with  potassium,  but  becomes  green  again  when  heated.  (Serul- 
las.)  —  Liebig  and  Marchand  were  never  able  to  obtain  sulphovinate  of 
wine-oil  coloured  green ;  Marchand  is,  therefore,  of  opinion  that  the 
coloration  observed  by  SeruUas,  arose  from  some  accidental  impurities. 
JBp.  gf.  =s  1^5  (Hennel);  TlSd  (SeruUas).  It  has  a  peculiar,' penetrating, 
.aromatic  odour^  and  a  sfaarpi  fresh,  somewhat  bitter  taste ;  rather  like 
that  of  mint.     (Seirullas.)     It  is  neutral.    (Liebig.) 

I 

Semllas.       Liebig.       MwcbaiiA. 

....    33-10     3305     ....    32-76 Z^l% 

...       6-21     619     ...      6-04     ....       6-23 


8  C  

48 

9  H 

9 

O 

2  fiO» 

8 
80 

5-52    5-581  g.  2ft  f  5-95 

55-17    55-02  J  •••     ^^^^    —t  54*69 


CH^SW    ....  145     ....  10000    99-84     ....  10000     ....  100-00 

Hennel  found  53-7  C,  8*3  H,  and  38  S0>. 

DecomposUions.  1 .  The  oil  becomes  thicker  after  a  few  months  and 
deposits  crystals  of  etherin.  (Hennel.)  When  pure  and  kept  in  sealed 
tubes  it  undergoes  no  change.  (Serullas.)  —  2.  When  it  is  distilled,  the 
greater  part  passes  over  undecomposed,  and  yields  a  distillate  which  hap 
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the  same  composition  from  first  to  last  (Marchand);  towards  the  end» 
however,  it  evolves  a  qaantity  of  snlpharons  acid,  and  leaves  sulphnric 
acid  and  charcoal.  (Hennel.)  —  3.  When  placed  under  toater,  it  decom- 
poses, after  some  time,  into  crude  oil  of  wine  (a  mixture  of  oil  of  wine 
and  etherin),  which  ascends  to  the  surface,  and  aqueous  sulpho- 
yinic  acid.  If  but  little  water  is  used,  this  decomposition  takes  pl9>ce 
very  slowly;  if  the  oil  is  warmed  with  water^  it  takes  place  in  a 
few  seconos.  (Serullas,  Marchand.)  —  4.  When  treated  with  aqueous 
alkalisy  it  immediately  decomposes  into  a  salt  of  snlphovinic  acid  and 
crude  oil  of  wine.  (Serullas.)  Sulphovinate  of  wine-oil  treated 
with  caustic  potash  decreases  visibly  in  bulk  and  becomes  more  viscid. 
If  the  undissolved  portion  is  purified  from  potash  by  ether,  there 
remains,  after  evaporation  of  the  ether,  a  yellow  and  very  thick  oil,  which 
volatilises  completely  when  heated,  without  undergoing  deeopipositionr 
This  oil,  if  allowed  to  stand  for  several  days,  solidifies  into  a  crystalline 
mass  of  etherin.  (Hepnel.)  When  sulphovinate  of  wine-oil  is  heated 
with  aqueous  potash,  it  becomes  turbid,  then  white  and  untraosparent,  bnt 
no  lighter  oil  rises  to  the  sorface.  After  the  alkaline  liqnid  has  been 
removed  by  washing  with  water,  water  poured  upon  the  oil  becomes 
acid.  If  the  oil  be  now  distilled  in  a  retort  with  a  large  quantity  of 
water,  it  disappears  as  the  boiling  continues,  and  yields  a  distillate  having 
a  slightly  ethereal  odour,  with  a  small  quantity  of  transparent  eolourless 
oil  floating  on  its  surface;  this  oil  solidifies,  completely,  into  a  crystalline 
mass  at  0^  (Liebig.)  —  5.  Potassium  does  not  decompose  sulphoyinate  of 
wine-oil  io  the  cold;  but,  on  heating,  defiant  gas,  with  a  smell  of  garlic^  is 
evolved,  and  there  remains  a  residue  of  charcoal  mixed  with  a  little  bu1« 
phide  of  potassium  and  a  large  quantity  of  sulphaie  of  potash.  (Serul- 
las.) —  6.  With  a  concentrated  solution  of  tersulphide  or  pentawlphide  of 
potassium  in  alcohol,  it  forms,  in  a  few  minutes,  a  neutral  liquid,  from 
which  a  large  quantity  of  sulphovinate  of  potash  is  soon  deposited,  and 
also  sulphur,  if  pentasulphide  of  potassium  is  used.  The  liquid  which  is 
poured  off  is  alcohol,  containing  in  solution  an  oil  rich  in  sulphur, 
either  thialol  or  a  mixture  of  this  oil  with  oil  of  wine  which  has  been 
acted  upon  by  sulphuretted  hydrogen.  This  sulphuretted  oil  is  yellowish, 
heavier  than  water^  and  has  a  most  repulsive  alliaceous  odour ;  it  can 
scarcely  be  distilled  by  itself,  and  passes  over  very  slowly  when  distilled 
with  water.  Its  alcoholic  solution  does  not  precipitate  a  solution  of 
acetate  of  lead;  if  hydrate  of  potash  dissolved  in  almost  absolute 
alcohol  is  added  to  it,  a  clear  mixture  is  formed,  which  does  not  change ; 
if,  however,  the  alcohol  contains  more  water,  a  considerable  quantity  of 
hyposulphite  of  potash  is  deposited  in  48  hours.  This  oil  is  also  formed 
when  sulphovinate  of  wine-oil  is  shaken  up  with  aqueoiu  pentasulphide 
of  potassium,  and  collects,  for  the  most  part,  at  the  bottom.. of  the 
aqueous  solution  of  the  sulphoyinate  of  potash.  If  too  little  sulphoyinate 
of  wine-oil  was  used,  the  filtrate  yields,  when  heated,  a  fresh  quantity 
of  oil,  which  appears  to  be  the  same  as  the  first,  and  the  sulphovinate 
of  potash  is  converted  into  sulphate.     (Zeise.) 

Sulphovinate  of  wine-oil  is  slightly  soluble  in  >  water.  (Serullas.) 
It  dissolves  readily  in  alcohol  and  in  ether  (Hennel),  from  which  it  may 
be  precipitated  by  water.     (Serullas.) 
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Caprylene  C'«H". 

Cahoubs.    Compt  rend,  Bl,  143. 

J.  Bouis.     Oanwt.  rend.  33,  144;  38,  936;   Ann.   JPharm.  92,    396; 

i\r.  Ann.  Cfhim.  Phye.  44,  114. 
M.  Berthelot.    Ccmpt.  rend.  44, 1350;  Ann.  Pharm.  104, 185. 

OctyhM  (Gerhardt)  ;  PryU  (Gm.). 

Fwtnaiion.  Caprylene  is  formed,  together  with  gaseous  hydrocarbons, 
iriarsh-gas,  and  hydrogen,  when  pelargonic  acid  is  distilled  with  potash- 
lime.     (Cahours.)  —  2.  By  heating  caprylio  alcohol  with  sulphuric  acid 

or  with  chloride  of  zinc.     (Caprylic  alcohol  and  sulphuric  acid,  mixed  in  the  cold, 
form  caprylene,  together  with  lulphocaprylic  acid  and  sulphate  of  capryl).  —  3.   By 

heating  iodide  or  chloride  of  capryl  with  sodium  or  mercury.     (Bouis.) 

Preparaiion.  1 .  An  intimate  mixture  of  I  part  of  pelargonic  acid  with 
4  parts  of  potash-lime  is  heated  nearly  to  dull  redness,  and  the  clear 
mobile  amber-yellow  distillate  is  rectified,  the  temperature  then  rising 
from  105°  to  140"^.  The  greater  part,  consisting  of  capry]ene,  passes  over 
between  106°  and  110°.  (Caliours.)  —  2.  When  caprylic  alcohol  is  dis- 
tilled with  sulphuric  acid,  the  mixture  blackens  and  evolves  sulphurous 
acid,  while  caprylene  distils  over  as  a  colourless  oil,  which  is  purified  by 
washing  with  water  and  rectifying  per  ae.  (Bouis.)  —  3.  Fused  chloride 
of  zino  dissolves  readily  in  caprylic  alcohol ;  on  heating  the  liquid,  water 
undecomposed  caprylic  alcohol  and  caprylene  pass  over,  and  the  caprylene 
is  obtained  pure  by  removing  the  water  and  pouring  back  the  distillate 

two  or  three  times.  (Pure  caprylic  alcohol  is  completely  converted  into  caprylene 
by  a  single  distillation  with  fused  chloride  of  zinc,  the  temperature  remaining  stationary 
atl25^    (Bonis.) 

Properties.  Colourless,  strongly  refracting  liquid,  having  a  somewhat 
powerful  odour.  Boils  at  125°  (Bonis);  if  prepared  by  the  first  method, 
between  106°  and  110^  (Cahours.)  Specific  gravity  =  0  723  at  17*^ 
(Bouis) ;  when  prepared  according  to  1,  its  sp.  gr.  is  0*708  at  16°. 
(Cahours.)  Vapour-density  of  caprylene  prepared  according  to  1, 
s=  3-954 ;  according  to  2,  =  390. 

Cahours.  Bouis. 

o.  b.  e. 

16  C  96  ....  85'71  84-9  ....  85'6  ....  85-64  ....  8562 

16  H  16  ....  14-29  14-8  ....  14-8  ....  14'39  ....  14-47 

C»H*»  112  ....  10000  99-7  ....  99-9  ....  100*03  ....  10009 

Vol.  Detuity. 

C-vaponr 16    6*6560 

H-gas    16    1-1088 


Caprylene-gas  2     7*7648 

1     3-8824 

a  was  obtained  from  caprylic  alcohol  hy  the  action  of  sulphuric  acid ;  bf  hy  the 
action  of  chloride  of  zinc ;  c,  from  chloride  of  capryl  by  the  action  of  sodium. 
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Deeompositioni.  1.  Caprylene  barns  with  a  yery  bright  flame. — 
2.  Heated  with  bromine  it  forms  a  heavy  liquid,  C'H^Br',  (Cahoars.) 
Bromine  dropped  into  caprylene  produces  a  hissing  sonnd  and  forms  a 
thick^  colourless  liquid.  (Bonis.)  —  3.  Caprylene  acted  upon  by  chlorine 
becomes  so  yiolently  heated  that  it  takes  fire.  If  the  action  is  allowed 
to  proceed  more  slowly,  and  finally  terminated  in  sunshine,  hydrochloric 
acid  is  evolved  and  pentachloride  of  caprylene  is  formed.  (Bonis.)— - 
4.  One  volume  of  caprylene  rapidly  absorbs,  at  ordinary  temperatures^ 
from  7  to  8  volumes  of  liydrocfuoric  acid  gas,  and  then  slowly  takes  u]> 
morCj  so  that  in  two  hours^  10  volumes  are  absorbed;  in  5  days,  ]  2  volumes; 
in  11  days,  13  volumes;  in  17  days,  14  volumes;  and  in  23  days, 
15  volumes;  chloride  of  capryl  is  formed,  which,  after  it  has  been 
shaken  with  aqueous  potash,  may  be  separated  by  distillation.  If 
caprylene  is  heated  with  a  saturated  aqueous  solution  of  hydrochloric 
acid  at  100°,  chloride  of  capryl  is  formed,  but  the  transformation  is  not 
complete,  even  after  heating  for  100  hours.  (Berth elot.)  —  5.  Capry- 
lene is  violently  attacked  by  concentrated  nitric  acid,  and  forms  nitro* 
and  binitro- caprylene.  (Bouis.)  When  concentrated  nitric  acid  is 
dropped  upon  caprylene,  a  violent  action  takes  place,  and  the  mixture 
begins  to  boil,  with  evolution  of  nitrous  acid.  On  cooling,  the  liquid 
separates  into  two  strata,  the  upper,  which  is  yellow  and  oily,  consisting 
of  nitro-  and  binitro-caprylene,  and  the  lower  of  nitric  acid.  From  the 
latter,  white  prismatic  crystals  are  often  deposited,  consisting  of  an  acid 
which  is  readily  soluble  in  alcohol.  This  acid  is  more  certain  to  be 
obtained  when  the  nitric  acid  is  added  in  small  portions  at  a  time,  and 
the  resulting  action  is  allowed  to  subside  before  any  fresh  acid  is  added. 
It  melts  when  heated,  and  evolves  thick  white  irritating  vapours  ;  with 
potash  and  oxide  of  silver,  it  forms  salts,  the  latter  of  which  explodes 
when  heated  and  dissolves  in  ammonia  and  nitric  acid,  but  not  in  water. 

i Bouis.)  —  6.  With  fuming  nitric  acid,  caprylene  forms  binitrocaprylene. 
Bonis.)  —  7.  When  an  alcoholic  solution  of  caprylene  is  treated,  first 
with  nitric  acid,  then  with  ammonia,  and  lastly  with  sulphuretted  hydro- 
pccn,  sulphur  is  deposited,  and  thin  yellow  needles  are  formed,  which 
become  white  on  exposure  to  the  air,  and  when  heated,  melt,  swell-up, 
and  bum  with  a  white  flame,  leaving  a  residue  of  charcoal.  Perhaps  the 
body  is  C"NH".  (Bouis.)  —  8.  Caprylene  heated  with  sodium  is  not 
attacked  ;  but,  if  dry  chlorine  gas  is  passed  into  the  liquid,  the  compound 
C"H**ClNa*  is  immediately  formed  with  evolution  of  hydrogen: 

CMRW  +  2Na  +  a  =  CWH»Na,NaCl  +  H. 

With  iodine  or  bromine,   the  corresponding  iodine  and  bromine  com* 
pounds  are  formed.     (Bonis.) 

Combinations.  Caprylene  is  insoluble  in  water.  It  dissolves  iodine  in 
large  quantities  and  becomes  red.  (Caprylene  removes  iodine  from  its  aque  • 
ous  solution.)   It  dissolves  iodide  oi  mercury,  when  heated  with  it.   (Bouis.) 

Caprylene  is  readily  soluble  in  alcohol  and  in  ether. 
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Hetacaprylene. 

(P»H"  =  2C"H"f 

Bouis.    y.  Ann,  Chim.  Fkys,  44^  124. 

When  Nordhausen  sulpharic  acid  is  allowed  to  act  upon  caprjlic 
alcohol  for  a  long  time^  there  collects  on  the  sar&ce  of  the  liquid  a  trans- 
parent layer  of  oil,  which  gradually  increases  in  quantity.  The  oil, 
which  is  metacaprylene,  is  obtained  pure  by  washing  it  with  water, 
alcohol,  and  aqueous  potash. 

It  is  inodorous  and  colourless.  Begins  to  boil  at  250^,  the  tempera- 
ture then  rising  and  the  liquid  acquiring  an  unpleasant  odour  of  perspira- 
tion.    Sp.  gr.  =  0*814  at  15^ 


16  c ;.... 

96  ....  85*71  .... 

Bonif. 
....  85*74 

16  H 

16  ....  14*29 

.  .  13*93 

C"HW  

112  ....  160-00  ... 

....  99-67 

Iflomeiie  wHb  caprylene. 

Barns  with  a  smoky  flame.     Is  not  acted  upon  by  boiling  potash. 
Insolnble  in  water  and  scarcely  soluble  in  cold  alcohol. 


CapryL 

C»H»*  =  2C"H",H». 

BoiTis.     N.  Ann.  Ohm,  Phy$.  44, 148. 
OetyU    (Gerlitrdt.) 

Preparation.  Potassium  or  sodium  in  contact  with  cold  chloride  of 
capryl  immediately  becomes  covered  with  a  white  crust,  which  separates 
from  the  metal  on  agitation,  and  is  continually  renewed.  The  pasty 
mass  is  pressed  out,  and  fresh  sodium  added  to  the  liquid,  till  it  has 
been  deprived  of  all  its  chlorine  and  no  longer  acts  upon  sodium  on 
boiling. 

*Capryl  is  fluid  and  lighter  than  water.     It  bums  with  a  brilliant 
flame. 

Bouit. 

32  C  192     ....     84-95     84-98 

34  H 34     ....     1505     14*91 

C»H»*   226    ....  100*00    99*89 

Perhaps  a  mixtura  of  C^'H"  and  Om^*  (Bouu). 
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Gaprylic  Ether  P 

BoviA     N,  Ann.  Chim.  Pkys.  44,  138. 

Bonis  obtained,  by  distilling  sodium-capryl  alcohol  witli  chloride  of 
caprjl,  a  liquid  of  ]>eoa]iar  odour,  which  passed  over  at  50"^,  and  after- 
wards at  an  increasing  temperature.  It  contained  75*97  C  and  13*05  H 
(C^H^^O  =  79-3  C  and  140  H),  and  must  have  cc»ntained  traces  of 
chloride  of  eaprjl.  The  same  liquid  was  obtained  by  followiog  the 
method  employed  by  Balard  (xi,  7)  in  the  preparation  of  amfHc 
ether. 


Caprylic  Alcohol. 

J.  Botris.  (1851.)  Comf4,  rend.  83,  144;  Ann,  Pharm.  80,  dOi;  Imtitut, 

1851,  258  ;  Ann,  Pharm.  80,  308;  Compt.  rend,  88,  935;  39,  288; 

Ann.  Pharm.  92,  395;  N,  Ann.  Ghim.  Phy$.  44,  103;  Compt.  rend. 

41,  603;  N.  Ann.  Chim.  Phys.  48,  99;  Ann.  Pharm.  97,  34. 
Wl.  Moschnin.     Ann.  Pharm.  87,  111;  Pharm.  Gtntralbl.  1854,  171. 
R.  Railton.     Ghem.  Soc.  Qu.  J.  8,  205;  Pharm.  Centr.  54,  256. 
Wills.     Ghem.  Soc.  Qu.  J.  6,  307;  iV.  Ann.  Ghim.  Phys.  41,  103* 
W.  S.  Squire.     Ghem.  Soc,  Qu.  J,  7,  108;  Pharm.  Centr.  1855,  256; 

Ann.  Pharm.  93,  400. 
Faget.     Compt.  rend.  37,  730;  Ann.  Pharm.  88,  825. 
Oahours.     Compt.  rend.  39,  254;  Ann.  Pharm.  92, 399. 
LiMPRicHT.     Ann.  Pharm.  93,  242;  N".  Ann.  Chim.  Phy$.   43,  490; 

Hpidolary  Communication. 
Stadbler.    J.  pr.  Chem.  72,  241. 

Oetiflic  aitokol,  Hydrate  qf  Octyl. 

The  oil  which  Bonis  obtained  by  the  method  described  on  the  follow- 
page  was  first  regarded  by  him  as  caprylic  alcohol,  then  as  cenanthylic 
alcohol;  but  ultimately  he  returned  to  his  first  opinion,  which  was  after- 
wards corroborated  by  Moschnin,  Squire  and  Cahours .  Railton  and  Wills, 
on  the  contrary,  consider  it  to  be  oenanthylio  alcohol,  while  Limpricht 
regards  it  as  caprylic  aldehyde.  According  to  Stadeler,  osnanthol  is 
formed  in  the  simple  distillation  of  ricinolate  of  soda,  and  if  an  ^cess 
of  hydrate  of  soda  is  employed,  the  products  are  oananthylio  alcohol  and 
methyl  oBuan  thai. 

Formation.  By  the  action  of  hydrate  of  potash  upon  castor-oil, 
ricinolamide  or  ricinolic  acid.  (Bonis.)  —  2.  When  fusel-oil  prepared 
from  the  marc  of  grapes,  is  distilled,  the  less  volatile  portion  which 
passes  over  between  160®  and  165^  is  found  to  consist  of  a  mixture  of 
OBnanthylic  alcohol  and  caprylic  alcohol.      (Faget.) 
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Freparaiion,  Castor-oil  is  saponified  with  lijdrate  of  potash  or  80<la, 
and  as  much  more  alkali  is  added  as  amounts  to  half  the  oil  employed. 
The  whole  is  then  heated  moderately  in  an  alembic,  till  the  mass,  which 
foams  at  first,  has  become  thicker  and  the  foam  has  subsided;  it  is  then 
more  strongly  heated,  so  as  to  melt  the  alkali,  as  long  as  caprylic  alcohol 
oontinnes  to  distil  over  as  a  colourless,  oily  liquid.  When  stinking 
vapours  begin  to  escape,  the  operation  is  stopped.  In  this  reaction, 
hydrogen  is  evolved  and  sebate  of  potash  remains  in  the  residue  : 

CWH»*0«  +  2(K0,H0)  -  C»H»»0«,2K0  +  C»«HWO»  +  2H. 

If  the  heat  is  not  strong  enough  to  melt  the  alkali,  caprylic  alde- 
hyde is  formed.  —  As  the  mass  is  apt  to  overflow  and  stop  the  con> 
denser,  in  which  it  soliXfies,  the  capital  of  the  alembic  and  the  con- 
denser are  connected  by  a  wide  tube,  which  can  be  broken  if  neces- 
sary; or  the  lateral  opening  of  the  alembic  is  closed  with  a  cork.  (Bonis.) 
Wills  saponifies  castor-oil  with  potash,  separates  the  soap  with  common 
salt,  and  melts  the  solid  mass  with  one-third  of  its  weight  of  hydrate  of 
potash,  tintil  aromatic  vapours  are  evolved ;  he  then  distils  the  whole 
from  a  copper  alembic,  taking  care  to  avoid  decomposing  the  sebate  of 
potash. 

Purification,  The  caprylic  alcohol  thus  obtained,  which  amounts  to 
one-fourth  of  the  volume  or  one-fifth  of  the  weight  of  the  castor-oil 
employed,  is  repeatedly  distilled  over  fresh  pieces  of  potash,  until  no 
more  brown  substance  remains  in  the  residue.     (Bonis.) 

There  then  remains  with  the  potash  a  brown  and  very  viscid  mass.  On 
distilling  impure  caprylic  alcohol  with  potash,  a  violent  reaction  takes  place, 
the  mass  swelling  up,  and  a  brown  liquid  being  formed.  When  this  liquid  is 
separated  from  the  potash  by  water,  it  forms  a  brown  oil  lighter  tban  water, 
of  a  strong  irritating  odour,  of  sp.gr.  0*840,  readily  soluble  in  ether  and  leva 
soluble  in  alcohol.  It  contains  81*38  per  cent.  C  and  13*57  percent.  H. 
(Bonis.)  The  oil  obtained  by  distilling  castor-oil  with  hydrate  of  potash 
is  always  a  mixture  of  caprylic  aldehyde  with  caprylic  alcohol:  hence  it 
always  unites  with  the  alkaline  bisulphites,  and  forms  a  soapy  mass.  On 
account  of  the  greasy  nature  of  this  compound,  the  separation  of  the  alde- 
hyde from  the  alcohol  is  but  incompletely  efiected  by  means  of  alkaliue 
bisulphites,  whereas  in  Bonis*  method  \j  rectification  over  hydrate  of 
potash,  the  aldehyde  is  destroyed.    (Limpricht.) 

Propertiet.  Caprylic  alcohol  is  a  colourless,  transparent,  oily  liquid 
of  a  strong  aromatic  odour.  It  makes  grease-spots  on  paper,  boils  at 
180^  (Bonis);  at  179°  (Moschnin,  Wills);  at  179°  (Squire.)  Sp.  gr.  = 
0*823  at  ir  (Bouis);  0792  at  16*5°.  (Wills.)  Vapour  density 
=  4^55  ^ouis^;  4*019.  (Bailton.)  It  is  without  action  upon  polarised 
light.     (Bonis.) 

Bouis.         MoBchnin.  WilU. 

IGC    96     ....     73*84     73-46  ...     73*64     ....  7279 

18  H   18     ....     13-84     13-88  ....     13*80     ....  13-67 

2  0    16     ....     12-32     12-66  ....     1256     ....  13-54 


C"H'»0« 130    ....  100*00    100-00    ....  100-00    ....  100-00 
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VoL  Density. 

C-vapour 16     6*6560 

n-gas    18     1-2474 

O-gas    1     1*1093 

Caprylic  alcohol  yapour  ....      2    9*0127 

1     4*5063 

Deco7npositions.  Caprylic  alcohol  burns  with  a  white  brilliant  flame. 
—  2.  It  does  not  appear  to  be  changed  by  exposure  to  the  air.  (Bonis.) 
When  oxygen  is  passed  through  boiling  caprylic  alcohol,  a  large  quantity 
of  caprylic  acid  is  formed.  (Rail ton.)  (Accord'mg  to  Railton,  who  condden 
the  alcohol  aa  cenanthylic  alcohol,  the  acid  thus  formed  is  oenanthylic  acid.)     Oxygen 

does  not  act  at  the  boiling  heat  upon  pure  caprylic  alcohol  free  from 
aldehyde.     (Bonis.) 

3.  Nitric  acid  oxidises  ca^prylic  alcohol,  and  forms  various  fatty  acids, 

amongst  others  caprylic  acid,  according  to  the  concentration  of  the  acid 

and  the  duration  of  the  action.     The  reaction  is  violent,  and  accompanied 

with  evolution  of  red  vapours;  on  boiling,  the  liquids  mix  and  fatty  acids 

distil  over.  In  one  experiment,  an  acid  oil  insoluble  in  water,  was  obtained,  from 
which  fatty  acids  (amongst  others,  cenanthylic  acid)  distilled  over  from  140**  to  145% 
and  then  as  the  temperature  rapidly  rose,  neutral  empyreumatic  oils  came  over.  <— 
When  nitric  acid  was  allowed  to  act  for  a  longer  time,  an  acid  liquid  was  formed,  pro- 
bably containing  caproic  and  butyric  acids. —  Dilute  nitric  acid  produces  crystals  the 
same  as  those  which  it  forms  from  caprylene  (p.  181),  and  a  layer  of  oil  which 
floats  on  the  surface  of  the  liquid.  Aqueous  potash  extracts  from  this  oil  oenanthylic 
and  caprylic  acids.  The  undissolved  portion  of  the  oil,  after  having  been  washed  md 
dried,  bums  when  heated,  becomes  black  and  emits  acid  vapours,  leaving  a  residue 
of  charcoal.  Concentrated  potash  acts  violently  upon  the  oil,  eliminating  ammonia  on 
the  application  of  heat.     (Bouis.) 

4.  Sulphuric  acid  dissolves  readily  in  caprylic  alcohol,  and  if  the  mix- 
ture is  not  cooled,  imparts  to  it  a  red  colour  gradually  becoming  darker, 
and  forms  sulphocaprylic  acid.     Generally,  also,  sulphate  of  capryl  and 

caprylene  are  formed  at  the  same  time.  If  the  mixture,  after  standing  for  24 
hours,  is  poured  into  a  concentrated  aqueous  solution  of  carbonate  of  potash,  efferves- 
cence takes  place,  and  the  mixture  becomes  warm ;  the  liquid  then  separates  into  three 
strata,  the  lowest  of  which  consists  of  sulphate  of  potash,  and  the  middle  stratum  of  an 
aqueous  solution  of  sulphate  and  carbonate  of  potash  ;  the  upper  yellow  oily  stratum 
diminishes  in  bulk  when  washed  with  water,  which  dissolves  from  it  caprylate  of  potash.  . 
The  undissolved  oil  is  brown,  soluble  in  water,  insoluble  in  potash;  when  distilled,  it 
blackens,  giving  off  sulphurous  acid  and  caprylene,  and  leaves  a  residue  of  charcoal  not 
containing  potash.     (Bouis.) 

5.  Caprylic  alcohol  acted  upon  by  fuming  sulphvric  acid,  is  first 
converted  into  sulphocaprylic  acid,  and  then,  if  the  action  is  continued, 
into  metacaprylene  (p.  182).     (Bouis.) 

6.  Caprylic  alcohol  submitted  to  the  action  of  pentachloride  qfphos' 
phorus  is  decomposed^  with  violent  evolution  of  heat,  into  chloride  of 
capryl  and  oxychloride  of  phosphorus.  (Bouis.)  —  7.  Caprylic  alcohol 
absorbs  hydrochloric  acid  gas  and  evolves  heat;  on  heating  the  liquid  to 
a  temperature  between  120°  and  130*^,  chloride  of  capryl  is  fojmed. 
(Bouis.)  —  8.  Fused  chloride  of  zinc  dissolves  in  caprylic  alcohol,  and 
forms  a  clear  solution  which,  when  heated  at  125°,  gives  off  water  and 
caprylene.  (Bouis.)  —  9.  When  caprylic  alcohol  is  acted  upon  by  glacial 
pliOiphoHc  acid  for  a  long  time,  phosphocaprylic  acid  is  formed,  which 
gives  soluble  salts  with  lime,  baryta,  and  oxide  of  lead.  (Bonis.)  — 
10.  Caprylic  alcohol  forms  with  phosphorus  and  bromine,  bromide  of 
capryl;  with  phosphorus  and  iodine,  iodide  of  capryl.  (Bouis,  Wills, 
Squire.)     On  heating  caprylio  alcohol  with  phosphorus  and  iodino^  the 
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liquid  divides  iilto  two  strata,  the  lower  of  which  yields  phoa^horetted 
hydrogen  and  phosphoric  acid,  and  therefore  probably  contains  hypo- 
phosphorous  acid.  During  the  reaction,  hydrocarbons  are  almost  always 
formed,  apparently  owing  to  the  action  of  phosphorie  acid  npon  the 
caprylic  alcohol.  (Bonis.)  — 11.  When  potassium  is  thrown  into  caprylic 
alcohol^  hydrogen  is  evolved  and  a  compound  is  formed  which  may  be 
considered  as  caprylic  alcohol  in  which  one  atom  of  hydrogen  is  replaced 
by  one  atom  of  metal.  Water  decomposes  the  compound  into  caprylic  alco- 
hol and  aqueous  potash.  (Bouis,  Wills.)  (In  proportion  as  the  potassium- 
compound  is  formed,  the  liquid  becomes  pasty,  and  assumes  a  yellow,  and 
finally  a  reddish  brown  colour.)  —  When  sodium  is  introduced  into  caprylic 
alcohol,  it  becomes  bright  and  remains  so  without  being  acted  upon  ;  on 
heating,  a  violent  action  takes  place,  and  the  white  compound  is  formed 
which  turns  brown  on  exposure  to  the  air.  The  sodium-compound  does  not 
melt;  it  dissolves  more  abundantly  in  cold  than  in  hot  caprylic  alcohol. 
(Bouis.) —  12.  Caprylic  alcohol  heated  with  alkalis  above  250®,  gives  off 
hydrogen,  a  hydrocarbon,  and  an  acid.  (Bouis.)  —  13.  Oattstic  lime 
decomposes  caprylic  alcohol  at  a  high  temperature,  forming  hydrogen  and 
gaseous  hydrocarbons.  —  14.  Caprylic  alcohol  reduces  dry  oxide  of  silver 
(but  not  nitrate  of  silver)  on  heating,  and  forms  a  metallic'  mirror. 
(Bonis.) 

Combinations,     Caprylio  alcohol  is  insoluble  in  water. 

It  dissolves  phosphorus,  sulphur^  and  iodine.     (Boni&) 

It  rapidly  absorbs  gaseous  hydrochloric  add  with  evolution  of  heatj 
on  heating  the  liquid,  the  gas  is  evolved  and  leaves  the  caprylic  alcohol 
unchanged.     (Bouis.) 

Combines  with  chloride  of  calcium,  forming  very  deliquescent  prisms, 
which  dissolve  more  abundantly  in  cold  than  in  hot  caprylic  alcohol, 
and  are  decomposed  by  water.     (Bonis.) 

Dissolves  fused  chloride  of  zinc  and  forms  a  clear  solution. 

Dissolves  in  wood-spirit,  alcohol  and  ether,  and  very  readily  in 
acetic  acid. 

Dissolves  fats,  resins,  and  soft  copal  with  readiness.  Hard  copal 
swells  up  in  it  and  finally  dissolves.     (Bonis.) 


Violet-colottred  substance. 

CWH»ClNa2  «  CWNaH«,NaCl? 
Bouis.    N.  Ann,  Chim,  Phys,  44, 144. 

Formation,  By  the  action  of  sodinm  on  chloride  of  capryl  (p.  181).  —  2.  By  heating 
chloride  of  capryl  with  sodium  in  a  sealed  tube.  —  3.  When  caprylene  is  heated  with 
sodium^  and  the  mixture  is  acted  upon  by  dry  chlorine,  the  yiolet  body  is  formed,  with 
eTolntion  of  hydro^n,  a  portion  of  the  caprylene  remaining  unaltered  even  if  an  excess 
of  sodiam  is  used.  —  4.  Caprylene  is  mixed  ^ith  a  small  quantity  of  chloride  of 
«apryl,  or  with  caprylene  which  has  been  treated  with  chlorine,  and  the  mixture  is 
submitted  to  the  action  of  sodium. 

The  compounll  may  be  dried  in  vacuo  at  130*,  without  suffering  decomposition; 
merely  becoming  somewhat  lighter  in  colour. 

If  exposed  to  the  air  after  being  pressed  betv^een  paper,  it  becomes  white,  forming 
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soda  and  chloride  of  sodium.     It  sometimes  takes  fire  spoutaneously,  probablr  owing 
to  adhering  sodium. 

When  heated,  it  eTohea  hydrogen,  and  leaves  a  residue  of  charcoal  and  findr 
dlyided  sodium. 

It  is  decomposed  by  nearly  all  liquids  that  contain  oxygen.  Placed  in  contact 
with  water,  it  becomes  exceedingly  hot,  and  evolves  a  little  hydrogen  ;(probably  owing 
to  adhering  sodium),  and  forms  soda,  chloride  of  sodium,  and  caprylene. 

It  is  destroyed  by  chlorine,  or  by  a  large  excess  of  chloride  of  capryl. 

It  may  be  preserved  unaltered  in  rock-oil  and  in  caprylene. 


Gaprylic  Aldehyde. 

Ci6Hi«o»  =  C"H",0». 

LiMPRicHT.    Ann,  Pharm.  98,  242;  N,  Ann.  Ohm.  Phys,  43,  490;  Ann. 

Pkam.  97,  370. 
Bouis.   Compt.  rend.  41,  603;  N.  Ann.  Chim.  Pky$.  48,  99;  Ann.  Pharm. 

97,34. 
Stadbler.    J.pr.  Chem.  72,  241. 

Formation.     1.  By  submittiDg  castor-oil    soap  to  dry  distillation. 

(Bonis.)  In  this  process  only  oeaanthol  distils  over,  which,  when  pure,  boils  between 
151**  and  152®,  and  there  remains  in  the  retort  the  soda-salt  of  the  same  acid  as  ia 
formed  when  castor-oil  is  distilled  alone.  (Stadeler.)  —  2.  By  distilling  castors- 
oil,  or  the  soaps  obtained  from  it,  with  potash.  (Limprioht.)  In  this 
process,  when  an  excess  of  potash  is  present,  a  mixture  of  caprylic  alcohol 
and  caprylic  aldehyde  is  formed;  the  more  gently  the  heat  is  applied, 
and  the  less  the  temperature  exceeds  225''  —  230'',  the  greater  is  the 
quantity  of  caprylic  aldehyde  obtained.  (Bouis.)  —  3.  The  distillate 
obtained  from  a  mixture  of  caprylate  and  formiate  of  lime  has  the  odour 
of  caprylic  aldehyde,  and  forms  a  crystalline  compound  with  bisulphite  of 
soda.     (Limpricht.) 

Preparation.  1.  When  the  crude  distillate  obtained  from  castor-oil, 
as  described  at  page  184,  is  shaken  up  with  concentrated  aqueous 
bisulphite  of  potash  or  soda,  the  liquid  solidifies,  in  consequence  of  the 
formation  of  crystals,  into  a  sticky  mass,  which  is  repeatedly  pressed  out 
between  fresh  folds  of  blotting  paper,  washed  with  alcohol,  and  dried  over 
oil  of  vitriol.  The  product  is  afterwards  dissolved  in  hot  water,  whereupon 
the  caprylic  aldehyde  separates  and  may  be  dried  over  chloride  of 
calcium  and  rectified.     (Limpricht.)     (See  also  p.  189.) 

2.  Castor-oil  is  saponified  with  soda,  the  soap  precipitated  by  common 
salt  and  pressed,  then  dissolved  in  water  and  again  precipitated  by 
salt  The  soap  thus  freed  from  excess  of  soda  is  washed,  first  with  water 
containing  salt  and  afterwards  with  pure  water;  it  is  then  pressed,  dried, 
and  distilled  in  small  portions,  the  mass  swelling  up  and  caprylic  aldehyde 
passing  over,  which  may  be  purified  as  in  the  first  method.  In  this 
reaction,  no  gas  is  evolved,  and  the  residue  contains,  not  sebacic  acid,  but 
a  new  acid,  perhaps  C^H^^O*.     (Bonis.) 

3.  Castor- oil  soap  obtained  as  above  is  decomposed  with   chloride 
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of  barium^  and  the  baryta-salt  distilled  at  a  gentle  heat :  the  mass  does 
not  swell  up.     The  distillate  is  purified  as  in  the  first  method.     (Bonis.) 

Properties.  Caprylic  aldehyde  is  a  colourless  liquid  (Limpricht), 
Avhich  refracts  light  strongly.  (Bonis.)  It  has  an  aromatic  odour  (Lim . 
pricht);  a  strong  odour  recalling  that  of  bananas.  (Bonis).  It  has  a 
caustic  taste.  Sp.gr.  =  0*818  at  19''  (Bonis);  0-820.  (Limpricht.) 
Boils  at  178"  (Limpricht),  at  MV  under  the  common  atmospheric  pres- 
sure.    (Bonis.) 

Limpricht.      BouiB. 

16  C     96    ....     75-00    74-49     ....    74-75 

16  ft     16    ....     12-50    12-77     ....     12-66 

2  O     16     ....     12-50     12-74     ....     12*59 

C"H«02  128'  ....  100-00    10000    ....  10000 

Decompositions,  1.  Caprylic  aldehyde  bnrns  with  a  brilliant  and  not 
flmoky  flame.  (Bonis.)  —  2.  It  becomes  acid  on  exposure  to  the  aw-. 
(Limpricht.)  Air  or  oxygen  does  not  appear  to  alter  caprylic  aldehyde 
in  the  cold;  if  however  the  liquid  is  warmed  and  air  passed  through^  it 
rapidly  becomes  oolonred  and  acid,  but  it  is  not  always  possible  to  con- 
vert the  whole  of  the  aldehyde  into  caprylic  acid.  Pure  oxygen  com- 
pletely oxidises  heated  caprylic  aldehyde,  and  acts  so  violently  that  an 
explosion  may  take  place.  (Bonis.)  —  3.  Nitric  add  acts  very  violently 
upon  caprylic  aldehyde,  and  forms  the  same  products  as  with  caprylic 
alcohol.  (Bonis.)  —  4.  When  distilled  with  aqueous  chi*omate  of  potash 
and  sulphuric  add,  it  is  partly  converted  into  an  acid,  but  the  greater 
part  remains  unaltered.  (Limpricht.)  Heated  with  solid  hydrate  of 
potashy  it  is  coloured  brown,  and  forms  a  spongy  mass  which  cannot  be 
distilled;  water  separates  from  the  latter  a  brown  oil  which  behaves  like 
the  oil  obtained  as  a  residue  in  the  purification  of  caprylic  alcohol  with 
potash  (p.  184).  (Bonis.)  —  6.  It  reduces  ammoniacal  nitrate  o(  silvc7' 
and  forms  a  metallic  mirror. — 7.  With  pentachloride  of  phosphorus  it 
forms  the  compound  C^'H^CP.   '  (Limpricht.) 

Comhinations.  Caprylic  aldehyde  does  not  dissolve  in  water. 
(Bonis.) 

It  combines  with  the  alkaline  bisulphites,  forming  crystalline  com- 
pounds. (Limpricht.)  Ko  elevation  of  temperature  takes  place  during  their 
formation.  The  compounds  are  insoluble  in  aqueous  solutions  of  the  alka- 
line bisulphites,  and  are  decomposed  by  water.  (Bonis.)  The  compounds  of 
cenanthol  with  the  alkaline  bisulphites  (zii,  449)  give  rise,  according  to  Bouisi  to  au 
elevation  of  temperature  whilst  tliey  are  forming,  and  are  decomposed  hj  acids  and  by 
carbonate  of  soda,  but  not  by  water. 

Sulphite  of  Caprylic  Aldehyde  and  Potash,  —  When  caprylic  alde- 
hyde is  shaken  up  with  a  concentrated  aqueous  solution  of  bisulphite  of 
potash,  the  liquid  becomes  filled  with  crystals.  These  are  pressed 
between  papor,  washed  with  alcohol  and  dried  over  sulphuric  acid. 
(Limpricht.) 

The  s'dlt  cannot  be  recrystallised.  It  evolves  sulphurous  acid  on 
exposure  to  the  air.  On  dissolving  it  in  water,  it  yields  caprylic  alde- 
hyde. 
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Limpricht 

KO    47-2  ....     18-3  20-10 

2S03 64      ....     24-9  2660 

16  C   96      ....    37-8  35-16 

18  H  18      ....       7-0  6-67 

4  O  32      ....     120  11-47 


CWflWO*  +   NaO'SO*  +  2Aq....  2572  ....  lOO'O     100-00 

According  to    limpricht,  the  compound  was  contaminated   with  bisulphite  of 
potash,  which  had  lost  a  portion  of  its  sulphurous  acid. 


Appendix  to  Captylic  Aldehyde. 

Methyl-cenanthal. 

C*«H"0»  =  C»H*0,C"H»0  =^  CH>,C**H"0* 
Stadbler.    J,  pr.  Chem.  72,  246. 

Formation.  By  distilling  vk  mixture  of  acetate  and  oenanthylate  of 
soda.  —  2.  The  prodnct  regarded  by  Limpricht  and  by  Bouis  as  caprylic 
aldehyde  (p.  187),  la,  according  to  Stadeler,  methyloenanthal,  its  forma- 
tion being  represented  by  the  equation : 

C»HWO«     +     2(K0,H0)     «     C2H3,C"H»a08     +     C^H^K^Qb     +     2H 


Ricinolic  acid.  Methyl- oenanthal.      Sebate  of  potash. 

And  the  simultaneous  production  of  oenanthylic  alcohol  by  the  equation  : 

C?6H»*0«     +     2CKO,HO)     =:     C"H»«08     +     C^H^K^OS     +     C«H* 

Marsh'gas. 

Preparation,  1.  Equivalent  quantities  of  acetate  and  oBnanthylate 
of  soda  are  dissolved  in  water;  the  solution  is  evaporated  during  constant 
stirring;  and  the  residue  is  mixed  with  one-third  of  its  bulk  of  chalk  and 
distilled.  The  acid  distillate  is  washed  with  soda,  then  with  water,  and 
rectified ;  and  the  portion  which  has  passed  over  between  106°  and 
1 80°  (amounting  to  three-fourths  of  the  whole)  is  shaken  with  bisulphite 
of  soda.  A  transparent  gelatinous  mass  is  thus  formed,  which,  after 
24  hours  (when  it  has  become  opaque  and  solid),  is  pressed  between 
paper,  repeatedly  triturated  with  alcohol,  and  again  pressed.  It  is  then 
warmed  with  carbonate  of  soda,  whereby  two  strata  are  formed,  the 
upper  of  which  is  decanted,  dried  over  chloride  of  calcium,  and  rectified, 
the  portion  which  distils  at  171°  being  collected  apart. 

Properties.  Thin,  colourless  liquid  of  sp.  gr.  0*817  at  23°,  boiling 
between  171°  and  171*5°.  Its  smeu  recalls  that  of  oil  of  rue;  its  taste  is 
similar,  and  slightly  burning.     It  makes  grease-spots  on  paper.   Neutral. 

Stadeler. 


16  C  

96 

16 

....       7d*0(l       •••• 

....     12-50     .... 
....     12-50     .... 

....     74-78 
....     12-47 

2  O  

16 

....     12-75 

CMHiSQS    128     ....  10000    100-00 

Isomeric  or  identical  with  caprylic  aldehyde. 

It  does  not  become  acid  on  exposure  to  the  air,  even  in  presence 
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of  platinam-black.  When  heated,  it  burns  with  a  laminons  yellow  flame. 
It  mixes  with  sulphario  acid  and  evolves  heat,  and  is  precipitated  by 
water  from  the  yellow  solution  apparently  unchanged.  It  behaves  like 
caprylic  aldehyde  with  ammonia^  potash,  oxide  of  silver,  and  chromic 
acid. 

Methyloenanthal  is  insoluble  in  water,  but  mixes  with  alcohol  and 
with  ether  in  all  proportions. 


Caprylic  Acid. 

Lerch.     Aitn.  Fharm.  49,  223. 

Fehlino.     Ann.  Fharm.  53,  400. 

Iljenko  8c  Laskowsky.    Ann,  Fharm,  55,  87. 

Gottlieb.    Ann,  Fhai'm,  57,  63. 

T.  Redtenbacher.     Ann.  Fharm.  59,  51;  57,  145. 

BcuNEiDER.     Ann.  FJuirm.  70,  118. 

Albx.  M'uller.     t/*.  pr.  Gliem,  5iiy  103. 

EowNEY.     Ghent,  JSoc.  Qu.  J.  5,  22;  J.  pr,  Chem,  56,  246. 

Railton.     Chem,  Soc.  Qu,  J,  6,  205;  Fharm,  CenCr,  1854,  256. 

Bouis.     iT.  Ann.  Chim.  Fhys.  44,  122;  48,  99. 

Discovered  by  Lerch  in  1844. 

Sources,  Caprylic  acid  exists  as  a  conjugated  compound  in  butter  from 
cow's  milk  (Lerch);  in  cocoa-nut  fat  (Fehling);  in  Li mburff  cheese  (Iljenko 
&  Laskowsky);  in  human  fat  (hence  also  in  perspiration.;  (Lerch,  Ann, 
Fharm.  59, 57.)  In  beet-root  fusel-oil  (A.  Miiller,  Fehling;  Dingier,  Fol, 
Jour,  130, 77);  in  that  portion  of  Scotch  fusel-oil  which  distils  over  between 
190°  and  220"^,  in  combination  with  oxide  of  ethyl  or  of  amyl  (Rowney);  in 
the  fusel-oii  from  rice  or  maize-spirit.  (Wethenll, Fharm. Centr.  1854,271.) 

Formation,  In  the  oxidation  of  caprylic  alcohol  with  nitric  acid 
(Bouis),  or  by  heated  oxygen  (Railton);  in  the  oxidation  of  caprylic  alde- 
hyde.    (Bouis.) 

In  the  dry  distillation  of  oleic  acid  or  of  fats  containini^  olein  (Gott- 
lieb); in  the  oxidation  of  oleic  acid  by  strong  nitric  acid  (Redtenbacher); 
in  the  oxidation  of  the  more  volatile  part  of  the  distillate  obtained 
from  rape-oil  by  nitric  acid.  (Schneider.)  —  It  is  formed  together  with 
a3nanthylic  acid  and  otlier  acids,  in  the  oxidation  of  oil  of  rue.  (Cahours, 
Ojmpt.  rfnd.  31,  143),  and  of  Chinese- wax  (Buckton,  Chem.  Soc.  Qu.  J, 
10,  166)  by  nitric  acid.  —  In  the  decomposition  of  Demar9ay's  choloidic 
acid  with  nitric  acid.  (Redtenbacher,  Ann.  Fharm,  57, 1 45);  also,  together 
with  many  other  volatile  acids,  in  the  putrefaction  of  yeast.  (Ai.  Miiller, 
J,  pr,  Chem.  70,  66;  O.  Hesse,  J,  pr,  Chem,  71,  473.) 

Freparation.  1.  From  butter  of  cow's  milk.  The  mixture  of  capry- 
late  and  caprate  of  baryta,  obtained  in  the  preparation  of  butyrat^  of 
baryta,  as  described  at  x,  85,  is  dissolved  completely  in  boiling  water,  and 
the  solution  is  filtered  boiling,  whereby  the  filtrate  becomes  filled  on 
cooling  with  scales  of  caprate  of  baryta  having  a  fatty  lustre;  these 
crystals  are  filtered  off  and  the  mother-liquor  is  reduced  to  one-fourth 
of  its  volume,  whereupon  an  additional  quantity  of  caprate  of  baryta 
crystaUises  out.     The  caprylate  of  baryta  remains  in  solution,  and  by 
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aUowisg  the  motber-liquor  to  evi^onte  ia  the  bud,  it  is  obtained  in 
grains  and  nodules,  of  the  size  of  a  poppy-seed.  The  crystals  are  purified 
by  recrystallisation .  (Lerch.)  (For  preparation  of  the  acid  from  the  baryta-salt 
see  below.)  —  2.  From  cocoa-nut  fat  The  caprylate  of  baryta  obtained, 
according  to  xi,  415,  is  decomposed  by  a  dilute  acid,  the  caprylic  acid 
rising  to  the  surface  in  the  form  of  an  oil.  The  oil  is  decanted,  washed 
with  a  little  water  and  distilled  by  itself,  when  it  leaves  a  small  residue. 
(Fehling.)  —  3.  Fifty  pounds  of  strongly  smelling  Limburg  cheese  are 
cut  into  fine  pieces  and  distilled  for  several  days  witb  water,  or  as  long 
as  the  distillate  continues  to  smell  of  cheese  (to  prevent  the  cheese  from 
burning,  fresh  water  is  added  from  time  to  time,  and  the  whole  is  stirrea 
up).  The  turbid,  strongly  alkaline  distillate  is  supersaturated  with 
sulphuric  acid,  again  distilled,  and  the  distillate  is  neutralised  with 
baryta-water,  whereby  valerate  of  baryta  and  a  little  butyrate  of  baryta 
are  obtained.  When  the  cheese  which  remains  in  the  still  is  saponified 
with  potash,  and  the  soap  decomposed  with  sulphuric  acid,  it  yields,  if 
again  distilled  with  the  same  precautions,  an  acid  distillate  which  is  to  be 
mixed  with  baryta-water  and  evaporated  down  as  long  as  crystals  con- 
tinue to  form.  This  salt,  after  being  separated  from  the  mother- liquor 
which  contains  butyrate  and  valerate  of  baryta,  dissolves  for  the  most 
part  on  boiling  with  7  parts  of  water,  and  thus  yields  a  solution  of  butyrate 
and  caproate  of  baryta^  and  a  residue  of  caprylate  and  caprate  of  baryta, 
which  may  be  separated  by  crystallisation  as  in  the  first  method 
(Iljenko  &  Laskowsky.)  —  4.  Oleic  acid  or  fats  containing  olein  are 
submitted  to  dry  distillation;  the  distillate  containing  volatile  acids  and 
hydrocarbons  is  digested  with  dilute  aqueous  carbonate  of  soda,  and 
rapidly  evaporated  in  order  to  drive  off  the  hydrocarbons;  and  the  tole- 
rably concentrated  solution  is  decomposed  in  a  retort  with  tartaric  acid 
and  distilled.  The  distillate  saturated  with  baryta  and  treated  according 
to  1,  yields  first  caprate  and  then  caprylate  of  baryta,  and  a  little  uncry^- 
tallisable  mother-liquor,  probably  containing  valerate  and  butyrate  of 
baryta. 

Prcn>€rties,  Colourless.  Solidifies  below  12°,  and  melts  between  14° 
and  1 5  ;  when  slowly  cooled,  it  crystallises  in  laminse  resembling  choles- 
terin.  At  ordinary  temperatures  it  is  greasy,  and  crystallises  at  about 
10°  in  fine  needles.  (Lerch.)  Smells  like  perspiration  (Lerch,  Eedten- 
bacher);  has  a  faint  unpleasant  odour,  which  increases  on  warming,  and 
then  resembles  that  of  sebacic  acid;  it  is  very  irritating  to  the  eyes. 
(Fehling.)  The  aqueous  solution  tastes  strongly  acid  and  sharp. 
(Lerch.)  Boils  at  236°^  the  boiling  point  xising  to  238%  and  ultimately 
to  240°.     Sp.  gr.  =  0-911  at  20°.     Vapour-density  =  5-3K     (Fehling.) 


16  C  

16  H  

..     96     ....     66-67    . 
..     16     ....     11*11     . 
..     32     ....     22-22     .. 

Fehling. 

66-15 

11-27 

4  O  

22-58 

C>HIW0*    

G-vapour  

H-gas    

O.gas    

.  144     ....  10000     .. 

Vol. 

16     

16    

2     

100-00 

Density. 

...     6*6560 
...     0*5544 
...     2*2186 

Caprylic  acid 

vapour    . 

....       2     

1     

...     9-4290 
...     4*7145 
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Decompositions.  Caprylio  acid  decomposes  slightly  at  a  liigk  tem- 
perature, and  leaves  a  clear  brownish  residue,  which  accounts  for  the 
vapour-density  coming  out  too  high.  ^Fehling.)  Heated  with  4  pts.  of 
hydrate  of  lime,  it  yields  gaseous  and  liouid  hydrocarbons  of  the  formula 
C"H*.     (Cahours,  Uompt  rend.  31, 144.) 

Caprylic  acid  is  sparingly  soluble  in  water.  (Lerch.)  It  dissolves  in 
400  pts.  of  water  at  100  ,  and  at  110"^  separates  out  again  almost  com- 
pletely in  crystals.     ^Fehling.) 

The  salts  of  caprylic  acid  are  but  sparingly  soluble,  with  the  exception 
of  those  of  ammonia,  potash,  and  soda.     (Lerch.) 

Caprylaie  of  Baryta,  —  Preparation  (p.  191).  Crystallises  on  evapora- 
tion from  its  hot  solutions  in  fine  scales  having  a  fatty  lustre;  by  spon- 
taneous evaporation  of  the  solution,  in  white  chalky  grains  of  the  size  of 
a  poppy-seed.     (Lerch.) 

Fine  crystalline  grains  and  geodes  resembling  poppy-seeds;  when 
obtained  by  spontaneous  evaporation,  very  hard  prisms  having  a  fatty 
lustre  and  more  than  a  quarter  of  an  inch  long,  ^edtenbacher.)  It  is 
very  bulky.  After  drying  it  has  a  fatty  lustre,  ^ehling.)  Permanent 
in  the  air  at  the  ordinary  temperatures  and  at  100  .     (Lerch.) 

When  distilled  alone  at  a  temperature  which  is  gradually  raised  to  a 
red  heat,  the  salt  yields  a  residue  containing  a  quantity  of  charcoal,  and  a 
distillate  consisting  of  acid  water,  and  a  yellow  oil  which  smells  of  acetone 
and  afterwards  d^osits  white  flakes.  The  salt  rapidly  heated  with  hydrate 
of  lime,  yields  a  distillate  which  resembles  butter,  and  contains  caprylone 
and  an  oil,  probably  au  aldehyde.  (Guckelberger,  Ann,  Pharm,  69,  202.) 
In  contact  with  oxychlorlde  of  phosphorus,  it  forms  caprylic  anhydride. 
(Chiozza,  Ann.  Pharm,  85,  22d.) 

Dissolves  with  difficulty  in  water.  (Lerch.)  Dissolves  in  106*6  pts. 
of  water  at  10^,  in  50  pts.  at  100°.  (Fehling.)  The  solution  does  not 
decompose  on  exposure  to  the  air.     (Lerch.) 

Perfectly  insoluble  in  alcohol  and  in  ether. 
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15  H  .... 

3  0  .... 
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Lerch.        Fehling. 


96  ....  45-37  45*47 

15  ....  709  7-10 

24  ....  11-34  11-42 

76-6  ....  36-20  36*01 


....  45-28 

....  7-28 

....  11-40 

....  36*04 


CWfl^BaO*  211-6  ....  100*00    100-00 


100*00 


njenko  Se 
LaskowBky. 

...  45-24 

...  7*16 

...  11-67 

...  35-93 


100-00 


16  C    ... 
15  H   .. 
3  0    .. 
fiaO 


Bedtenbacher.  Rowney. 

96      ....    45*37     46-51    ....  45-28 

15      ....       7-09    7*22    ....      7-35 

24      ....     11-34     11-19    ...:  11-24 

76-6  ....    36-20    3608    ....  36*13 


CWfl^BaO* 211-6  ....  10000 


100-00 


100-00 


According  to  Gottlieb,  the  salt  contains  36*5  per  cent,  of  baryta ;  according  to 
Redtenbacher,  35*95 ;  according  to  Milller,  36*3 ;  and  according  to  Bonis  36*0 

Caprylate  of  lead  is  precipitated  from  the  aqueous  solution  of  the 
baryta-salt  by  nitrate  of  lead.     (Lerch.) 
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White   precipitate,    permanent   in  tbe   air.      Melts  below    100^. 
Sparingly  soluble  in  water.    (Lerch.) 


16  C  

96 

....     So*o7     •.• 
6*07     ... 

....            9   Jm        ... 

....     4o*o4     .». 

Lerch. 
39*08 

15  H  

15 

6-17 

3  0  

9*28 

PbO  

112 

45*47 

C^W^FbO*   .. 

247 

....  100-00     .... 

....  10000 

Gaprylate  of  Silver,  —  Caprylate  of  baryta  forms  a  white  precipitate 
with  nitrate  of  silver.     (Lerch,  Redtenbacher.) 

White  (Lerch);  cardy;  does  not  blacken  at  100®  (Redtenbacher); 
precipitated  from  hot  alcohol  on  cooling  as  a  white  powder  containing 
46*29  per  cent  of  oxide  of  silver.     (Schneider.) 

Nearly  insoluble  in  water  (slightly  soluble  according  to  Redten- 
bacher).   Soluble  in  ammonia  and  in  acids.     (Schneider.) 


16  C    .. 

15  H    .. 

3  0   .. 

AgO 


Lerch. 

Gottlieb.    Redtenbacher, 

96 

«*«• 

38*24     .... 

....    38*14 

•*••     38*43     •...     38*55 

15 

•  ••• 

6*97     .... 

....      6*05 

....      6-03    ....      6-01 

24 

•«•• 

9*56     .... 

....      9-68 

....      9-09     ....      9-22 

116 

•  PB* 

46*23     .... 

....    46*13 

....     46-45     ....     46-22 

(?«H«AgO*     251     ....  10000    100*00    ....  100*00    ....  10000 

Gaprylic  acid  mixes  with  alcohol  and  with  ether  m  all  proportions. 
(Fehling.) 

Sulphide  of  Gapryl. 
C»H"S  =  C"H",HS. 

BouiB.    I^^  Ann.  Chirn,  Pkys.  44,  137. 
Ethir  eapryliu^ydrique,  Sehwrfelprylqfer. 

When  an  alcoholic  solution  of  raonosulphide  of  sodium  is  heated  with 
iodide  of  capiyl  until  the  mixture  becomes  turbid,  the  sulphide  of  capryl, 
being  insoluble  in  alcohol  saturated  with  sulphide  or  iodide  of  sodium, 
separates  in  the  form  of  an  oil. 

Sulphide  of  capryl  is  a  liquid,  lighter  than  water,  and  having  an 
unpleasant  odour.  Deoomposes  when  heated.  Slightly  soluble  in 
alcohol. 


Iodide  of  Gapryl. 
C"H*'I  =  C"H",HI. 

Wills.    Chem,  Soc.  Qu.  J.  6,  807;  N.  Ann.  Chin.  Phffs.  41,  108. 
Squire.     C?iem,  Soc.  Qu.  J.  7,  108. 
Bouis.    i\r.  Ann.  Chim.  Phy9.  44,  131. 

Biker  eapryliodkydrigne,  lodcajnyl,  lodprfflqfer. 

Preparation.    1.  Iodine  is  dissolved  in  an  equal  weight  of  oaptylio 
YOL.  xni.  ^ 
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aloohol  and  tbe  iolution  ia  digMted  with  phospkotuft  iill  the  former 
becomes  ooloarless.  (Squire.)  —  2.  Small  portions  of  phosphoms  and 
iodine  are  added  alternately  to  caprylic  alcohol,  care  being  taken  to 
avoid  an  excess  of  phosphorusi  which  would  form  red  iodide  of  phos- 
phorus (to  100  pt8«  of  the  alcohol,  50  iodine  and  6  phosphorus  are  taken). 
On  distilling  the  strongly  faming  liquid,  water  passes  oyer  first,  then  a 
liquid  liffhter  than  water,  containing  a  quantity  of  caprylene,  and  finally 
the  boiling  point  rises  to  200°,  and  a  beautiful  yiolet-coloured  liquid 
distils  over  together  with  vapour  of  phosphorus,  phosphoric  acid,  and 
phosphoretted  hydrogen^  leaving  a  residne  of  red  phosphorus  and  a 
syrup.  The  distillate  is  washed  with  earbonate  of  soda  and  afterwards 
with  water;  it  is  then  submitted  to  fractional  distillation,  whereby  iodide 
of  oapryl  is  obtained  at  210^     (Bonis;) 

Properties.  Iodide  of  capryl  is  an  oily  liquid,  smelling  of  oranges. 
It  boils  at  210°  with  decomposition,  turning  deep  red  from  free  iodine 
(Bonis);  between  191°  and  196°  (Wills);  at  l93^  (Squire.)  Sp.  gr.  = 
181  at  16°.     (Boui&) 

• 

Bonis. 
16  C    96    ....    40-1     40-66 

I      126     ....     52-8     52-64 

Ci«H»7t     23Si     ....  100-0    100-60 

Decompo$Uions.  Iodide  of  capryl  turns  red  on  exposure  to  Ught» 
(Bonis,  Wills.)  Decomposes  by  boiling,  and  yields  hydrocarbons  and 
hydriodic  acia.     (Squire.)     Burns  with  a  smoky  flame.     (Bonis.) 

Heated  with  alcoholic  ammonia,  it  forms  nydriodate  of  caprylamine 
(Squire,  Cahours,  Bonis) ;  with  excess  of  iodide  of  capryl,  bicapryl- 
amine  and  tercaprylamine  are  likewise  produced.     (Bonis.) 

Behaves  with  sodium  (or  potassium)  like  chloride  of  capryl  (p.  196.) 
(Bonis.) 

Iodide  of  capryl  heated  with  monosulphide  of  sodium  in  alcoholic 
solution,  forms  sulphide  of  capryl  and  iodide  of  sodium.  (Bouis.) 
Heated  with  mercury,  it  forms  green,  insoluble,  meronroas  iodide,  which 
dissolves  when  the  liquid  is  heated,  and  ofystallises  on  eooling,  until 
after  prolonged  action,  caprylene  is  formed  and  hydrogen  erolved. 
(Bouis.) 

C^HVI  +  Hg  -  C"H>«  +  Hgl  +  H, 

.  An  alcoholic  solution  of  iodide  of  capryl  precipitates  silref-salts, 
forming  insoluble  iodide  of  silver  together  with  the  caprylic  ethet  corre- 
sponding to  the  acid  of  the  silver-salt. 


Bromide  of  OapryL 

C"H"Br  =  C"H»«,HBr. 

MoscHNiN.     Ann»  Pkarm,  87,  117. 
Bouis.    JV^.  Ann.  Chim,  Phys.  44,  130. 

Ether  caprylbromhydrique,  Bromcapryl,  Bromprylafer, 

Preparation.    1.  Five  pts.  of  bromine  are  dissolved  in  8  pts.  of  caprylic 
alcohol,  the  solution  treated  with  phosphorus  till  it  becomes  oolonrlessy 


%  — 
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and  then  distilled.  The  distillate  Ss  washed  with* water,  then  with 
dilate  carbonate  of  soda,  and  again  with  water,  and  dried  over  chloride  of 
calcium.  ^Moschnin.)  —  2.  A  piece  of  phosphorus  is  placed  in  caprylic 
alcohol,  and  bromine  gradually  abided  till  the  phosphorus  has  disappeared; 
more  phosphorus  is  then  added  as  long  as  the  liquid  is  deeolorisecL  The 
liquid  is  warmed  to  expel  the  hydrobromic  acid,  then  distilled,  and  the 
product  which  passes  over  at  190°  is  collected,  washed  with  dilute  car- 
bonate of  soda,  and  then  rectified  alone.     (Bouis.) 

Bromide  of  capryl  is  an  oily  liquid,  having  a  strong  narcotic  odour 
(Moschnin);  smells  of  oranges,  like  chloride  of  capryl,  (Bouis.)  Heavier 
than  water.  Boils,  with  decomposition,  at  190^  (Bouis.)  Leaves  a 
carbonaceous  residue  when  distilled.  The  yellowish  distillate  excites 
tears,  and  contains  less  bromine  than  bromide  of  caprylj  when  treated 
with  water,  it  loses  its  colour  and  becomes  liu^hter  than  water. 
(Moschnin.)  Bromide  of  capryl  burns  with  a  smoky  flame  bordered  with 
green.     (Bonis.) 

With  potassium  or  sodium  it  behaves  like  chloride  of  capryl. 
(Bouis.) 

Heated  with  potash,  it  forms  bromide  of  potassium  and  caprylic 
alcohol,     (Moschnin.) 

Bromide  of  capryl  precipitates  silver-salts  io  alcoholic  solution,  but 
more  slowly  than  the  iodide.     (Bouis.) 

Insoluble  in  water,  soluble  in  alcohol. 


Chloride  of  Capryl. 
C"H«C1  =  C^«H«,HC1. 

Bouis.     IT.  Ann.  Chim.  Pkyi.  44,  128. 

M.  Berthsllot.     Compt,  rend.  44,  1350;  Ann.  Pharm.  104, 185. 

Ether  capryhhlorhydrique,  Chwreapryl,  CAlorprylafer, 

Formation.  1.  By  the  action  of  hydrochloric  acid  on  caprylic 
alcohol.  (Bouis.)  —  2.  By  the  action  of  pentachloride  of  phospliorus 
on  caprylic  alcohol.  (Bouis.)  —  3.  By  the  action  of  hydrochloric  acid 
upon  caprylene  (p.  181)«    (Berthelot.) 

FreparcUion4  1.  Caprylic  alcohol  is  saturated  with  gaseous  hydrg- 
chloric  acid,  the  absorption  being  attended  with  evolution  of  heat; 
or  the  alcohol  Is  mixed  with  concentrated  fuming  hydrochloric  acid  and 
the  mixture  is  heated  in  a  sealed  tube  to  V20°  or  130^  By  this  treat- 
ment only  a  portion  of  the  alcohol  is  converted  into  chloride.  —  2.  Ca- 
prylic alcohol  is  poured  into  a  long-necked  flask,  which  is  cooled  with 
water;  pentachloride  of  phosphorus  is  added  in  small  portions  and 
heat  is  applied,  if  no  more  action  ensues  in  the  cold,  until  the  liquid 
distils  over.  In  order  to  decompose  the  oxychloride  of  phosphorus,  the 
distillate  is  cautiously  mixed  with  water,  and  the  chloride  of  capryl, 
which  floats  on  the  liquid  is  washed,  first  with  water  containing  soda,  then 
with  pure  water,  and  rectified.     (Bouis.) 

Properties.     Colourless  liquid.     Boils  at  175°,  but  the.  temperature 
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rises  towards  the  tnd  of  the  distillation.    Lighter  than  water.    Smells 
very  mnch  like  oranges.    (Bonis.) 


16  C     

17  H     

CI    

96      ....    6^4-64    .... 

17      ....    11-44    .... 

35-4  ....    23-92    .... 

Bonis. 

....    64-52 
....     11-82 
24-30 

c^Hva  

148-4  ....  10000    ... 

100-14 

Chloride  of  capryl  bnms  with  a  smoky  flame  bordered  with  green^ 
and  forms  hydroohlorio  acid. 

It  does  not  precipitate  salts  of  silver. 

In  contact  with  sodinm  or  potassium  in  the  cold,  it  yields  capryl 
C"H". 

On  heating  chloride  of  capryl  with  sodium,  the  metal  assumes  a 
violet  colour,  swells  up  violently  with  elevation  of  temperature,  and 
evolves  hydrogen.  Chloride  of  sodium  is  then  formed,  which  by  absorb- 
ing the  liciuid  makes  the  latter  pasty.  If  the  liquid  (containiu/;  less 
chlorine)  ootaiued  by  the  distilling  this  product,  be  placed  in  a  second 
retort  together  with  sodium,  the  violet  colour  again  appears;  and  if  the 
operation  be  repeated  till  the  distillate  is  free  from  chlorine^  it  is  found 
to  consist  of  pure  oaprylene : 

2[CWH»7C1]   +  3N«  -  [C«H«Na,Naa]   +  C"HW  +  NaCl  +  3H  (Bouis). 


Conjugated  C<mp(nind9  cmUaining  the  nudeiu  G^H'*. 

Sulphocaprylic  Acid. 

C»«H^«SW  =  C"H"0*,2S0«. 

Bouis.    Comp^.  rend,  33, 144;  N.  Ann.  Chim.  Fh^s,  44, 124. 
MoscHNm.    Ann,  Pharm.  87, 114. 

Preparation,  Two  pts.  of  caprylic  alcohol  are  slowly  mixed  with 
one  part  of  sulphuric  acid^  the  whole  being  cooled  in  order  to  prevent 
evolution  of  sulphurous  acid,  and  the  mixture  is  allowed  to  stand  in  a 
moderately  warm  place.  After  6  or  7  days,  two  strata  are  formed,  the 
lower  consisting  of  the  excess  of  sulphuric  acid,  the  upper  of  sulpho- 
caprylic acid.  (Moschnin.)  When  equal  parts  of  sulphuric  acid  and 
CHprylic  alcohol  are  employed,  sulphurous  acid  is  generally  evolved,  and 
the  mixture  blackens  if  not  properly  cooled.  It  is  therefore  preferable 
to  use  Nordhansen  sulphuric  acid,  which  produces  no  blackening  and  less 
evolution  of  sulphurous  acid;  care  must  however  be  taken  to  avoid  con- 
tinuing the  action  too  long.  (Bouis.)  After  being  saturated  with  car- 
bouate  of  lime,  baryta  or  lead,  the  liquid  yields  soluble  salts.  Free 
sulphocaprylic  acid  is  obtained  by  exactly  decomposing  the  baryta-salt 
with  dilute  sulphuric  acid,  or  by  decomposing  the  lead-salt  with  sul- 
phuretted hydrogen,  and  evaporating  the  liquid  in  vacuo.     (Bouis.) 

Sulphocaprylic  acid  is  a  colourless  syrupy  liquid,  which  decomposes 
and  chars  when  heated.    (Bouis.) 
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It  dissolves  very  readily  in  water ;  the  solution  has  a  strong  acid 
reaction,  and  is  resolved  by  heat  into  caprylio  alcohol  and  aqueous 
salphuric  acid.     (Bonis,  Moschnin.) 

Svdphocaprylale  of  Potash.  —  1.  The  produot  obtained  by  the  action 
of  salphuric  acid  upon  caprylic  alcohol  is  saturated  with  carbonate  of 
potash,  evaporated  to  dryness,  and  the  residue  is  extracted  with  boiling 
alcohol,  which  leaves  the  sulphate  of  potash  undissolved  and  deposits 
snlphocaprylate  of  potash  in  shining  lamin»  on  cooling.  —  2.  Sulpho- 
capr^late  of  baiyta  is  exactly  decomposed  by  carbonate  of  potash. 

White,  shining,  unctuous  to  the  touch.  Tastes  exceedingly  bitter, 
and  then  sweet. 

Bouis. 

16  C 96     ....    37-3    S7'14 

18  H  18     ....      6-9    6-92 

S0».  40     ....     15-7 

KO,SO». 87-2  ....    33-9 34-06 

2  0 16       ...      6-2 


C>*HVK0*,2S0*-HAq  ....  257-2  ....  1000 


At  100^  it  becomes  red  and  acid.  Bums  when  heated,  leaving  a 
residue  of  sulphate  of  potash,  and  forms  sulphate  of  potash  and  caprylic 
alcohol  when  neated  with  aqueous  carbonate  of  potash.  Distilled  with 
cyanate  of  potash,  it  yields  a  fluid  and  a  crystallisable  substance,  which 
form  caprylamine  when  treated  with  potash,  and  are  in  aU  probability 
cyanate  and  cyanurate  of  capryl.     (Bouis.) 

StUphocaprylaie  of  Baryta  is  obtained  by  saturating  crude  snlpho- 
caprylic  acid  with  carbonate  of  baryta,  filtering,  and  carefully  evaporat- 
ing the  solution  oyer  a  water-bath  until  it  crystallises.  It  forms  flexible 
nacreous  crystals,  when  obtained  by  cooling  the  hot  solution  (Moschnin); 
sometimes  fine  needles,  when  cnrstallised  from  alcohol.  (Bouis.)  la 
vacuo  only  nodular  masses  are  formed.  (Moschnin J  The  salt  tastes 
strongly  bitter  and  then  sweet.  The  crystals  give  off  6*67  per  cent,  of 
water  (2  At.  =  6*09  per  cent.)  in  vacuo  over  sulphuric  acid,  and  then 
yield  42  06  per  cent,  of  sulphate  of  baryta.  (Moschnin.)  (C^'H"BaO', 
2S0*  requires  42  per  cent)  The  crystallised  salt  contains  25 '12  per 
cent,  of  baryta,*  correspondmg  to  the  formula  C^*H^^BaO\2SO*  +  dAq. 
(Calculated  25*15  per  cent.  BaO).     (Bouis.) 

The  dry  salt,  if  allowed  to  stand  for  a  long  time  in  vacno,  becomes 
red  and  emits  a  strong  odour  which  excites  coughing.  It  blackens  at 
100^  and  decomposes  without  melting.  Burns  with  a  clear  blue  flame; 
leaving  a  residue  of  sulphate  of  baryta.    (Moschnin.) 

Snlphocaprylate  of  Lime  crystallises  in  white  tablets,  tastes  bitter  and 
feels  like  soap.     (Moschnin.) 

Aqueous  sulpnocaprylic  acid  dissolves  iron  and  stnc,  with  evolution 
of  hydrogen. 

Sulphocaprylic  acid  forms  with  oxide  of  lead  two  salts  probably  coa- 
taining  1  and  2  atoms  of  oxide  of  lead  to  1  atom  of  acid.  —  a»  The  neu- 
tral salt,  obtained  by  saturating  the  acid  with  carbonate  ^  of  lead, 
crystallises  readily  and  has  an  acid  reaction.  ^-*(b    The  basic  salt  is 
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obtained  as  a  tranaparent  maas  by  digesting  the  neutral  salt  witb  oxide 
of  lead  and  evaporating  the  colourless  alkaline  solution.  Its  solution 
absorbs  carbonic  acid  from  tbe  air  and  is  concerted  into  the  neutral  salt. 
(Moschnin.) 

Sulphpoaprylic  acid  is  readily  soluble  in  alcohol.    (Bonis.) 


Nitrate  of  CapryL 

C"H"NO«  5=  C"H"0,NO», 

Bouis.    N,  Ann»  Chim,  Phys.  44^  136. 
Biker  eapryUmtigue,  8alp$tereapryl$*ter, 

Preparation.  Iodide  of  capryl  is  dissolved  in  boiling  alcohol^  an 
excess  of  alcoholic  nitrate  of  silver  added  to  the  solution^  and  the  pre- 
cipitated iodide  of  silver  separated  by  filtration;  on  adding  water  to  the 
alcoholic  solution^  the  nitrate  of  capryl  is  separated  as  an  oil. 

Smells  like  the  acetate  of  capryl.  Lighter  than  water.  Begins  to 
boil  at  80^  then  becomes  black,  while  ihe  temperature  rises^  and  yields 
a  strongly  smelling  acid  distillate  with  a  residue  of  charcoal 

Bums  with  a  luminous  flame. 

Boiled  with  alcoholic  potash,  it  yields  crystals  of  nitre  and  capryliQ 

alooboU 

Nitrate  of  capryl  is  soluble  in  alcohol. 


Methyl*caprylic  Ether. 

CiBH»o*  =  (7H»0,C^«H"0. 

Wiuai.    Chem.  Soc.  Qu.  J.  6,  314;  N.  Ann.  Chim,  Phy^.  41,  103, 
Boni9«    ^.  Ann,  Ohim,  Phyt.  44,  139* 

*      Mathyl^i^nyUUher,  OetylaU  <if  Methyl,  UethyUte  qf  OetyU 

Formed  by  the  action  of  iodide  of  methyl  npon  caprylate  of  sodium. 

(Wills.)  /      F  Fjr      9 

CWKH^'Oa  +  C«H8I  -  C«H»03  +  KL 

Methyl-caprylic  ether  is  a  thin  mobile  liquid  having  9k  strong  odour. 
Boils  between  1605°  and  101°.  Sp.  gr.  =  0-830  at  16-5°.  Vapour- 
density,  about  4-2.    (WiUs.) 

According  to  Wills,  who  regards  caprylic  alcohol  as  oenanthylic  alcohol,  the 
compound  is  methyLoenanthyUc  ether,  C^'H^O'  «  C?n^0,C^*W^O.  The  analysis 
gave  73-8  p.  c.  C  and  13*8  H,  the  formula  C"H»0*  requiring  75-0  C  and  13-9  H, 
while  C^H*H>s  requires  747  C  and  137  U.  The  vapour. density  calculated  from 
Ci8H»0'  is  4'99  and  from  C^^H^K)',  it  is  4*5.    The  substance  was  not  obtained  pure. 

Insoluble  in  water,  readily  soluble  in  alcohol  and  In  ether. 
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Gaprylate  of  Methyl. 

C«H»0*  =  C?H»0,C'*H"0«. 

Fehlikg.    Ann.  Pharm.  53,  405. 

C^prjr^MKret  mtthyloxyd,  Caprylformi$ter, 

2  pts.  of  caprjlio  acid  is  dissolved  in  2  pts.  of  wood-spirit  and 
1  pt.  of  sulphuric  acid  is  added.  The  mixture  Deoomas  torbid  and  soon 
separates  the  ether,  which  is  decanted,  washed  with  water  and  dried  with 
chloride  of  calcium. 

Bmells  highly  aromatic  and  at  the  same  tisiA  of  wood-spirit.  Sp.  gr. 
=3  0*882.    Vapour  density  as  5*48. 

Fehling,  Vol.      Denaity* 

18  C     ....  108  ....    68-35  ....     68-38  C-yapour  18  ....     7*4880 

18  H     ....     18  ....     11-39  ....    11-42  H-gas 18  ....     1-2474 

4  O     ....     33  ....     20-26  ....    20-20  O-gaa    2  ....     2-2186 

C^H^^O*    IW  ....  lOOOO  ....  10000  Vapov 2  ,...  10-9540 

1  .„,    6-4770 


Ethytcaprylic  Ether. 

Wills.     Ohem.  8<jc.  Qu.  J.  6,  812;  iV.  Ann.  Chim.  Fhyi.  41, 103. 

AethyUcapryVAthert  VinecapryVdther,  Oetylate  qf  Ethyl,  Btkylate\qf  Oeiyl, 

Formed  by  the  action  of  caprylate  of  sodium  upon  an  equivalept 
quantity  of  iodide  of  ethyl. 

Colourless,  mobile  liquid,  having  an  odour  different  from  that  of 
caprylic  alcohol.  Boils  at  ilT.  Sp.  gr,  =  0-791  at  16°.  Vapour- 
density  =  5*095  r 

CalcnlatioB.  i.  Calcnlatioa  ii.  Wills. 

20  C  120  ....  76-96      18  C  108  ....  75-06  76-16 

22  H  22  ....  13-92      20  H  20  ....  13*88  14*44 

2  O  16  ....  10-13       2  O  16  ....  11-12  10-40 

C»*H»0»....  158  ....  100-00      C»H»0*....  144  ....  100-00  100-00 

Vol.  Denaity.  Vol.  Denaity. 

C-yaponr  20  8-3200          Or:         18  7*4880 

H-gaa    22  15246                        20  13860 

0-gM    1  1-1093                         1  11093 

Vapour 2    10*9539  2  9*9833 

5-4769  1  4-9916 

Aooording  to  Wills,  (calc.  ii)  the  compoond  ia  ethyl-oanantliylie  ether.  This  Tiew 
agraea  beat  with  the  analysis  and  the  yapour-density,  and  is  fdrdiermore  in  accordance 
with  the  recent  ioveatigetiona  of  Stftdeler  on  the  alcohol  obtained  from  caator-oil 
(p.  182). 

Burns  with  a  luminous  flame. 

Insoluble  in  water,  readily  soluble  in  alcohol  and  in  ether. 
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Acetate  of  Gapryl. 

Bonis.    N.  Ann,  Chim,  Phys.  44, 135. 
JBther-etqnylaecBtiqWf  E99igeapryle9ter, 

ForTnation  and  Preparation,  1.  By  distilUog  caprjlio  aloohol  with 
acetic  acid.  —  2.  When  hydrochloric  acid  gas  is  passed  into  a  solution 
of  caprylic  alcohol  iu  acetic  acid,  acetate  of  capryl  is  formed  and  may 
be  separated  by  water.  —  3.  A  solution  of  caprylic  alcohol  in  salphurio 
acid  is  distilled  with  acetate  of  soda  (the  liquid  while  hot  assuming  a 
transient  violet  colour);  the  distillate  is  rectified  after  being  well  washed 
and  dried;  and  the  liquid  which  passes  over  at  the  boiling  point  of  the 
ether  is  collected  separately.  —  4.  An  alcoholic  solution  of  iodide  of 
capryl  is  boiled  with  crystallised  acetate  of  silver;  the  iodide  of  silver 
is  filtered  off;  and  the  alcohol  evaporated  from  the  filtrate  on  a  water- 
bath;  or  the  ether  which  has  formed  is  separated  by  water.  On  heating 
iodide  of  capryl  with  dry  acetate  of  siher,  the  liquid  tamed  red  and  a  qoantity  of 
acetic  acid  was  set  free. 

Liquid  having  a  pleasant  fruity  odour.  Boils  at  193^.  Lighter 
than  water. 

Bonis. 

20  C  120    ....    69-76    69-41 

20  H  20    ....    11-62    11-86 

4  O 32    ....     18-62    18-73 

C»H*»0<  172    ....  100-00     lOO'OO 

Acetate  of  capryl  bums  with  a  bright  flame.  It  is  dissolved  by  sul- 
phuric acid,  and  is  precipitated  from  the  solution  by  water;  if  the  sulphuric 
acid  is  concentrated,  formation  of  sulphurous  acid  and  caprylene  takes 
place,  and  water  separates  from  the  solution  a  red  oil. 

When  boiled  with  potash,  acetate  of  capryl  is  resolved  into  acetate 
of  potash  and  caprylic  alcohoL 

Insoluble  in  water.    Soluble  in  alcohol. 


Caprylone. 

CaoH»o»  =  C»H»*0*,C"H". 

G.  GucKELBBRGBR.    Ann.  Pharm.  69,  201. 

Preparation,  1  pt.  of  capiylate  of  barjrta  is  mixed  with  2  pts.  of 
hydrate  of  lime  in  a  warmed  retort  and  the  mixture  is  heated  rapidly 
over  a  naked  charcoal  fire  to  dull  redness,  so  that  if  half  an  ounce  of  the 
salt  is  employed,  the  operation  is  over  in  20  or  30  minutes.  Dense  white 
vapours  are  then  evolved,  which  condense  in  the  receiver,  snrrounded  by 


CzVPRYLATK  OF  ETHYL.  201 

cold  water,  into  a  yellow  oil,  Boon  solidifying  into  a  bnttery  m&sa.  This 
snbstanoe  is  pre88e<l  between  paper,  which  absorbs  a  dark  yellow  oil,  and  a 
white  mass  is  ultimately  left,  which  is  washed  with  cold  alcohol  and 
crystallised  from  boiling  alcohol. 

JHroperties,  White  mass  resembling  Chinese-wax;  crystallises  from 
its  solutions  in  needles  having  a  silky  lustre.  It  is  tasteless  and  has  a 
slight  odour  of  wax.  Melts  at  40^,  and  when  melted,  solidifies  at  38^ 
into  a  crystalline  mass.  Lighter  than  water,  but  sinks  in  alcohol  of 
sp.  gr.  0*89.     Boils  at  ITS'*,  and  distils  without  alteration. 


30  H  

180 

30 

....     79-64    . 
....     13-27 
....      7-09 

Guckelberger. 
13*32 

2  O  

16 

7*50 

.      C»H»0« 

226 

....  100-00    . 

100*00 

Decompositions.  Gaprylone  is  not  acted  upon  by  cold  nitf^ie  addj  not 
even  by  the  fuming  acid.  But  at  the  melting  point  of  caprylone,  nitric 
acid  of  sp.  gr.  1*4  acts  violently  upon  it;  and  evolves  vapours  which, 
when  passed  through  water,  impart  to  it  an  ethereal  odour.  A  dark 
yellow  oil  remains,  which  is  freed  from  the  acid  by  water.  The  oil  is 
heavier  than  water,  has  a  bumiog  aromatic  taste,  and  is  nearly  insoluble 
in  water,  but  dissolves  readily  in  aqueous  alkalis.  Its  ammoniacal  solu- 
tion forms  with  silver-salts,  and  also  with  lead-salts,  precipitates  of  the 
colour  of  yolk  of  egg.  The  silver-salt  decomposes  very  rapidly,  even 
in  vacuo;  it  explodes  at  a  gentle  heat;  hence  the  yellow  oil  is  probably 
nitrocaprylic  acid. 

Caprylone  is  not  acted  upon  by  potash. 

It  does  not  reduce  an  ammoniacal  solution  of  8Uvei\ 

Insoluble  in  ioaUr, 

Caprylone  dissolves  abundantly  in  cUcoItol  of  80  per  cent.,  and  still 
more  when  the  alcohol  is  hot,  Bo  that  the  solution  becomes  pasty  on 
cooling. 

Caprylone  dissolves  so  abundantly  in  hot  wood-spirit  that  the  solution 
becomes  pasty  on  cooling. 

Dissolves  readily  in  ether,  and  in  oils  both  volatUe  sm^faJLty, 


Caprylate  of  Ethyl. 
c*H»o*  =  c*H»o,e«H«0«. 

Fbhltng.    Ann.  Pharm.  SZ,  403. 

CapryUaures  AethyUnxyd,  Capryhmetter. 

To  a  solution  of  2  pts.  of  caprylic  acid  in  2  pts.  of  absolute  alcohol, 
1  pt.  of  sulphuric  acid  is  added.  The  mixture  immediately  becomes 
turbid,  and  the  ether  separates  from  it  in  a  few  seconds.  The  product 
is  freed  from  the  acid  by  washing  with  water,  and  then  dried  over 
chloride  of  calcium. 
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Caprylnte  of  ethyl  b  a  colourless,  limpid  liquid.  It  has  a  pleasaat 
odour  of  pine  apples.  Sp.  gr.  =  08738  at  15°.  Boils  at  214''.  Yapour- 
density  =  6a00^ 

Fehling. 

20  C  120    ....    69-76    69-89 

20  H 20    ....     11-62     11-85 

4  O 32     ....     18-62    18-26 

C»H»0*    172    ....  100-00    100-00 

Vol.  Density. 

C-vapovr 20    8-3200 

H*ffU    20    1-3860 

0.gi8    2    2-2186 

Caprjlate  of  ethyl  vapour    2    11-9246 

1    5*9623 

Nearly  insoluble  in  water,  readily  soluble  in  alcobol  and  in  etber* 


Amyl-oaprylie  Ether. 

Wills.     C^em.  Soc  Qu.  J.  6,  dl6j  ilT.  Ann.  Chim,  Phy^^  41, 103. 

AmyUoetylic  ether t  OctyltUe  o/amylf  Amylate  qfoetyl,  MyU'CapryUUker, 

Formed  by  the  action  of  caprylate  of  sodium  upon  iodide  of  amyl, 
and  obtained  with  difBculty,  by  submitting  the  product  to  fractional 
distillation,  as  a  colourless,  mobile  liquid,  boiling  between  220^  and  221^ 
Sp.  gr.  =  0-608  at  20°.     Vapour-density  6-67. 

According  to  Wills,  the  tubetance  is  amyUcenantbylic  ether,  C^H^K)*,  which 
requires  77*4  C  and  14*0  H.  The  formula  C^H^O'  requires  78  C  and  14  H.  Analysis 
gave  77-0  C  and  13*8  H.  The  calculated  Tapour-density  of  amyUoenanthylic  ether  is 
6*45,  and  of  amyl-caprylic  ether  6*93. 


Gaprylic  Anhydride. 

Chiozza.    Ann,  Phaim.  85,  229. 

Anhydrous  eaprylie  acid,  Caprylie  eaprylate,  CapryUie  ofeapryL 

Oxychloride  of  phosphorus  acts  readily  upon  caprylate  of  baryta, 
forming  a  doughy  mass«  from  which  ether  free  from  alcohol  extracts 
caprylie  anhydride.  The  solution  treated  with  weak  potash  and  dried 
by  chloride  of  calcium,  leaves  the  anhydride  when  the  ether  is  evaporated 
on  the  water-bath.  Colourless,  mobile  oil,  which  when  exposed  to  a 
freezing  mixture,  solidifies  into  a  white  mass,  exhibiting  a  crystalline 
structure  under  the  magnifying  glass,  and  melting  at  a  few  degrees 
below  0^     Has  a  sidkly  odour,  like  that  of  carouba  beans;  when  heated 
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it  gives  off  an  aromatic  vapour,  wbich  strongly  irritates  the  throat. 

Unctuous  to  the  touch.     Lighter  than  water.     Boils  at  280^,  but  thQ 

temperature  rises  to  290°  towards  the  end  of  the  distillation,  while  the 

residue  becomes  coloured  and  stinking,  empyreumatic  products   pass 

over- 
It  becomes  acid  by  prolonged  exposure  to  moist  air,  forming  caprylip 

acid.     It  is  not  changed  by  boiling  water,  even  on  distillation. 

Heated  with  a  moderately  concentrated  solution  of  potash,  it  yields 

cap^late  of  potash. 

In  contact  with  anUine,  it  becomes  slightly  heated,  and  solidifies  in  a 

few  days  into  a  battery  mass  which  is  difficult  to  obtain  pure. 


Oxygenmudeus  C>«H"0*. 

Hydride  of  SuberyL  C"H»*0«. 

BoussiNOAULT.     J.  CMm,  mSd,  12,  230;  J,  pr,  Chem.  7,  211;  Ann. 

Fharm,  19,  308. 
TiLLEY.     Mem.  Ohem,  Sac,  1, 1;  Ann,  Phai^m,  89,  166;  PhU.  Mag.  J* 

18,  417. 

SubsronSt 

Formation  and  Preparation.  1 .  Formed,  together  with  hydrocarbons, 
by  the  action  of  lirae  upon  suberic  acid  at  a  moderate  heat.  (Boussin- 
gault.)  —  2.  When  suberic  acid  is  distilled  with  caustic  lime,  an  agree- 
ably smelling,  thick  brown  oil  passes  over;  and  on  rectifying  this  oil 
till  the  boiling  point  rises  to  178  ,  benzol  passes  over  first,  then  hydride 
of  suberyl,  and  a  black  pitchy  mass  remains  in  the  retort.     (Tilley.) 

Properties.  Colourless  liquid.  (Tilley.)  Bolls  at  186°  (Boussiugault^, 
at  176^  (Tilley.)  Does  not  solidify  at  —  12^  Smells  strongly  aromatic 
(Bonssingault);  agreeably.  (Tilley.)  Vapour  density  =  4*392.  (Bous- 
singault.) 


16  C  

14  H  

96  .... 

14  .... 

....  76-19 
....  11-11 

2  0  

16  .... 

....  12-70 

C>«H"0« 126    100-00 


Bounngtolt.  Tilley. 

14  C  84     ....     75-00    76-6    ....  7561 

12  H  12     ....     10«71     10-8     ....  1119 

2  O  16     ....     14-29     12-6     ....  1320 

•C"H«Oa  112     ....  100-00     100-0    ....  10000 

The  formula  C^'H^O*  does  not  explain  the  mode  of  formation  of  hydride  of 
Kaberyl ;  neither  does  the  formula  C^^H^'O^  explain  the  formation  of  the  accompanying 
prodnctSy  or  that  of  suberic  acid,  by  the  oxidation  of  hydride  of  suberyl  with  nitric 
acid.     (Gerhardt,  TYaiti  2,  732.) 
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Decompositums.  1.  Hydride  of  suberjl  is  readily  oxidised  to  suberic 
acid  by  nitric  acid.  (BoassingauU.)  lu  this  reaction,  another  acid, 
crystallising  in  fine  needles,  is  formed  as  weU.  (Tilley.)  —  2.  When 
chlorine  gas  is  passed  through  hydride  of  suberyl,  the  liquid  becomes 
heated,  forms  hydrochloric  acid,  blackens,  and  is  completely  decomposed 
if  not  cooled.  When  no  more  hydrochloric  acid  is  formed,  a  thick  oil 
of  fiharp,  unpleasant  odour  remains,  which  may  be  freed  from  excess  of 
chlorine  by  heating  with  carbonic  acid  gas.  This  oil  cannot  be  distilled 
without  decomposition,  but  blackens  and  decomposes  when  heated. 
When  the  chlorine-compound  is  dissolred  in  alcoholic  potash  and  the 
solution  diluted  with  water,  a  thick  ethereal  oil  is  precipitated,  heavier 
than  water,  brown  in  colour,  and  possessing  the  odour,  taste  and  other 
properties  of  bensoate  of  ethyl.    (Tilley.) 


Appendix* 

Cork-reEon. 

BoussTNOAVLT.    ItistUut,  ^meownSe^  No.  142;  abstr.  /.  pr.  Chein.  7,  213; 
J.  Chim.  Med.  1 2,  230. 

When  ether  is  poured  npon  cork,  it  assumes  a  pale-yellow  colour, 
and  the  solution  deposits  cork-resin  on  evaporation. 
Small  needles. 

Calculation  according  to  Boassingault.    Bousringanlt. 

32  C     192    ....     84-95     82*4 

26  H    26    ....     11-50    IM 

O     8     ....       3-55     6-5 

C»H»0  226    ....  100-00    1000 

Cork-resin  is  converted  by  nitric  acid  into  oxalic  acid  and  a  wa 
(named  cerin  by  Chevreul). 


Suberic  Acid. 

Bruonatblli.    Crell,  Ann.  1787, 1,  145. 

Bouillon  Laoranoe.     Ann.  Chim.  23,  42;  abstr.  Scher.  J.  6,  591; 

further:  J.  Pharm,  8,  107. 
Trommsdorf.  a.  Tr,  17,  2,  46. 
Chbvrbul.     Ann.  Chim.  62,  323;  also  N,  Oehl.  5,  379;  further  :  Ann. 

Chim.  96,  182;  also  Sckw.  16,  836. 
Brandfjs.    Schw.  32,  393;  33,  83;  36,  263;  further :  Ann.  Pharm.  9, 

295;  N.  Br.  Arch.  21,  319. 
BussY.    J.  Pharm.  8, 107;  19,  4?5, 
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BovssiNOAVLT.    J,  Chim,  Med.  12,  280;  J.  pr.  Chem.  7,  211;  Ann. 

Pharm.  19,  307. 
Harff.     N,  £r.  Arch,  5,  303. 
Lau&bnt.    Eev.  scienl.  10«  123;  J.  pr.  Chem,  21,  313;  Ann.  Chim.  Fhys. 

36,  157. 
Brohbis.    Ann.  Fharm.  S5,  89. 
TiLLEY.    Ann.  Fharm.  89,  166;  FhU.  Mag.  J.  18,  417;  Mem.  Chem. 

Soe.  1, 1. 
Sacc.    Ann.  Fharm.  51,  222. 
Oerhardt.     Compt.  chim.  1845, 178. 
Laurent  &  Oerhardt.    iV.  Ann.  (Mim.  Phys.  24, 1 84. 
WiRZ.     Ann.  Fharm.  104,  261. 

Korktdure. 

Formation.  By  tbe  action  of  nitric  acid  upon  cork,  paper  (Brugna- 
ielli,  A.  Gehl.  1,  340),  e1der>pith  (Link  [Chevrenl  opposes  him]),  the 
bark  of  trees,  and  linen  rags  (Berzelios,  Lehrbuch,  3  Aufl.  8,  47).  Also 
in  the  oxidation  of  oleic  acid  (Lanrent),  stearic  acid  (Bromeis),  castor- 
oil  (Tilley)  and  linseed-oil  (Sacc)  by  nitric  acid.  —  By  treating  hydride 
of  su beryl  with  nitric  add. 

Preparation.    1.  Rasped  cork  is  distilled  with  6  pts.  of  nitric  acid 

of  30°  B.  till  only  a  small  residue  is  left;  this  is  placed  in  a  porcelain 

dish  and,  while   constantly  stirred,  evaporated  to   the  consistence   of 

honey.     The  mass  is  treated  with  boiling  water  which  extracts  suberic 

acid,  rendered  impure  by  artificial  bitter,  and  leaves  woody  fibre  together 

with  wax.     On  evaporating  and  cooling  the  solution,  the  suberic  acid 

separates  and  may  be  purified,  either  by  repeated  solution  in  hot  water 

and  cooling,  or  by  boiling  with  powdered  charcoal,  or  by  combination 

with  lime  and  precipitation  by  hydrochloric  acid.     Berzelins  (Lehrbuch, 

3rd  Ed.  8,  48)  recommends  sublimation.  (According  to  Brandes,  9*6  pts.  of 
cork  yield  1  pt.  of  raberic  acid ;  accordiDg  to  Chevreul,  12  pti.  of  cork  are  required  to 
yield  that  amonnt.) 

2.  The  suberic  acid  obtained  according  to  x,  434,  is  a  mixture  of 
that  acid  with  an  oil  which  is  soluble  in  nitric  acid,  and  with  azelaio 
acid,  which  is  soluble  in  water.  The  product  is  dissolved  in  hot  water, 
whereby  the  oil  is  separated  in  drops,  ami  the  whole  is  allowed  to  stund 
at  a  temperature  between  50°  and  60°  until  all  the  oil,  except  a  small 
portion  which  floats  on  the  liauid,  has  settled  to  the  bottom  of  the  vessel. 
The  solution  is  then  decanted  from  the  oil  and  left  to  cool,  whereupon 
the  saberio  acid  crystallises :  it  is  collected  on  a  filter,  washed  with 
cold  water^  and  dried.  In  order  tp  extract  the  azelaio  acid,  the  powdered 
acid  is  placed  in  a  flask  and  treated  with  2  or  3  times  its  volume  of 
ether,  which  dissolves  all  the  azelaic  acid  and  a  large  Quantity  of  suberic 
acid  besides.  The  residual  suberic  acid  is  boiled  witn  pure  nitric  acid 
for  two  or  three  hours,  allowed  to  crystallise  by  cooling,  washed,  and 
then  obtained  pure  by  solution  in  broiling  water  and  crystallisation* 
(Laurent) 

3.  Stearic  acid  is  heated  with  nitric  acid,  which  is  renewed  until 
all  the  stearic  acid  has  disappeared  and  a  clear  solution  is  formed. 
This  solution  evaporated  down  to  half  its  volume,  solidifies  in  24  hours 
to  an  almost  solid  mass,  which  is  washed  on  a  funnel  with  cold  water  (in 
order  to  remove  the  mother-liquor  which  contains  succinic  acid)  then 
thrice  recrystallised  from  hot  water^  pressed  and  dried.     (Bromeis.) 
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4.  Oleic  acid  iM  digested  with  nitric  alsid^  renewed  until  no  mor6 
action  is  perceptible.  On  cooling  below  0^  the  solution  solidifies  in  12 
hours  into  a  yellowish-white,  soft  mass^*  eonsisting  almost  entirely  of 
suberic  acid.  The  product  is  collected  on  a  funnel,  half  closed  With  a 
piece  of  glass  rod,  and  the  mother-liquor  containing  pimelic^  adipic^  and 
lipio  acids,  together  with  an  oil  soluble  in  nitric  acid,  runs  awaj,  and 
leares  the  suberic  acid.  This  is  washed  with  cold  water,  reorystallised 
four,  five,  six  times  from  boiling  water,  then  pressed  and  dried. 
(Bromeis.) 

5.  Wnen  1  pt.  of  castor-oil  is  heated  with  2  pts.  of  nitric  acid  diluted 
with  its  own  bulk  of  water^  and  the  boiling  liquid  is  poured  off  from  the 
solid  residue,  the  solution  on  cooling  deposits  suberic  acid,  which  is  puri* 
fied  by  boiling  with  nitric  acid  and  repeated  crystallisation.  (Tilley.) 
If  the  dilute  nitric  acid  is  allowed  to  act  rapidly  upon  the  oil,  a  quantity 
of  cenanthylic  acid  passes  over,  and  suberic  acid  remains  in  the  residue; 
if,  however,  the  whole  is  slowly  heated,  a  quantity  of  prnseic  acid 
is  formed  together  with  a  nitro-acid  (C^^X'H^^O^.  (Bonis,  N,  Ann.  Ckim» 
Fhys,  44,  02.) 

0.  One  pt.  of  linseed-oil  is  heated  with  2  pts.  of  commercial  nitric  acid 
diluted  with  4  pts.  of  water,  whereupon  the  oil  first  turns  red  and  is 
then  converted  into  a  yellow  resin;  the  liquid  is  decanted  and  the  resin 
again  treated  with  concentrated  nitric  acid,  which  is  poured  off  after  4  or 
5  hours  and  renewed.  By  a  more  prolonged  action  of  nitric  aoid^  the 
suberic  aoid  is  converted  into  an  oil  smelling  of  butyric  acid.  The 
product  is  crystallised  3  or  4  times  from  water,  in  order  to  remove  the 
nitric  acid,  then  dried  between  blotting  paper,  melted  at  a  gentle  heat, 
and  distilled  as  rapidly  as  possible,  a  slight  residue  of  charcoal  then 
remaining.  The  distillate,  which  is  rendered  impure  by  a  black  resin,  on 
which  account  it  smells  of  acetone,  is  dissolved  in  boiling  water;  and 
the  solution  is  pnrified  with  animid  charcoal  which  has  been  washed 
with  nitric  acid,  and  filtered  :  pure  suberic  acid  then  crystallises  out 
on  cooling.     (Sacc.) 

7.  The  fatty  acids  of  cocoa-nut-oil,  of  comparatively  high  atomic 
weight,  which  result  from  the  decomposition  of  the  soda-soap  with 
sulphuric  acid,  and  remain  in  the  residue  after  the  volatile  acids  have 
been  distilled  off,  are  boiled  in  a  capacious  retort  with  3  pts.  of  com- 
mercial nitric  acid.  At  first  the  whole  boils  quietly,  giving  off  red  and 
peculiarly  smelling  yapours,  which  violently  attack  the  organs  of  respira- 
tion; but  after  the  boiling  has  been  eontinued  for  14  days  with  fresh 
additions  of  nitric  acid,  a  violent  reaction  sets  in,  abundant  vapours  are 
evolved  (which  may  partly  project  the  mass  into  the  receiver)  while  the 
fatty  acids,  which  at  first  solidified  into  a  cake  upon  the  nitric  aoid, 
partly  settle  to  the  bottom  in  the  form  of  a  thick  viscid  oil.  The  boiling 
18  continued  till  the  thick  oil,  which  at  first  increased,  is  wholly  con- 
yerted  into  a  white  crystalline  paste  (for  which  about  two  months  are 
requisite),  and  upon  which  nitric  acid  has  but  little  action  :  the  nitric 
acid  is  then  distilled  off  as  completely  as  possible,  and  the  contents  of  the 
retort  are  dissolved  in  water.  A  yellow  solution  is  thus  produced  which 
is  rendered  turbid  by  minute  globules  of  oil,  but  on  standing  in  a  warm 
place  deposits  the  oil  and  becomes  clear.  The  solution  is  next  poured  off 
from  the  oil  and  evaporated  on  a  water-bath  until  most  of  the  nitric  acid 
has  been  driven  ofi,  and  the  residue  solidifies  on  cooling;  the  noASS  is 
redissolved  in  water;  and  the  solution  again  evaporated  as  long  as  nitrio 
acid  goes  off.    The  pasty  crystalline  mass  is  dissolved  in  2  measures  of  hot 


SUBBAIC  AGID.  S07 

• 
water;  the  white  grtAtkU  whioh  ffftm  in  the  oourse  of  12  hours  are  eepa^ 
rated  from  the  mother-liquor  (in  which  pimelic,  adipio,  lipic,  and  saccinio 
acids  remain),  and  the  liqnid  is  further  evaporated  as  long  as  detached 
grains,  eonsisting  of  snberio  acid,  lepargjlio  acid^  and  a  third  acid  con- 
tinue to  Grjrstallise  out^  and  until  crystalline  ornsts^  different  from  the 
€frainS|  begin  to  form.  The  crude  snberio  acid  thus  obtained  is  washed 
with  oold  water,  repeatedly  reorystallisod,  and  lastly  crystallised  from 
gently  wanned  alcohol  until  the  mineral  matter  is  removed;  the  reorys-' 
tallisation  is  then  continued,  and  the  portions  containing  lepargylic  acid 
whioh  first  crystallise  outj  are  separated  from  the  mother-liquor,  whicb 
on  farther  evaporation  yields  pure  suberic  acid. 

Properties.  Suberic  acid  separates  from  its  aqueous  solution  on  cool- 
ing partly  as  a  white,  opaque,  granular  powder,  partly  in  confusedly  crys- 
talline cakes  (Chevreul);  in  small  needles  which  unite  into  masses  like 
cauliflower-heads.  (Sacc.)  Melts  at  120°  (Bromeis),  between  123'' and 
124°  (Brandos),  at  124°  (Bussy);  when  introduced  into  capillary  tubes  it 
melts  partially  at  120°,  and  completely  at  128°  (Wirs);  after  drying 
at  100°,  it  melts  without  loss  of  weight.  Solidifies  in  a  fibrous  mass 
(Chevreul),  crystalline  (Boussingault),  radiated  (Wirz);  in  a  masi^ 
formed  of  beautiful,  transparent,  long  (acuminated,  according  to  Bromeis), 
crystalline  needles.  (Laurent.)  (If  the  liquid  portion  be  ponred  off,  before  the 
Bian  has  completely  solidified,  a  hollow  space  is  found  in  the  interior  coTered  with  brilliant 
needles.)  (Bossy.)  Volatilises  in  the  air  (above  124°  according  to  Buss^) 
without  residue,  in  white,  suffocating  vapours  which  smell  of  stearm 
(Bouillon,  Chevreul);  sublimes  in  closed  vessels  in  needles  half  an  inch 
long,  and  leaves  only  a  trace  of  charcoal.  (Chevreul.)  Distils  like  the  fatty 
acids  when  heated  in  a  retort.  (Bnssy.)  Condenses,  when  rolstilised,  in  the 
upper  part  of  the  retort  as  an  oil,  whioh  solidifies  in  an  acicular  mass  on 
cooling.  (Laurent.)  Reddens  litmus.  Tastes  slightly  acid.  Inodorons* 
Permanent  in  the  air< 

BouiUon.        ^  Brandes. 

Lagrange*  ' 

16  C    W    ....     55-17     58-33    ....    55'79    ....    65-41 

14  H  14    ....      8-04    7-67     ....      7*98    ....      8-36 

8  O    64     ....     36-79     3400    ....     3623     ....     36-23 

C"H"08 174     ....  10000    100-00    ....  100-00     ....  10000 

Bovssingaalt.  Lsurent.  ^  Bromeis.  ^  j^^^  y^^ 

16  C  65-1     ....     55-77     ....     56-72     ....     55-09    ....     55'97     ....     54-50 

14  H  80    ....      8-19    ....      8'45     ....       7*94     ....      815     ....      8-06 

8  O  36-9     ....     36-04     ....     34-83     ....     3697     ....     35-88     ....     3744 

CWflMO*    100-0    ...•  10000    ....  10000    ....  10000    ....  10000    ....  10000 

Bossy's  and  Brandes'  suberic  sold  were  obtained  from  cork ;  Laurent's  afl^  Bromeis* 
(a)  from  oleic  acid  and  stearic  acid  (d);  Tilley's  from  castor  oil.  Boussingault  analysed 
the  acid  obtained  by  the  oxidation  of  hydride  of  suberyl.  —  Compare  also  Brandes,  .^IM. 
Pharm,  9,  295. 

Suberic  acid  heated  with  ojude  of  lead  gives  off  10*98  per  cent,  of  water  (Bussy)  ; 
10-73  per  cent..    (Bromeis.) 

DtcamporitwM.     1.  Boberio  aeid    heated  in  glass   flasks   evolvea 
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vapours  which  violently  attack  ike  organs  of  respiration,  and  condense 
into  drops  which  become  solid  and  crystalline.  A  carbonaceous  residue 
is  left.     (Bromeis.)     (See  alao  page  206.) 

2.  Decomposed  by  prolonged  boiling  with  nUt^  acid  (Laurent), 
forming  a  volatile  oil  smelling  of  butyric  acid.  (Saoc.)  Suberic  acid  is 
not  altered  by  boiling  for  8  hours  with  nitric  acid,  but  retains  the  same 
eomposition;  the  remaining  nitric  acid  yields  a  little  more  suberic  acid  on 
evaporation.    (Bromeis.) 

3.  Distilled  with  4  pts.  of  hinoxide  of  manganese,  1  pt.  of  stdphwic 
add,  and  1  pt.  of  water,  it  yields  an  acid  distillate  containing  formic  acid, 
and  when  more  strongly  heated,  a  small  quantity  of  a  light  yeUow  oil 
which  solidifies  on  cooling.    (Brandos.) 

4.  Destroyed  by  fuming  sulphuric  acid,  with  black^ing  and  evolu- 
tion of  sulphurous  acid  gas.     (Brandes.) 

5.  Heated  with  excess  of  hydrate  of  lime,  it  yields  hydrocarbons  and 
hydride  of  suberyl.  (Boussingault)  When  suberic  acid  is  distilled  with 
quick  lime,  a  thick  brown  oil  passes  over  containing  Boussingault's 
hydride  of  suberyl  and  perhaps  also  benzol.     (Tilley.) 

6.  Fused  with  aniline,  it  yields  suberanilide  and  suberanilic  acid. 
(Laurent  &  Gerhardt) 

Combinations,  A.  With  Water.  —  The  acid  dissolves  in  120  pts.  of 
cold  water  (Bouillon),  80  pts.  (Chevreul),  50  pt&  (Fouroroy);  in  100  pts. 
of  water  at  9^  in  86  pts.  at  12""  (Brandes),  in  93*6  pts.  at  18''  (100  pts. 
of  water  dissolve  1*014  pts.  of  the  acid)  (Wirz);  in  38  pts.  of  water  at  60^ 
(Chevreul),  in  5  pts.  of  water  at  84°  (Brandes),  and  in  2  pts.  of  boiling 
water  (Bouillon),  1*87  pts.  ^Brandes),  separating  from  the  last  solution 
on  cooling  so  that  the  whole  solidifies.  100  pts.  of  the  hot  saturated 
solution  cooled  to  18°  still  contain  2*32  pts.  of  suberic  acid  in  solution. 
(Wirz.) 

B.  Suberic  acid  dissolves  without  decomposition  in  warm  nitric  aoid. 
(Chevreul.) 

C.  With  Bases,  —  The  suberates  when  heated  give  off  iheir  acid 
partly  decomposed,  partly  nndecomposed  j  the  suberic  acid  is  preci- 
pitated as  a  white  powder  from  their  solutions  on  addition  of  a  stronger 
acid. 

SuheraJte  of  Ammonia,  —  Crystallises  when  its  solution  is  slowly 
evaporated,  in  slender,  white,  four-sided  needles,  of  silky  lustre,  united  in 
tufts.  The  salt  has  a  pungent  saline  taste  (Brandes);  it  volatilises  when 
heated,  and  is  readily  soluble  in  water.  (Bouillon.)  Yields  suberamic 
acid  when  submitted  to  dry  distillation.    (Gerhardt.) 

.  Suberaie  of  Potash.  — •  Four-sided  prisms  (Bouillon);  confused  crystal- 
line mass,  resembling  cauliflower-heads;  has  a  neutral  reaction  and  saline 
taste.  (Brandes.)  Melts  when  heated,  the  acid  volatilising.  Dissolves 
with  dimculty  in  water  (Bouillon);  dissolves  readily  and  becomes  moist 
on  exposure  to  the  air.    (Brandes.) 

Suberate  of  Soda  is  obtained  as  a  solid,  dense  white  mass,  when  the 
acid  is  saturated  with  carbonate  of  soda,  and  the  solution  evaporated  to 
dryness.  (Bromeis.)  White,  transparent,  rectangular  prisms  and  needles. 
Neutral.    The  salt  has  a  bitter  saline  taste.    Dissolves  in  1  pt  of  cold 
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End  in  a  Bmaller  quantity  of  liot  water;  beoomes  father  moist  by  exposure 
to  the  air.    (Brandes.)    Dissolves  in  alcohol.     (Bouillon.) 

Brandei.        Bromeii. 

2NaO 62    ....     28-44     24-26    ....     28-39 

CWH»0«   156    ....     71-56     75-74     ....     71-61 


C>«N»mMO»    ....  218     ....  100-00    100-00    ....  100-00 

Siiherate  of  Baryta,  —  Suberic  acid  does  not  cause  turbidity  in  baryta 
water  (Chevrenl)^  but  on  evaporation^  the  salt  separates  as  a  white  powder 
and  in  uncrystallised  films.  Fusible  when  heated.  (Bouillon.)  Suberate  of 
ammonia  does  npt  precipitate  chloride  of  barium  until  alcohol  is  added 
(Bromeis);  the  precipitate  is  at  first  almost  transparent.  (Laurent.)  The 
salt  is  almost  tasteless.  It  dissolves  in  59  pts.  of  cold,  and  in  10-5  pts. 
of  boiling  water.    (Brandes.) 

Brandes. 

2  BaO  153-2  ....    49-54    43-58 

Ci«H»20«   156      ....     50-46     56-42     . 


C>«Ba«H»0« 309-2  ....  10000    10000 

Suberate  of  Strontia.  —  Suberic  acid  does  not  precipitate  strontia 
water.  (Chevreul.)  On  evaporation,  the  salt  is  obtained  in  slightly 
transparent  films,  which  give  off  water  in  the  air  and  become  opaque, 
melt  when  heated,  and  dissolve  in  21  pts.  of  water  at  20°,  in  12-7  pts. 
at  30^  in  18-3  pts.  at  50""  and  In  12-8  pts.  of  boiling  water.  (Brandes.) 
Suberate  of  ammonia  does  not  precipitate  chloride  of  strontium  until 
alcohol  is  added.  (Bromeis.)  The  precipitate  is  almost  transparent  at 
first.    (Laurent) 

Brandes. 

2  SrO  103-6  ....  39-90  34-52 

C«H»0«  156   ....  60-10  65-48 

CWSi*H>H)« 259-6  ....  100-00    100-00 

SuberaU  of  Lime  is  precipitated  when  the  aqueous  solution  of  the  salt 
is  evaporated,  or  when  concentrated  solutions  of  suberate  of  ammonia 
and  chioride  of  calcium  are  mixed  together  (Chevreul);  the  salt  is  not 
precipitated  until  alcohol  is  added.  (Bromeis.)  It  has  a  very  weak 
saline  taste.  When  heated  it  becomes  yellow,  then  slightly  fiuid,  and 
burns  with  intumescence.  Soluble  in  39  pts.  of  cold  and  in  9  pts.  of 
boiling  water.     (Brandes.) 


2  CaO  

DrM  at  100". 
....     56    ....    26-41     ... 

Brandes. 
, 22-67 

CWHMQ*    .... 

....  156    ....     73-59    ... 

77-33 

•        C»«Ca«HMO» .... 

212    ....  100-00    ... 

, 100-00 

SuheraJte  of  Ma^ena,'^W[iea  suberate  of  ammonia  is  mixed  with 
chloride  of  magnesium  and  alcohol  abided,  a  precipitate  is  formed,  which  is 
at  fiist  almost  transparent.  (Laurent.)  White  powder  and  uncrystalline 
films,  tasting  first  soapy  and  then  rather  bitter.     Swells  up  when  heated. 

VOL.    XIII.  ^ 
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Soluble  in  1  pt.  of  water  at  12^  and  in  a  smaller  quantity  of  hot  water. 

(Brandes,  Bouillon.) 

Brandes. 

2  MgO  40    ....    20-41     17-53 

C^H'Ky    156    ....     79-59    82'47 

Ci«Mg«H»08 196    ....  10000    100-00 

Sfiberate  qf  Alumina,  —  The  ammonia-Bait  precipitates  a  saturated 
solution  of  alum.  (Chevreul.)  Not  ciyetallisaole.  Tastes  astringent. 
(Bouillon.) 

Uranic  SvJberate.  —  Snberate  of  ammonia  forms  a  Wigbt  yellow  pre- 
cipitate with  uranic  sulphate.  The  precipitate  becomes  yellowish  white 
on  drying,  and  contains  /S8-32  p.  c.  oxide  and  41-68  p.  c.  of  acid;  blackens 
when  heated,  and  evolves  white  vapours  together  with  a  stinking  oil, 
'  leaving  a  greenish  grey  residue  of  partly  reduced  oxide.  Dissolves  in 
300  pts.  of  boiling  water.     (Brandes.) 

Manganous  Suheraic — Yellowish  white,  slightly  transparent  mass 
resembling  cauliflowers.  Has  a  sweetish  saline  taste  with  astringent 
after-taste.    Soluble  in  water.     (Brandes.) 

Suherate  qf  Zinc.  —  According  to  Bouillon,  zinc-salts  are  precipitated 
by  free  suberic  acid;  according  to  Chevreul  and  Bromeis,  only  by  suberate 
of  ammonia.  Soft,  white,  tasteless  powder,  which  when  heated  turns 
yellow,  melts,  and  leaves  a  'residue  of  oxide  of  zino  and  metallic  zino. 
(Brandes.) 

Stannous  Suberate,  —  Suberic  acid  produces  a  white  precipitate  with 
stannous  chloride.  (Chevreul.)  Suberate  of  ammonia  produces  with 
neutral  salts  of  tin,  a  white  precipitate  soluble  in  alcohoL  (Bro- 
meis.) 

Siiheraie  of  Lead, '—' a.  Neutral.  —  Aqueous  suberic  acid  precipitates 
acetate  and  nitrate  of  lead.  (Bouillon,  Chevreal,  Bromeis.)  The  salt 
produced  by  adding  tribasic  acetate  of  lead  to  aqueous  suberic  acid  as 
long  as  a  precipitate  is  produced,  contains,  after  being  washed  and  dried, 
58*48  per  cent,  of  oxide  to  41*52  per  cent.  acid.  (Bussy.)  A  solution 
of  acetate  of  lead  is  precipitated  by  suberate  of  ammonia  (Bouillon, 
Chevreul,  Bromeis),  by  suoerate  of  baryta  (Bouillon),  or  suberate  of 
potash.  (Brandes.)  Dense  white,  curdy  flakes,  which  dry  up  to  a  white 
slightly  sweet  powder.  When  heated,  it  melts,  swells  up,  bums,  and 
chars.  Nearly  insoluble  in  water.  (Brandes.)  The  salt  is  completely 
insoluble  in  water  and  in  alcohol,  even  when  warm.  (Bromeis.)  Dis- 
solves in  dilute  acetic  acid.    (Bouillon.) 

At  100^.  Brandes.      Bromeis. 

16  0    96      ....  25*29  25*80    ....    25-63 

12  H  12      ....  3-16  3-26    ....      3-28 

6  0   48      ....  12-64  ....     13-46 

2  PbO  223-6  ....  58-91  ....     5763 

C»«Pb«H»30»  ....  379-6  ....  100-00    ....  10000 

Brandee  found  in  a  former  analysis  52*89  per  cent,  of  oxide  of  letd,  Bouillon 
71'1U  per  cent. 
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5.  ^WSono.  •»  Obiaiaed  by  digeBtiog  a  for  a  long  time  with  baaie 
acetate  of  lead.    (Bromeie.) 

Bronslf* 

16  C     96     ....    U'6l     11-90 

12  H    12      ....      1-45    1-48 

6  0    48      ....      5-81     6-21 

6  PbO    670-8  ....     81-13     80-41 

C»Pb«H>H>8,4PbO 826*8  ....  10000    lOO'OO 

JSismnis  SfubtToU,  —  Suberic  acid  and  snberate  of  ammonia  produce  a 
white  precipitatcwitfa  ferrous  sulphate.  (Ghevreui.)  The  precipitate  melts 
when  heated,  and  is  decomposed  with  intumescence.  It  is  converted  into 
ferric  salt  by  exposure  to  the  air^  and  is  insoluble  in  water.     (Brandes.) 

Ferric  SubercUe, — Suberate  of  ammonia  produces  a  reddish  brown 
precipitate  with  ferric  hydrochlorate  (sulphate).  (Bromels.)  The  pre- 
cipitate becomes  brown  on  dryings  and  melts  and  swells  up  when  heated. 
Insoluble  in  water.     (Brandes.) 

Suberate  of  Cohali,  -*  Salts  of  col^alt  form  a  rose-coloured  precipitate 
with  snberate  of  ammonia.     (Chevreul.) 

Suberate  of  Copper,  — -  Suberic  acid  precipitates  sulphate,  but  not 
nitrate  of  copper.  (Bouillon.)  The  ampionia-salt,  but  not  the  free 
acid,  precipitates  copper-salts  pale-blue  (Chevreul),  pale-bluish  green 
(Brandes),  of  a  fine  blue-green.  (Bromeis.)  The  salt  melts  and  decom- 
poses when  heated.    It  dissolves  very  slightly  in  water.     (Brandes.) 

Brandes. 

2  CaO 79*6  ....    38-79     28-75 

C"H»H)«   166      ....     66-21     71-26 

C*«Cu»H"0«    ....  235-6  ....  10000    10000 

Mereurous  Suherate,  -—  Suberic  acid  produces  a  white  precipitate  with 
mercurous  nitrate.  (Bonillon,  Chevreul.)  ^*AqiieoiiB  euberie  aofd  distolves 
bat  a  smali  quantity  of  mereurouB  oxide.  (Harff.)  The  salt  is  prepared  by 
precipitating  mercurous  nitrate  with  suberate  of  potash.  —  White,  loosely 
coherent,  tasteless  powder.  Turns  grey  when  exposed  in  the  moist  state 
to  the  sun.  Contains  70*91  per  cent,  of  mercurous  oxide  (Ci*H>^,2HgK) 
requires  72*72  per  cent,  of  mercurous  oxide).      A  small  portion  sublimes  unde- 

composed  when  heated,  and  leaves  a  residue  of  charcoal.  "With  ammonia 
the  salt  forms  a  black  double  salt ;  with  potash  it  yields  mercurous  oxide.  Cold  nitric 
acid  dissolves  the  salt  slowly,  hot  nitric  add  quioUy.  By  boiling  with  water  or  alcohol 
it  is  resolved  into  mercury  and  the  mercuric  salt.  Insoluble  in  water.  Soluble  in  2500 
pts.  of  ether.     (Harff.)  . 

Mercuric  Suberate,  —  Suberic  acid  does  not  dissolve  meroarie  oxide.  -^  The 
salt  is  obtained  by  precipitating  mercuric  nitrate  with  suberate  of  potash. 
—  White,  tasteless  powder,  which  coheres  on  drying.  Contains  56*75 
per  cent,  of  oxide  (C»«H>2(y,2HgO  requires  58-06  per  cent,  of  oxide).  The  salt  is 
destroyed  by  ignition  and  leaves  a  residue  of  charcoal.  With  ammonia 
it  forms  a  white  double  salt;  with  potash,  it  ^^ields  ^llow  mercurous 
oxide.     Dissolves  in  hydrochloric  acid  and  in  nitric  acid.     Requires  for 
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solutioD  more  tban  2000  pts  of  cold  water;  boiling  water  dissolves  it 
more  readily.  Nearly  insoluble  in  alcohol^  soluble  in  1200'pt8.  of  etber* 
(Harff.)      • 

Soiic  Ammonio-mercuraua  Stdferate."^  The  mercnrous  salt  is  sns- 
pended  in  water  and  treated  with  ammonia.  Black,  ligbt,  tasteless 
powder,  containing  8575  p.  c.  of  mercnrons  oxide.  Evolyes  ammonia 
when  treated  with  potash.  Hot  sulphnric  acid  destroys  the  suberic  acid 
and  forms  a  white  powder.  Dissolves  in  concentrated  acetic  acid  and 
leaves  metallic  globules.  Insoluble  in  water,  alcohol^  and  ether. 
(Harff.) 

Basic  Ammonio-mereuric  Suheraie.  —  Prepared  like  the  mercnrous 
compound.  White,  tasteless  powder,  which  becomes  yellow  in  the  sun. 
Contains  75*49  p.  o.  of  oxide.  Leaves  charcoal  when  ignited;  Cold 
sulphuric  acid  has  no  marked  •  action  upon  the  salt;  hot  sulphnric  acid 
chars  the  suberic  acid  and  leaves  a  white  powder.  Soluble  in  hydro- 
chloric acid;  partially  in  nitric  acid,  leaying  a  white  powder.  Insoluble 
in  water,  alcohol,  and  ether.     (Harff.) 

Svherate  of  Silver. — Suberic  acid  produces  a  white  precipitate  with 
nitrate  of  silver.  (Bouillon,  Chevrenl.)  Suberate  of  ammonia  (and  of 
potash)  forms  a  white  precipitate jvith  nitrate  of  silver.  (Brandes, 
Bromeis.)  Pulverulent.  (Brandos,  Wirz.)  Becomes  violet  on  exposure 
to  light  (Bnssy),  especially  in  the  moist  state.  When  heated  it  melts, 
turns  yellow,  and  then  black,  throws  out  suffocating  vapours,  and  leaves 
metallic  silyen    Nearly  insoluble  in  water.     (Brandos.) 


Dried  ai  100*. 

2  AgO 232  .... 

16  0  96  .... 

12  H 12  .... 

6  O  48  .... 


Bromeis. 

Wi«, 

{Average,) 

59-79    ., 

58-02 

24-74    .• 

26*56    .... 

25-2 

3-09    .. 

3-49    .... 

3-3 

12-38    .. 

11-93 

CMAs8H"0« 388    ....  100-00    100*00 

Bany  found  55-58  p.  o.  kg.  Win,  55*51  p.  c.  (calculated,  55*67  p.  c). 

Suberic  acid  dissolves  in  cUcokol,  especially  in  warm  alcohol,  in  ether, 
and  in  oils  both  volatile  BXid  fatty.  The  alcoholic  solution  is  partly  pre- 
cipitated by  water.    (Chevreul.) 


Suberate  of  Methyl. 

C»H»0«  =  2C»H»0,C"H»0^ 

Laurbnt.    Ann.  Chim.  Phys.  66, 162. 

SuhSraie  de  Metkylhte,  Kwrkformeeter* 

Prepared  in  the  ordinary  way  from  2  pts.  of  suberic  acid,  1  pt.  of 
sulphuric  acid,  and  4  pts.  of  wood-spirit.  The  product  is  purified  in  the 
same  manner  as  the  ethyl-compound. 
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Soberaie  of  meihjl  possesses  properties  similar  to  those  of  the  ethyl- 
eompound.    Sp.  gr.  =  1*014  at  18°. 

• 

20  C  120    .^.    59-41    ..^.«.    69-16 

18  H 18     ....       8-91     9-20 

8  0 64    ....    31-68    31-64 

C^HMQ'  202    ....  10000    ........  10000 

Forms  suberamide  with  ammonia. 


Snberate  of  Ethyl. 

C»*H»0*  =  2C*HH),C"H"0*, 

BoussiNaAULT.    J.  pr.  Ckem.  7,  211;  Ann.  Pkarm.  10«  807. 
Laurbnt.    Ann.  Chim,  Fhy$.  66,  160. 
Bbombis.    Ann.  Fharm,  35, 101.  . 

Suberic  eiher,  8ub&ate  d'Sikirbne,  Kcrknaphta,  Korkometier. 

Preparation.  4  pts.  of  alcohol  are  heated  with  I  pt.  of  hydrochloric 
acid  and  2  pts.  of  suberic  acid.  (B^Missingault.)  —  2.  Two  pts.  of  suberic 
acid  are  boiled  with  1  pt.  of  sulphuric  acid  aud  4  pts.  of  alcohol,  and  the 
ether,  which  remains  in  the  retort,  is  washed  first  with  water,  then  with 
aqueous  potash,  dried  over  chloride  of  calcium,  and  distilled.  (Laurent.) 
—  d.  Alcoholic  snberio  acid '  is  saturated  with  hydrochloric  acid  gas, 
whereupon  the  ether  separates  out;  it  is  then  shaken  up  with  water  and 
dried  over  chloride  of  calcium.     (Bromeis.) 

Properties.  Thin,  limpid  liquid  (Laurent);  oily  liquid.  (Bous- 
singault.^  Has  a  very  faint  odour  (Laurent,  Boussingault);  an  agreeable 
odour  of  apples.  (Bromeia)  Has  a  repulsive  taste  (Boussingault),  like 
that  of  rancid  hazel- nut-oil.  (Laurent)  Boils  without  decomposition  at 
230''  (Boussin^ult),  at  about  260^  (Laurent.)  Slightly  heavier  than 
water.    (Boussingault.)    Sp.  gr.  ^  1 '003  at  15".     (Laurent) 


24  C     

....    62-60    . 
....      9-57    . 
....    27-83    . 

Boussingault.  Laurent.       Bromeia. 
62-7     ....    63-05     ....    62-60 

22  H    

22 

9-6    ....      977     ...      9-77 

8  O     

.:.;.  M 

27-7    ....    27-18    ....    27-63 

(?*H»0»  ..... 

. 230 

....  10000    . 

lOO'O    ....  100-00     ....  100-00 

1 .  Snberate  of  ethyl  does  not  appear  to  be  decomposed  by  cold  nitric 
acid;  hot  nitric  acid  decomposes  it  readily,  snberic  acid  crystallising  out 
on  cooling.  —  2.  Cold  sulphuric  acid  dissolves  the  ether;  on  heating  the  * 
solution,  decomposition  takes  place,  since  water  no  lonorer  precipitates  the 
ether,  and  snboric  acid  crystallises  out  on  coolini^.  — 3.  Aqueous  potaA 
scarcely  attacks  the  ether,  but  it  is  rapidly  cboomposed  by  alcoholic 
potash;  and  on  adding  an  acid  to  the  solution,  nothing  but  saberio 
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acid  is  precipitated.  —  4.  When  treated  with  dUortM,  it  forms  ohloro- 
suberate  of  ethyl.  —  5.  Alooholic  ammonia  converts  it  into  suberamide. 
(Laarent.) 

Suberate  of  ethyl  dissolves  in  every  proportion  in  cUeohol  and  in  ether, 
(Laurent.) 


Chlorosuberate  of  Ethyl. 

Laurent.    Ann,  (Mm.  Phy8,66y  161. 

When  a  stream  of  chlorine  is  passed  through  cold  suberate  of  ethyl,  it 
acts  very  slowly  upon  the  ether,  and  after  1 2  hours  scarcely  one-fourth 
of  an  atom  of  hydrogen  is  replaced.  If,  however,  the  treatment  is  con- 
tinued and  the  ether  heated,  chlorosuberate  of  ethyl  is  formed.  This  is 
probably  not  the  ultimate  product  of  the  action  of  chlorine. 

Laurent* 

24  C  144      ....     48-18     48-3 

20  H  20      ....      6-78     7*2 

2  CI 70*8  ....     23-68 


8  O  64      ....     21 


•68  "I 
•41/ 


44-5 


<?*C1«H»08  298-8  ....  100«00    100*00 


Oxygen-nudeuB  C"H"0*. 

Aloisol. 

E.  RoBiQUBT.    N.  J.  Fharm,  10,  241;  J,  pr.  Ohem.  39,  180;  abstr. 
iT.  Ann.  Chim.  Fhys.  20,  487. 

FormcAion,    By  distilling  aloes  with  lime. 

Preparation.  A  finely  powdered  mixture  of  100  grammes  of  aloes 
and  50  grammes  of  lime  (if  larger  quantities  are  used,  secondary  products 
of  decomposition  may  be  formed)  is  gently  heated  in  a  retort  until  white 
vapours  and  inflammable  gases  begin  to  be  evolved.  The  retort  is  then 
removed  from  the  fire,  and  the  reaction  continues  violently  by  itself ; 
white  vapours  and  a  large  quantity  of  inflammable  gases  are  evolved, 
and  yellovr  oily  drops,  consisting  of  almost  pure  aloisol,  condense  in  the 
cool  receiver.  More  aloisol  passes  over  after  the  evolution  of  gas  has 
ceased,  and  the  remainder  is  obtained  by  heating  more  strongly,  and 
ultimately  to  a  red  heat  (or  nntil  a  reddish  oil,  containing  but  little 
aloisol,  oistils).  As  only  a  small  quantity  of  aloisol  is  obtained,  the 
distillation  must  be  several  times  repeated  with  fresh  aloes.  The  various 
proilnots  are  mixed  together  in  a  stoppered  bottle  and  set  aside,  whereby 
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two  strata  are  formed,  the  upper  consisting  of  impure  and  yery  acid 
aloisol,  and  the  lower  of  acid  opalescent  water  (sometimes  a  few  drops  of 
a  greenish  yellow  fixed  oil  are  formed  beneath  the  two  strata.)     Tbe  Upper  stratum 

is  removed  with  a  pipette,  shaken  with  baryta-water  till  the  acid  reaction 
is  destroyed,  dried  for  several  days  o?er  chloride  of  calcium  in  a  sealed 
tuhe  (to  pretent  absorption  of  oxygen)  and  distilled  2  or  3  times  in  an  oil«> 
bath.  Only  that  portion  of  the  oil  which  passes  over  at  130^  is  col- 
lected and  preserved  in  a  sealed  tube.  100  pts.  of  aloes  yield  1  pt.  of 
aloisol. 

Pr&perties.  Colourless  or  pale  amber-yellow  oil.  6p.  gr.  s=  0*877  at 
15^,  Does  not  solidify  at  —  20"*.  Boils  at  1 80^  Has  a  strong  penetrating 
odour,  both  of  potato-oil  and  oil  of  bitter  almonds. 

Robiqnet. 

16  C ....: 96     ....     61-54     60-42  to  61-54 

12  H 12    ....      7*69    7-26,.     768 

6  0 48     ....     30-77     32-32  „  3078 

C"H«0«  156    ....  100-00    10000     10000 

DeeomposUians.  Aloisol  attracts  oxygen  from  the  air  with  avidity, 
even  when  poured  from  one  vessel  into  another,  turning  red  or  reddish 
brown  and  being  converted  into  aloisic  acid. 

2.  When  alcoholic  aloisol  is  heated,  with  ammonia  and  nitrate  of  silver , 
a  metallic  mirror  is  deposited  on  the  sides  of  the  vessel 

3.  When  2  or  3  grammes  of  aloisol  are  slowly  added  to  a  solution  of  1 0 
grammes  of  chromic  add  in  30  grammes  of  water,  and-the  whole  is  warmed, 
vapours  of  water  are  evolved  together  with  carbonic  acid  gas  and  a 
decided  odour  of  oil  of  bitter  almonds,  and  a  milky,  neutral,  strongly 
smelling  distillate  is  obtained.  When  shaken  with  ether,  the  distillate 
immediately  becomes  clear,  and  the  ether  takes  up  an  oil  which  remains 
behind  on  evaporation,  and  is  converted  into  benzoic  acid  on  exposure  to 
the  air  for  a  few  days. 

4.  When  aloisol  is  heated  to  200^  with  oxide  of  copper^  the  same 
products  are  formed  as  by  the  action  of  chromic  acid: 

CWHW0«  +  60  =  C"H«0»  +  C»0*  +  6H0. 

5.  Dilute  nitric  add  also  converts  aloisol  into  oil  of  bitter  almonds. 

6.  Concentrated  nitric  acid  converts  aloisol,  with  explosion,  into  a 
thick,  pitchy  oil,  which  consists  almost  entirelv  of  aloisio  acid,  but  is  soon 
farther  oxidised  io  a  mixture  of  oxalic  acid  crystals,  picric  acid,  and 
a  red  resin  possessing  a  strong  odour  of  bitter  almond-^il.  No  bensoic 
acid  can  be  detected  amongst  the  products. 

7.  Chlorine-water  converts  aloisol  into  aloisic  acid.  At  the  same 
time,  a  slight  odour  of  bitter  almond-oil  is  produced,  but  no  other  product 
is  formed. 

Combinaiions.    Aloisol  is  insoluble  in  ioate)\ 

When  dissolved  in  ether,  it  absorbs  dry  ammonia-gas  at  —  20^  and 
forms  an  oil,  which  gives  off  the  ammonia  between  1°  and  2^,  and  dis- 
solves in  alcohol,  but  not  in  ether  or  in  water.  Aloisol  mixes  in  all  pro- 
portions with  alcohol  and  with  ether. 
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Aloiflic  Acid. 

E.  RoBKiVBT.    N.  J.  Fharnt.  10^  246;  J.  pr.  Chem.  39, 186* 

FormcUum.  Fonned  in  the  oxidation  of  aloisol  by  air,  chlorine- 
water  or  concentrated  nitric  acid  (p.  215). 

It  may  be  freed  from  aloisol  by  heat. 

Reddish-brown  oil,  mnch  heavier  tban  water.  Smells  strongly  like 
«astoream.    Boils  in  the  anhydrous  state  at  250^  but  is  not  volatile. 

It  becomes  rapidly  resin  ized  in  the  air,  whence  no  correct  analysis 
conld  be  made  of  it.     (It  appears  in  ererj  way  to  be  an  impore  product.    6m.) 

Bixmine-nueleus  C"BrH". 

Hydrobromate  of  Bromocaprylene, 

C"Br»H"  =  C"BrH»HBr? 

Cahours.     Oompt.  rend.  31,  143. 
Bouis.    ^.  Ann,  Gkim.  Phyi,  44,  118. 

1.  When  caprjrlene,  prepared  by  the  method  given  at  page  180,  U 
treated  with  bromine,  it  oecomes  hot  and  forms  a  heavy  liquid,  G^Bi^H". 
(Cahours.) 

2.  Bromine  acts  violently  upon  caprylene,  forming  a  thick  colourless 
liquid.     (Bouis.) 

CUorine-nudeua  C*«C1H» 

Binoxide  of  Chlorocaprylene. 
(C^'H^lO'  =  C^H'-Cl,©')  1 

Cahours.     Compt  rend.  39,  257;  Fharm.  Centr,  1854,  659. 

Chloride  qf  Capryl, 

This  compound  mixed  with  carbolic  acid  forms  hydrochloric  acid  and 
a  volatile  liquid,  which,  when  boiled  with  potash,  is  resolved  into  carbolic 
acid  and  caprylic  acid. 

* 

Chloiine^udem  C»C1»H". 

Pentachlorocaprylene. 

Bouis. 

Preparation.  When  a  stream  of  chlorine  is  slowly  passed  into 
caprylene  which  is  kept  cool,  the  gas  is  absorbed  with  evolution  of  heat^ 
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and  tlie  hjdroclilorio  acid  is  afterwards  evolved.  As  soon  as  the 
liquid  ceases  to  absorb  gas^  even  in  snnshine,  the  product  is  washed  and 
dried. 

PrcperHu^    Thick,  viscid  liquid. 


16  C    

96 

....    33*80    ... 
....     62-32     ... 

....         O'oo      ... 

BonSs. 
33-9 

11  H   

177 

620 

4-0 

CWC1»H» 

284 

....  100-00    ... 

99-9 

Bums  with  diffioultj,  and  with  a  smokj  flame. 


Nitrocaprylene. 

C"NH"0*  =  C"XH« 

BouiB.    iiT.  Ann.  Chim,  Fhy%.  44, 118. 

JB^ormation,     1.  Bj  treating  caprylene  with  nitric  acid  (p.  181). 
2.  By  distilling  biuitrocaprjlene. 

Preparation,    Binitrocaprjlene  is    submitted    to    distillation,    and 

when  the  boiling  point  of  the  liquid  has  risen  from  100'^  to  200^,  the 

retort  is  taken  from  the  fire,  whereupon  the  temperature  still  rises  as 

high  as  21 2^,  and  almost  all  the  liquid  passes  over,  with  evolution  of  red 

vapours.     There  remainB  in  the  retort  a  black  residue  which  is  heavier  than  water, 
disaoWes  in  potash,  and  if  repredpitated  by  nitric  add. 

Properties,     Liquid,  having  a  strong,  suflbcating,  disagreeable  odour 
when  heated  to  the  boiling  point.    Lighter  than  water. 

Bonis. 

16  C 96  ....  61-14    59*66 

N 14  ....  8-91 

15  H 15  ....      9-55    9-32 

4  0 32  ....  20-40 

C"XH" 157    ,...  100-00 

NitFOcapr jlene  is  turned  red  bj  potash,  and  dissolves  if  the  potash- 
solution  is  strong.    It  dissolves  in  alcohol. 


Nitrocaprylio  Acid. 

WiRZ.    Ann,  Pharm.  104,  289. 

Lanrent  and  Bromeis  bad  previously  remarked  the  thick  oil  which  ia  formed, 
together  with  the  bibasic  adds,  when  fatty  adds  are  oxidised  by  nitric  acid. 

The  heavy  viscid  oil  obtained  by  treating  the  &tty  acids  from  cocoa- 
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nai-oil  in  the  manner  deBcribed  at  page  206,  is  repeatedly  waehed  with 
hot  vater,  till  the  grains  of  suberic  acid,  which  were  at  first  mixed  with 
it,  are  completely  removed.  Thus  prepared,  nitrocaprylio  acid  still  con*^ 
takins  nitrocapric  acid,  from  which  it  cannot  be  separated. 

Yellowish  red  oil,  of  the  consistence  of  syrup.     6p.  gu  ai  1*098  at 
18^     Tastes  strongly  bitter,  and  has  a  peculiar  smell. 


16  C    96 

....    60-7 
....      7-4 
....      7-9 
....    34-0 

Wirt. 
49*13 

^          ••.•••••MM....            Av 

15  U 15 

9«fi7 

D    \^         ...•••M*. •.•.«•           w4 

34-34 

CWXH^O* 189 

....  100-0 

100-00 

When  heated,  nitrocaprylio  acid  soon  assumes  a  dark  colonr,  erolYes 
yapours  which  excite  coughing,  together  with  an  odour  of  nitrous  acid, 
explodes  slightly,  and  burns  completely  away. 

Very  slightly  soluble  in  water.  Soluble  m  concentrated  nitric  acid. 
Neutralises  ammonia  and  potash  completely;  forms  with  ammonia 
a  yellowish  red  solution;  with  potash,  a  deep  red  solution,  which,  when 
evaporated,  leaves  a  thick  uucrystallisable  mass  becoming  brown  in  the 
air.  Nitrocaprylate  of  ammonia  is  precipitated  in  flakes  by  salts  of  Ivme^ 
baryta,  lead,  and  copper;  on  stirring  the  liquid,  the  flakes  oohere  into  a 
viscid  mass  like  plaster. 

Nitrocaprylate  of  Silver.  ^^"Niinie  of  silver  precipitates  from  a 
solution  of  nitrocaprylate  of  ammonia,  yellowish  white  flakeS|  wfaioh 
rapidly  become  brownish  red  on  exposure  to  the  air,  and  dry  np  to  a 
light,  yellowish  grey  mass. 

Wirt. 
16  C    96    ....    82-4    30-46 

N    14    ....      4-7    ........      6-80 

14  H    14     ....      4-r    4-70 

Ag 108    ....    86-4    35-73 

8  O    64     ....     21-8     22-31 

C"XH"AgO* 296    ....  100-0    100-00 

KttrocapiyUte  of  silver  from  other  preparatioiif,  was  found  to  possess  s  different 
compositioii,  because  It  contained  nitrocapric  add. 


Nitrocaprylate  of  Ethyl. 

C»NH»»0«  =  C*H»0,C"XH**0». 
WiRZ.    Ann.  Pharm.  104|  290. 

Obtained  by  passing  hydrochlorie  aeid  gas  into  an  alcoholie  solution 
of  nitrooaprylic  acid,  and  purified  from  adhering  acid  by  washing  with 
dilute  carbonate  of  soda  and  then  with  water.  The  product  is  freed  from 
water  by  drying  over  sulphuric  acid. 

Yellow  oil,  more  mobile  than  nitrooaprylic  aeid.  8p.  gr.  s  1*081  at 
18^    Has  a  pleasant^  fruity  odour. 
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Win. 

20  C  120    ....    55-3    55-4 

N 14    ....       6-4 

Id  H 19    ....      8-7    8-9 

8  O  64     ....     29-6 


C»XHWO* 2i;    ....  1000 


NUjiMiueleui  C"X«H^ 

Binitrocaprylene/ 


Bonis,    loe,  eit. 


FarmaUon,  By  treatiDg  caprjlene  with  nitrio  acid  (p.  181)  or  with 
faming  nitric  acid  and  oil  of  vitriol. 

Preparation,  Caprylene  is  first  treated  with  qnadrihjdrated  nitrio 
acid,  then  with  a  mixture  of  fuming  nitric  acid  and  oil  of  vitriol,  which 
induces  a  violent  action,  continuing  in  the  cold.  The  oilj  liquid  is  washed 
and  dried. 

Properties.  Liquid^  heavier  than  water;  its  aqueous  solution  has  % 
violently  irritatiug  odour. 

Bonis. 

16  C  96  ....    47-52    48-05 

2N 28  ....  13-83 

14  H 14  ....      6-93     7-40 

8  0 64  ....  31-72 

C»«N«H"0»  ....  202    ....  10000 

Beeompontions,  When  distilled  it  decomposes,  with  erolution  of 
red  vapours,  into  nitrocaprylene  and  a  black  residue  (p.  217). 

It  is  but  slightly  soluble  in  water,  imparting  to  it  a  yellow  colour. 


Amidogen-musieite  C"AdH". 

Caprylamine. 

C"H"N  s  C"AdH«H«. 

W.  S.  Squire.     Chem,  Soc.  Qu.  J.  7, 108;  Pharm.  Cenir.  1855,  258  ; 

Ann.  Pharm.  92,  400. 
Cahours.    Compt.  rend.  39,  254;  Ann.  Pharm.  92,  899. 
Bouis.     N.  Ann.  Chim.  Phys,  44,  139. 

Capryliague,  Capryliak,  Caprylamin. 

Formation.    1.  By  heating  iodide  of  capryl  with  alcoholic  ammonia 
(Sq.uire^  Cahours^  Bonis.) 
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•  2.  By  distilling  salphocaprvlate  of  potash  with  cysnate  of  potash,  a 
fluid  distillate  is  obtained  which  readily  crystallises.  It  consists  of  pro- 
bably cyanate  and  oyanarate  of  capryl,  and  when  treated  with  potash 
yields  caprylamine.    (Bonis.) 

PrqwraUan,  Iodide  of  capryl  is  heated  with  aqneoos  ammonia  in  a 
sealed  tube  for  two  days  to  100  .  The  liqnid  is  et^aporated  almost  to 
dryness,  the  residue  distilled  with  potash,  and  the  distillate  dehydrated 
by  solid  potash.     (Squire.) 

2.  An  alcoholic  solution  of  iodide  of  capryl  is  saturated  with  dry 
ammoniacal  gas,  and  the  mixture  is  transferred  to  a  glass  tube,  which  is 
sealed,  and  heated  in  the  .water-bath.  For  some  hours  the  iodide  floats 
on  the  surface,  but  gradually  disappears  if  the  heat  is  continued.  If  the 
contents  remain  dear  on  cooling,  the  ammonia  and  alcohol  are  evaporated, 
and  the  residual  crjrstalline  easily    soluble  mass  is  decomposed  by 

caustic  potash,  (if  an.  oily  layer  remami  floating  on  the  inrfaoe,  not  disappearing 
by  repeated  treatment  with  alcoholic  ammonia,  and  seemi  to  contain  hi-  and  ter- 
caprylamine,  it  must  be  removed  with  a  pijtette.)      Impure  caprylamine  then 

collects  on  the  surface,  as  a  brown,  strongly  odorous  liquid,  which  is 

purified  by  decantation,  washing  and  distillation,  either  alone  or  over 

fragments  of  potash.     (Bonis.) 

« 

FroperHes,  Clear,  colourless  liquid.  Tastes  bitter.  (Squire.)  Odour 
ammoniacal  (Cahours);  fishy  (Squire);  strongly  persistent  and  goat-like, 
rBouis.^  Boils  at  164^  (Squire)  ;  at  172°  —  175°  (Cahours^  ;  at  175^ 
\Boui6.)     Sp.  gr.  0*786.     (Squire.)     It  is  strongly  caustic.     (Bonis.) 


16  C  

19  H 

96 

19 

74*42 

••••       14  /  «j      ••• 

....     10-85     ... 

Squire. 

74-29 

14-61 

N 

•  14 

11-10 

CMH»»N 

129 

....  100-00    ... 

100-00 

JDecomfxmtiona.  Capr^rlamine  bums  readily.  (Bonis.)  By  the 
action  of  iodide  of  capryl,  it  gives  further  subslitnted  ammonias.  With 
the  chlorides  of  benzoyl  and  cumiiiyl,  it  forms  compounds  corresponding 
to  benzamide  and  cuminamide.     (Cahours.) 

Combinations,  Caprylamine  does  not  dissolve  in  water.  Like 
ammonia,  it  precipitates  metallic  salts  and  dissolves  chloride  of  silver. 
(Bonis.) 

Caprylamine  <;ombines  readily  with  acids  to  form  salts.  (Cahours, 
Bonis.) 

Sttlphaie  of  Caprylamine. -^C^^R^^NyKOfiO*  is  ciystalline  and  easily 
aoluble  in  water.     (Cahours.) 

Eydriodate  of  Caprylamine,  —  C**H*N,HI,  is  obtained  by  heating 
iodide  of  capryl  with  alcoholic  ammonia.  Forms  large  plates.  Dissolves 
easily  in  hot  water.     (Cahours.) 

HydrochloraU  of  Caprylamine.  —  C"H**N,HC1.  —  Caprylamine  in 
presence  of  hydrochloric  acid,  forme  thick  white  fumes.  (Bouis.)  It 
combines  energetically  with  hydrochloric  acid  to  form  a  very  deliquescent 
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BBlt,  the  solution  of  whioli^  eyaporated  in  vacnoi  is  at  first  sticky,  bat 
afterwards  forms  large  plates  haying  a  mother-of-pearl  lustre.  (Bonis, 
Cahours.) 

If  Urate  of  Capiylamine.  —  (^•H"N,HO,NO'.  —  Crystallisable,  and 
readily  soluble  in  water.    (Cahonrs.) 

Gold-salt.  —  C"H*»N,HCl,AuCl».  —  The  concentrated  solution  of 
hydrochlorate  of  capirlamine  solidifies  with  terchloride  of  gold.  From 
dilute  solutions,  brilliant  yellow  laminee  separatCi  resembling  iodide 
of  lead. 

Changes  when  exposed  to  light  in  the  moist  state.  Melts  under 
100^  to  a  red  liquid,  and  when  more  strongly  heated,  takes  fire  and 
bums  with  a  beautiful  flame,  leaving  a  residue  of  gold.  Deliquescent. 
Dissolyes  in  aloohol  and  ether,    (Bonis.) 

Flatinum-iaU, '^'RydroohlonXe  of  caprylamine  giyes  with  bichloride 
of  platinum,  a  yellow  crystalline  (amorphous,  Bonis)  precipitate,  which 
as  the  boiling  aqueous  solution  cools,  is  obtained  in  lustrous,  golden- 
yellow  scales.     (Uahours.) 

Large,  thin  plates,  containing  29*41  p.  o.  platinum,  and  28*37  p.  c. 
carbon.  (C"H"N,HCl,PtCl»  =  295  p.  c.  platinum,  and  28-6  p.  c. 
carbon).     (Squire.) 

The  salt  melts  when  heated,  leaving  as  residue  a  black,  combustible 
substance  mixed  with  platinum.  (Bouis.^  It  is  but  slightly  soluble  in 
cold,  but  more  soluble  in  hot  water.  It  aissolyes  readily  in  alcohol  and 
in  ether. 


Oxyamidogen-nueUus  C"AdH»0». 

Suberamic  Acid. 

C»NH>«0*  =  (PAdH»0»,0*. 

Obehari>t.  ^Compt.  Chim,  1845,  178. 
Subtramhti&vre,  Aeide  iuberamique. 

In  the  destmctiye  distillation  of  suberate  of  ammonia.,  water  and 
ammonia  first  pass  oyer,  and  then  suberamic  acid. 

Fusible,  soluble  in  boiling  water,  from  which  it  is  deposited  on 
cooling. 

When  the  acid  is  boiled  with  carbonate  of  baryta,  the  filtrate  gives, 
with  nitrate  of  silver,  a  gelatinous  precipitate  resembling  alumina  and 
containing 38  p.  c.  silver.    (C"NAgH**0«  requires  3857  p.  c.  silver.) 

OxifomidogencnucleuB  C^Ai*WHy. 

Suberamide. 

(?*N«HMO*  =  C"Ad*H»0»,0*. 
Laitrbnt.    Sev.  icient.  10, 123;  J.  pr.  Chem.  27,  313. 

Suberate  of  methyl  in  presence'  of  aqueous  ammonia  changes  after 
some  days  to  a  white  crystalline  subetance.  —  Suberate  of  ethyl  ia  not 
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^ohanffed  by  aqneoiu  ammonia;  but  if  ammonijieal  gaa  be  passed  throiiffli 
the  luooholic  soiation  of  this  oompoand,  a  small  prempitate,  like  tne 
above^  is  formed.  This  saberamide  is  washed  with  a  little  eold  aleobol^ 
then  oiystallised  from  hot  alcohol. 


Suberanilic  Acid, 

C»NH»0«  =  C"(C"NH«)H»0*,0*, 
Laubbnt  and  Oerhardt.  y,  Ann,  Chim.  Phy$.  24,  185. 

SuberaniUdtire,  Aeide  tuberaniUque, 

Preparation  (see  Svherantlide,)  When  the  aleofaoHo  liouid  from 
which  suberanilide  is  precipitated  by  water,  is  evaporated  till  the  alcohol 
Is  driven  off,  a  brownish  oil  separates,  which  solidifies  on  cooling.  This 
oil  is  dissolved  in  boiling  ammonia,  which  leaves  a  certain  quantity  of 
suberanilide,  and  filtered;  from  the  filtrate  hydrochlorio  aoid  precipitates 
colourless  suberanilic  acid.  If  during  the  boiling,  a  slight  excess  of 
hydrochloric  acid  be  added,  suberanilic  acid  separates  on  cooling,  partly 
crystalline  and  partly  as  a  pale  yellowish  oil  which  afterwards  solidifies. 

Microscopic  lamtnss,  irregularly  notched.  Melts  at  128°,  becoming 
erystalline  on  cooling.     The  solution  in  hot  water  reddens  litmus. 

Fitted,  Laurent  &  Gerhardt 

28  C  168  ....    67-47    67*5 

N  U  ....  5-62 

19  H  19  ....      7«63    7-8 

6  0  48  ....  19-28 

C«NH»0»  u. 249    ....  100-00 

Decamfxmtions.  The  acid  subjected  to  destraotire  distillation  yields 
much  charcoal  and  a  thick  oil  containing  anilinOi  which  partly  solidifies 
on  cooling;  this  substance  is  soluble  in  a  small  quantity  of  ether,  with  the 
exception  of  a  white  powder  which  is  ahunaantly  soluble  in  boiling 
alcohol  or  ether,  and  crystallises  out  on  cooling;  fused  with  potash  it 
gives  off  aniline,  and  is  not  dissolved  by  aqueous  potash  or  ammonia; 
hence  it  is  probably  suberanilide.  —  2.  Suberanilic  acid  yields  aniline 
when  fused  with  potash. 

Suberanilic  acid  is  not  soluble  In  cold,  and  but  slightly  soluble  in  hot 
water. 

SvheranUate  of  Ammonia,  —  The  acid  dissolves  easily  in  hot 
ammonia,  and  the  salt  is  deposited  in  small  rrannlar  crystals,  whose 
aqueous  solution  is  not  coloured  by  chloride  of  lime. 

The  ammonia-^t  precipitates  chloride  of  barium;  the  precipitate 
dissolves  readily  in  boiling  water,  and  separates  on  cooling  in  woolly 
flakes.  VI \\^i  chloride  ofcalcitun,  it  gives  a  white  precipitate  soluble  in 
hot  water ;  with  lead-eaUe^  a  white  precipitate  insoluble  in  water.  It 
precipitates  ferrom^alU  yellowish-wbitei  cuprio-ioUe  light  bine;  the 
precipitate  is  insoluble  in  water. 
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SvibtranUate  of  Silver,  -—  White  precipitate  insoluble  in  water,  anfl 
eontainiD^  80^2  p.  c.  silyer.  (Galoulated  CH^'AgNO*  s  80*36  p«  o. 
Ag).     Assumes  a  violet  colour  in  the  light, 

Saberanilic  acid  dissolyes  readily  in  ether  and  crystallises  by  spon- 
taneous eyaporation  in  small  needles. 


SuberaiiiUde. 

0«N»H«Hy  =  C"(0"NH*)»H»0«,0». 
LAimENT  Si;  Gbrhardt.    If.  Ann.  Chim.  JPhya,  2i,  184. 

When  eaual  measures  of  dry  aniline  and  fused  suberic  acid  are 
melted  together,  water  is  produced.  The  mixture  is  kept  melted  for  ten 
minutes  near  the  boiling  beat ;  and  an  equal  bulk  of  alcohol  is  then 
added,  which  immediately  dissolves  the  mixture.  After  a  few  minutes 
the  solution  solidiBes  to  a  mass  of  crystals,  which  are  dissolved  in  more 
boiling  alcohol,  and  the  solution  is  left  to  stand,  whereupon  most  of  the 
suberanilide  crystallises  out.  The  rest  is  precipitated  by  water,  the 
suberanilic  acid  remaining  in  solution. 

Cr3rstanises  from  alcohol  in  pearly  laminss.  Melts  at  188°^  and  crys- 
tallises on  cooling. 

Laurent  &  Geriiardt* 

40  C  240  .,..    74-07    737 

2N  28  ....  8-64 

24  H  24  ....      7'41     7'5 

4  0  S2  ....  9-88 

C«N«H»*0*. .......  324    ....  10000 

Thspffore  Qsntial  soberata  of  aniline  nUmu  ^HO.    (Laurent  and  Qei^ardt.) 

When  subjected  to  destructive  distillation,  it  leaves  a  small  quantity 
of  charcoal,  and  yields  an  oiU  which  solidifies  on  cooling,  and  crystallises 
from  a  hot  alcoholic  solution  on  cooling,  in  pearly  laminse,  which  how- 
ever present  a  different  appearance  under  the  microscope,  and  seem  to  be 
somewhat  rounded. 

^  Gently  heated  with  hydrate  of  potash,  it  immediately  gives  off  aniline. 
It  is  not  attacked  by  ammonia  or  by  boiling  solution  of  potash. 

It  is '  but  slightly  soluble  in  cold  alcohol,  but  dissoWes  readily  in 
boiling  alcohol  and  in  ether. 


Oxyawfhnvdem  (?W*H*0*. 

Caffeine. 

CasysBix.     TiOaek.  FhU.  Mag.  12,  350;  Scher.  J.  10, 108. 
HsRiiANN.    CreU.  Ann.  1800,  2, 108  and  176;  N.  GM  6, 522, 
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€adbt.    Ann.  Chim.  5B,  266;  JT.  Gehl  6,  535. 

PATSsi.    Ann.  Chim.  59,  196  and  293;  N.  Qehl.  6,  525. 

ScHBADEB.     N.  Oehl,  6,  544. 

Sbouin.    Ann.  Chim,  92,  5;  HF*  Tr.  1,  2,  98. 

Pfaff.     Dessen.  Sys.  der  Mat.  med.  S,  3;  Sehw.  91,  487. 

RuNOE.    Materialen  tur  Fhytoloffie.    Lief.  1^  1821^  146. 

GiESB.     Schuf.  31,  208. 

Prllbtibb  &  Cayentou.    Dietionn.  de  MSd. 

RoBiQUBT.     Dietionn,  Technologique,  Paris,  1823,  4,  54; 

Pklletieb.    J.  Pharm.  12,  229,  N.  Tr.  13,  2,  124;  Jfo^.  PAanw.  15, 

66;  Bed.  Jahrb.  1 827,  2,  75. 
Garot.     •/.  Pharm.  12,  234;  JV:  IV.  13,  131;  Mag.  Pharm.  15,  69. 
Pblletier  k  Dumas.     Ann.  Chim.  Phya,  24,  182. 
Th.  Mabtius.    Eastn.  Arch.  7, 266;  Ann.  Pharm.  36,  93. 
OuDRT.    NouvdU  Biblioth,  medic.  1827,  March;  Mag.  Pharm.  19,  49. 
Lbnnbck.     Repert.  37,  169  and  337. 
C.  H.  Pfaff  &  Liebig.    Ann.  Pharm.  1,  17. 
WoHLER.    Ann.  Pharm.  1,  19. 
OuNTHER.    J.  pr.  Chem.  10,  273. 
RouBiQUET  k  BouTBON.    J.  Pharm.  23, 108, 
C.  Hbbzoo.    N.  Br.  Arch.  13,  257;  Ann.  Pharm.  26,  244;  29,  171. 
MuLDEB.    Pogg.  43,  160.  . 

K.  JoBST.    Ann.  Pharm.  25,  63. 

Berthbmot  &  Dechastelub.    J.  Pharm.  26,  518;  Ann.  Pharm.  36,  90. 
Stbnhousb.    PhU.  Mag.  J.  23,  426;  Mem.  Chem.  Soe.  1,  215  and  237; 
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Cqf^  Cc^euU^,  Ck(f(fhUiery  CqfHne,  Thilne,  Thein, 

In  1821  the  bitter  prinoiple  of  coffee,  whlcli  liad  hitherto  heen  known 
only  in  the  impure  state,  was  first  prepared  in  the  pure  crystallised  form 
by  Pelletier  and  Carenton,  Robiquet  and  Range.  In  1838,  Mulder  and 
C.  Tobst  discovered  simnlteneously,  that  theine,  discovered  by  Ondry  in 
1827,  is  identical  with  caffeine,  as  Berzelius  had  already  suggested.  In 
1840,  the  gnaranine  of  Th.  Martius  was  recognised,  both  by  its  discoverer 
and  by  Berthemot  and  Deohastelos,  as  likewise  identical  with  cafieine. 
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Soureet.  In  the  fralt  (and  the  leaves,  aocording  to  Van  Den  Corpat 
and  Stenhou8e)ofthe  coffee  plant.  In  tea.  (Oudry.)  In  guarana^  the  dried 
paste  of  the  fruit  of  Paidinia  sorbilis.  (Th.  Martins. )  In  Paraguay-tea,  the 
leaves  and  twigs  of  Ilex  paragxiayensU  (Stenhouse);  always  combined 
with  tannio  acid.  (Compare  Rochleder,  Ann,  Pharm.  76,  10.)  According  to 
Payen^  it  is  combined  in  coffee  with  chlorogenic  acid,  as  chlorogenate  of 
caffeine  and  potash. 

Guarana  contains  5'07  p*  o.;  good  black  tea  from  Kemaon  in  the  East 
Indies,  1'97  p.  c;  various  kinds  of  coffee,  0*8  —  1  p.  c;  coffee-leaves  from 
Sumatra,  1*26;  Paraguay-tea,  1*2  p.  c.  of  caffeine.     (Stenhonse.) 

To  detect  caffeine  in  mixtures  which  contain  about  10  p.  c.  of  coffee, 
the  infnsion  is  evapot'ated  with  lime,  the  dry  residue  exhausted  with  ether, 
and  the  residue  remaining  after  the  evaporation  of  the  ether  is  treated 
with  nitric  acid  and  ammonia  (p.  230).  (Stenhouse,  Graham,  and 
Campbell.) 

Preparation,  —  I.  From  Coffee*  —  1.  Robi(|net  digests  the  cold 
aqueous  extract  of  raw  coffee  with  magnesia,  evaporates  the  filtrate,  and 
purifies  the  caffeine  which  cr3rstalli8es  out,  by  solution  in  water  or 

alcohol   and   crystallisation.        (A  macous  substance  contained  in  the  coffee 
materially  hinders  the  preparation.) 

2.  The  alcoholic  extract  of  raw  coffee  is  exhausted  with  water;  the 
liqueous  solution  separated  from  the  fat  is  heated  with  magnesia;  the 
precipitate  is  well  washed;  the  filtrate  evaporated  to  dryness;  the  extract 
boiled  six  times  with  absolute  alcohol,  which  takes  up  all  the  caffeine, 
and  only  a  trace  of  colouring  matter,  gum  and  sugar;  and  the  alcoholic 
tincture  is  filtered  through  purified  animal  charcoal,  distilled,  and  allowed 
to  cool.     The  caffeine  then  crystallises  out  beautifully.     (Pelletier.) 

d.  The  cold  aqueous  extract  of  the  beans  is  first  precipitated  with 
neutral  acetate  of  lead,  then  with  basic  acetate;  the  filtrate  treated 
with  sulphuretted  hydrogen,  filtered,  and  evaporated;  the  crystalline 
residue  extracted  with  warm  alcohol ;  and  the  solution  evaporated. 
(Runge.)  Gkirot,  who  uses  the  decoction  of  the  beans,  omits  the  pre- 
cipitation with  basic  acetate ;  neutralises  with  ammonia  the  acetic  acid 
set  free  after  precipitation  with  sulphuretted  hydrogen  ;  and  lastly  evapo- 
rates, cools  and  purifies  by  recrystallisation  the  crystals  thus  obtained. 
Roasted  coffee  also  yields  <»ffeine,  but  in  smaller  quantity. 

Pfaff  neutralises  with  carbonate  of  potash,  the  evaporated  liquid 
remaining  after  precipitation  with  sulphuretted  hydrogen;  filters  from 
the  precipitated  carbonate  of  lime,  and  from  the  carbonate  of  magnesia 
which  sepurates  out  on  concentration;  boils  with  bone-charcoal;  evapo- 
rates to  crystallisation;  and  finally  decolorises  and  purifies  the  crystals 
thus  obtained:  the  mother-liquor  yields  a  further  quantity,  by  recrystal- 
lisation from  alcohol  of  76  p.  c.  The  product  is  0*2  p.  c.  of  caffeine.  — 
E.  Polacd  {(Hmento,  h,  396)  exhausts  the  cotfee  by  repeated  boiling  with  water,  preci- 
pitates the  united  aqueous  extracts  with  neutral,  acetate  of  lead,  removes  the  lead  by 
sulphuretted  hydrogen,  and  evaporates  the  filtrate  to  the  crystallising  point.  The  pro- 
duct thus  obtained  from  Martinique  coffee  amounted  to  about  0*5  per  cent. 

4.  Cofifee,  slightly  roasted,  is  powdered  (it  is  more  easily  pulverised 
than  raw  coffee),  and  boiled  twice  with  four  parts  of  water;  the  infusions 
are  filtered  or  strained  and  neutralised  with  a  few  drops  of  caustic  soda; 
and  a  concentrated  decoction  of  gall-nuts  is  added.  A  bulky,  caseous  pre- 
cipitate then  forms,  which  rapidly  subsides  (if  it  remains  suspended,  dilute 
caustic  soda  or  sulphuric  acid  is  added  according  to  the  state  of  the 
liquid),  and  is  thrown  upon  a  thick  cloth  and  pressed  out.    The  precipitate 
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la  tritnraied  witH  a  quantity  of  quick-lime  eaual  in  weight  to  10  p.  o»  of 
tbe  cofiee,  and  twice  boiled  with  alcohol  of  33  ;  the  solution  is  filtered;  the 
alcohol  distilled  off;  the  residue  evaporated  to  crystallisation;  and  the 
resulting  crystals,  which  are  somewhat  greenish,  are  purified  by  recrys- 
tallisation.  From  yarious  kinds  of  coffee,  0*4  to  0*9  p.  c.  of  oafeine  are 
obtained.     (Robiquetand  Bontron.) 

5.  StenhoQse  repeatedly  boils  the  pulverised  beans  with  water;  pre- 
cipitates while  still  hot  with  basic  acetate  of  lead;  boils  the  filtrate  with 
hydrated  oxide  of  lead;  filters;  evaporates  to  dryness;  heats  the  residue, 
mixed  with  sand,  in  a  Mohr's  subliming  apparatus;  and  purifies  the 
sublimed  caffeine  by  repeated  sublimation  at  a  gentle  heat.  The  product 
amounts  to  0*2  p.  c.  Zenneck  obtained  from  raw  eoffee  0*75 ;  from 
roasted,  0*42  p.  c.  caffeine,  by  extracting  it  with  water,  evaporating  the 
solution,  treating  the  residue  with  alcohol,  evaporating  the  alcoholic 
solution,  and  subliming  this  extract  mixed  with  pounded  glass. 

6.  The  pulverised  raw  beans  are  extracted  with  aqueous  ether;  the 
ether  is  distilled  off;  the  residual  battery  extract  repeatedly  shaken  with 
one-fifth  of  its  volume  of  water;  and  the  water  removed  with  a  syphon. 
The  aqueous  solution  is  freed  from  acids  by  basic  acetate  of  lead,  nltered, 
treated  with  sulphuretted  hydrogen,  and  again  filtered  and  evaporated  to  a 
syrup,  whereupon,  after  some  time,  caffeine  crystallises  out  in  white 
needles.  Kther  extracts  all  the  caffeine  from  coffee.  (Rochleder.)  In 
this  operation,  Payen  uses  the  ether-extracting  apparatus  (i^.  <7.  Fnarm. 
13,  69);  boils  out  with  water;  evaporates  the  solution  to  dryness; 
extracts  the  residue  with  absolute  alcohol;  and  agun  evaporates.  A 
crystalline  residue  then  remains,  which,  after  washing  with  cold  alcohol, 
is  dissolved  in  hot  alcohol,  and  several  times  recrystatlised  therefrom. 

7.  Hydrate  of  lime  prepared  from  2  parts  of  caustic  lime  is  mixed  with 
1 0  parts  of  ground  coffee;  the  mixture  is  extracted  in  the  displacement 
apparatus  with  alcohol  of  80"  (Richter),  as  long  as  the  filtrate  leaves  any 
caffeine  on  evaporation;  the  residue  in  the  apparatus  is  dried  and  pul- 
yerised  (which  is  easier,  and  more  complete  than  with  fresh  coffee) 
and  again  extracted  with  alcohol,  which  takes  out  all  the  caffeine.  From 
both  tbeee  spirituous  solutioiis,  the  alcohol  is  expelled  by  distillation; 
water  is  added  to  the  residue;  the  oil  which  separates  out  on  repose  is 
removed;  and  the  liquid  is  evaporated,  till  it  soUllifies  in  the  cold  to  a 
mass  of  crystals.  These  are  pressed  from  the  mother-liquor  Twhich 
furnishes  an  additional  quantity  of  caffeine  on  evaporation)  and  adhering 
oil,  and  recrystallised  from  water  with  addition  of  animal-charcoaf. 
Brazilian  coffee  thus  treated  yields  0*57  per  cent.     (Versmann.) 

8.  The  pulverised  coffee-beans  are  digested  for  a  week  with  commer* 
cial  bensol,  which  takes  up  caffeine  and  oil  of  coffee.  Both  remain,  on 
distilling  off  the  benzol,  and  are  separated  by  hot  water,  which  dissolves 
the  cafieine,  and  yields  it  in  1&^6  crystals  on  evaporation.  From  the 
mixture  of  caffeine  and  oil  of  coffee,  the  latter  may  be  extracted  by  ether, 
which  leaves  the  caffeine  behind.    (Yogel.) 

II.  Fivm  Tea, — (Green  tea  contains  the  largest  proportion  of  theine.) 
—  1.  One  part  of  tea  is  extracted  with  8  parts  of  water  to  which  one-third 
of  salt  has  been  added;  the  filtrate  is  evaporated  to  dryness;  the  residae 
exhausted  with  alcohol  of  40°  B,  filtered,  and  evaporated  to  a  syrap;  and 
the  residue  is  dissolved  in  hot  water  and  filtered  hot :  the  filtrate  on  cool- 
ing deposits  a  bitterish  resin.  The  filtered  liquid  is  boiled  with  magneflia> 
then  filtered  and  evaporated  till  it  crystallises.    (Oadiy.) 


(Aocordin/^  to  Oadry,  tba  magnesia  rasidtie  oontaini  theine;  on  tho 
other  hand,  Giinther  and  Mulder  obtained  little  or  nona)  There  remaina 
at  lafit  a  crystalliaable  extract,  from  whioh,  bj  extraction  with  ether,  a 
eonaiderable  quantity  of  theine  may  be  obtained,  so  that  the  total  3rield 
is  about  0*5  p.  a  The  extraction  with  ahsohol  may  be  omitted;  the  salt- 
infusion,  or  tea-infusion,  or  simply  tea  and  water  may  be  boiled  with 
maffnesia;  and  the  filtered  liqnid  evaporated  to  an  extract,  and  exhausted 
with  ether  without  waiting  for  the  crystallisation,  which  is  difficult  to 
produce  (Mulder).  Or  since  ether  does  not  easily  dissolre  the  theine 
eniclosed  in  foreign  substances,  Peligot  first  extracts  with  alcohol  the 
aqueous  infusion  of  tea,  after  evaporation  to  dryness  with  magnesia 
(whereby  however  ammonia  and  ammoniaoal-salt  are  formed  from  a  part 
of  the  theine);  evaporates  to  dryness;  and  exhausts  the  residue  with 
ether.  2*2  to  4*4  p.  c.  of  theine  are  thus  obtained.  (Peligot.)  Accord- 
ing to  Oudry,  the  solution  boiled  with  magnesia  and  filtered,  yields  on 
evaporation  an  extract  which  is  rich  in  tannin,  but  does  not  yield  any 
pure  theine  by  extraction  with  alcohol  and  evaporation  to  the  crystal- 
lising point,  even  when  this  operation  is  repeated.  The  impure  product 
is  therefore  dissolved  in  water;  the  remainder  of  the  tannin  precipitated 
by  basic  acetate  of  lead;  the  lead  precipitated  by  sulphuretted  hydrogen; 
and  the  filtrate  evaporated :  pale  yellowish  theine  then  crystallises  out, 
and  is  purified  by  repeated  treatment  with  alcohol     (Giinther.) 

2.  Coarsely  pulverised  tea  is  macerated  with  78  p.  c.  alcohol  for  48 
hours,  and  strained;  the  residue  is  treated  three  times  with  2  parts  of 
alcohol  for  24  hours,  and  pressed;  the  tincture  is  precipitated  with  basic 
acetate  of  lead;  the  filtrate  separated  by  sulphuretted  hydrogen  from 
excess  of  lead,  then  filtered  and  evaporated  in  a  retort  to  one-fourth;  and 
the  residue  is  neutralised  with  potash  and  evaporated  till  it  c^stallise& 
One  pound  of  tea  gives  1  dram  of  pure  theine.  (Herzog.)  Instead  of 
neutralising  with  potash,  Giinther  boils  with  excess  of  magnesia;  or  he 
evaporates  a  tea-decoction  niade  with  85  p.  c.  alcohol  to  a  soft  extract; 
boils  this  with  water;  sets  it  aside  24  hours,  whereupon  the  resin,  enclosing 
all  the  theine,  separates;  decants  the  water;  dissolves  the  resin  in  alcohol; 
precipitates  with  basic  acetate  of  lead,  and  then  the  filtrate  with  sul- 
phuretted hydrogen;  and  evaporates  to  the  crystallising  point.  Much  of 
the  theine  remains  dii&olved  in  the  acetic  acid.  (Herzog.)  Jobst  boils 
tea  or  tea-dust  repeatedly  with  water;  precipitates  with  basic  acetate  of 
lead;  leaves  the  solution  to  crystallise;  and  treats  the  mother-liquor 
either  with  animal-charcoal,  or  once  more  with  basic  acetate  of  Jead. 
Stenhouse  precipitates  the  alcoholic  extract  of  tea  with  excess  of  acetate 
of  lead;  evaporates  to  dryness;  and  obtains  the  theine  by  sublimation. 
He  obtained  about  1  p.  c.  of  theine.  Peligot  mixes  infusion  of  tea^  pre- 
cipitated by  basic  acetate  of  lead^  with  ammonia;  boils  for  some  time; 
filters;  passes  sulphuretted  hydrogen  through  the  liquid;  and  again  filters 
and  crystallises. 

3.  Waste,  useless  tea  is  gradually  heated  in  Mohr*s  sublimation- 
apparatus,  but  not  so  far  as  to  induce  the  decomposition  of  the  theine.  Part 
of  the  sublimate  is  quite  pure  —  the  remainder  is  purified  by  recrystallisa- 
tion  from  water.     (Heiynslus.) 

TIL  From,  Guarana.  —  1.  Guarana  mixed  with  three-tenths  of 
burnt  lime  is  repeatedly  boiled  with  alcohol  of  33"  Beck;  the  filtrate 
evaporated  a^ little;  the  greenish  fatty  oil  which  separates  on  cooling  is 
separated;  the  residual  alcoholic  liquid  completely  evaporated;  and  the 
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diy  residae  beated:  caffeine  then  snblimes,  at  first  yellowish  white,  and 
afterwards  quite  white.     (Martins.) 

2.  Pulverised  guarana  is  exhausted  with  boiling  alcohol;  the  liquid 
filtered;  the  alcohol  distilled  off;  and  water  added,  which  separates  a 
sreenish  oil;  this  is  removed,  and  the  liquid  evaporated  to  dryness. 
(Berthemot  and  Dechastelus.) 

3.  Twenty-four  grammes  of  guarana  powder  are  boiled  with  a  quart 
of  water;  the  cold  solution  is  precipitated  with  bajsic  acetate  of  lead;  the 
bnlky  brownish  red  precipitate  filtered  off^  and  repeatedly  digested  with 
hot  water ;  and  the  lead  is  separated  from  the  filtrate  by  sulphuretted 
hydrogen.  The  liquid  separated  from  the  sulphide  of  lead  is  evaporated 
in  the  water-bath  to  dryness;  the  residue  dissolved  in  a  little  boiling 
alcohol,  filtered,  and  allowed  to  crystallise ;  and  the  crystals  thus 
obtained  are  purified  by  pressing  and  recrystallisation.    .(Stenhouse.) 

IV.  From  Taraguay-iea.  —  The  filtered  decoction  is  precipitated 
with  neutral  acetate,  and  the  filtrate  with  basic  acetate  (or  it  is  boiled  with 
litharge),  and  the  liquid  decanted  from  the  precipitate  is  evaporated  to 
dryness,  a  tongh,  dark  brown,  hygroscopic  mass  th^  remaining.  From 
this  residue,  caffeine  may  be  obtained,  either  by  sublimation,  or  by  re« 
ducing  it  to  powder,  mixing  it  with  sand,  and  treating  it  with  ether. 
After  distilling  off  the  ether,  feebly  coloured  caffeine  crystallises,  and  may 
be  purified  by  repeated  crystallisation.  The  product  amounts  to  0*13 
p.  c.  of  the  Paraguay-tea.     (Stenhouse.) 

Properties,     Crystallises  from  a  concentrated  aqueous  solution  in 
white,  silky^  opaque,  flexible  needles;  from  a  dilute  solution,  in  long, 
transparent  needUs  having  but  little  flexibility  (Pelletler) ;  colourless, 
transparent,  silky  needles   like  asbestos    (Robiquet,   Gie^e)  ;   delicate, 
feathery  prisms.     (Oudry.)     The  long  colourless  needles  become  trans- 
parent when  dried.     Caffeine  crystallises  from  water,  when  not  quite 
pure,  in  needles  united  in  groups;  from  alcohol  by  spontaneous  evapora- 
tion, in  arborescent  needles;  from  very  dilute  alcohol,  in  fine  silky  needles. 
(Giinther.)     From  the  extract  prepared  according  to  Ondry*s  method,  it 
crystallises  in  white,  lustrous,  hexagonal,  pointed,  very  hard  prisms; 
from  the  aqueous  solution,  in  needles,  which  cannot  be  made  to  assume 
the  peculiar  form  of  those  which  crystallise  from  the  extract.     (Mulder.) 
Very  light.     (Berthemot  and  Dechastelus.)    Heavier  than  water.    (Mul- 
der.)   Sp.  ^r.  1*23  at  19".     (Pfaff.)     Grates  when  bitten  between  the 
teeth.     (Mulder.)     Inodorous  even  when  sublimed.     (Pfaff.)     Tasteless. 
Tastes  feebly  bitter  (Giese,  Robiquet,  Pfaff,  Herzog);  especially  in  acid 
or  alcoholic  solution.     (Buchner.)     Neutral.     (Robiquet,  Giinther,  Pfaff, 
Jobst.)     Feebly  alkaline.    (Martius.)     Permanent  in  the  air.     (Pfaff, 
Hcrsog.)     Becomes  opaque  when  heated.      (Nicholson.)      Melts  at  a 
temperature  above  100"  (Zenneck) ;    at   177*8"   (Mulder),   forming  a 
.  transparent  liquid,  and  sublimes  completely  at  184*7"  (Mulder),  without 
decomposition,  in  hair-like,  partly  feathery  needles,  resembling  benzoic 
acid.    (Robiquet,  Zenneck,  Martius.)    Boils  at  384^.     (Peligot.) — Half  a 
grain  exhibited  poisonous  action  on  rabbits.     (Mulder.)     For  physiological 
action  of  caffeiDe,  compare  J.  Lehmann,  Ann.  Pharm,  87,  205  and  207. 
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Damas  &  Pfiiff  8l 

Pelletier.  liebig. 

49*48    46*51     ....  49*31 

28*86    21*54    ....  29*03 
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WShler.  Jobst. 

16  C   49-25    ....  49*42 

4N  28*97     ....  29*01 

10  H  5*43     ....  5*21 

4  0   16*35     ....  16*36 


Berthemot     Martiiui. 
&  Dechastelus. 

....    49-62    ....    49-10 
5-57     ....       5*14 

....  ....        10*dO 
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100*00 


100*00 


Malder. 

16  C  '. 49*48 

4N  28*52 

10  H  5*37 

4  O  16*63 


Steohoute. 


a. 

49*04 

28*78 

5*14 

1704 


49*09 

28*81 

5*16 

16*94 


Nicholson* 


49*42 


5-28 


CwpH^CH 100*00    ....  100*00    ....  10000 


Damas  &  Pelletieri  Pfaff  &  liebig  examined  caffeine  prepared  from  coffee ;  Jobst, 
Mulder  and  Stenhuuse  (a)  that  from  tea ;  Berthemot,  Dechastelus  and  Martins  that 
from  gnarana ;  Stenbonse  (b)  that  from  Paraguay-tea.  Payen  found  in  caffeine  from 
tea,  50*86  C,  30*00  N,  and  5-08  H,  and  proposed  the  formula  g"Nmi<^0>. 


Decompositions.  1.  Caffeine  melts,  wlien  heated  in  a  platinam  spoon, 
giving  off  white  feebly  aromatic  vapours  (peculiar  penetrating  vapours 
(Martius),  like  methylamine  (Rochelder)  ;  and  forms  on  cooling  a 
resinous  transparent  mass;  at  a  stronger  heat,  it  turns  grey,  becomes 
crystalline  after  cooling,  and  yields  a  grey  powder;  at  a  still  higher 
temperature,  it  swells  up  and  volatilises  completely,  without  leaving  any 
carbonaceous  residue.  Heated  in  a  glass  tube,  it  melts  to  a  yellow  liquid, 
gives  off  water,  and  then  sublimes  in  white  vapours,  which  do  not  turn 
turmeric  brown,  and  condense  to  fine  needles.  (Giinther.)  By  dry  dis* 
tillation,  especially  with  addition  of  potash,  it  gives  off  ammonia. 
(Martins.) 

2.  Melts  when  quickly  heated  in  the  air,  and  bums  with  a  blue  flame, 
leaving  little  or  no  charcoal.     (Herzog,  Mulder.) 

3.  Caffeine  does  not  pass  into  putrid  fermentation. 

4.  It  is  but  slightly  decomposed  when  evaporated  with  phosphoric 
acid.     (Zenneck.) 

5.  Heated  with  oil  of  vitriol,  it  gives  off  acid  (empyreumatic, 
Zenneck)  vapours,  partly  volatilises,  and  is .  partially  carbonised. 
(Martins.)  Oil  of  vitriol  decomposes  it  only  after  oontmued  heating. 
(Jobst,  Mulder.) 

G.  With  iodine  it  forms  a  brown  mass.     (Martins.) 
7.  It  is  not  changed  by  dry  chlorine.     (Mulder.)  —  When  chlorine  is 
passed  through  a  thick  paste  of  caffeine  and  water,  the  mixture  becomes 
heated  to  50  ,  the  caffeine  disappears,  and  chlorocaffeine  (with  a  com- 
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paratiyelj  small  qaantity  of  chlorine),  amalic  acid  (xi,  438),  nitrotheine 
(x,  45d)i  and  metbylamiDe  are  formed.  The  resalting  liquid  heated  in 
the  water-bath  gives  off  chlorine,  hydrochloric  acid,  and  a  body  smelling 
like  chloride  of  cyanogen,  and  granular  crystals  of  amalic  acid  separate, 
succeeded,  if  too  much  chlorine  has  not  been  passed  through  the  liquid, 
by  chlorooaffeine  in  light  flakes  and  crusts.  The  liquid  filtered  from 
this  deposit  and  further  eraporated  in  the  water-bath,  continually  gives 
off  hydrochloric  acid,  and  leaves  a  reddish  jellow  syrup  which  solidifies 
on  cooling.  This  syrup  strained  through  linen  yields  a  colourless  crys- 
talline mass  of  nitroUieine,  and  a  yellow  syrup  of  hydrochlorate  of 
methylamine : 

CWN^ffOQ*  +  4H0  +  4C1  =  C»«N»H60»  +   C«NH«  +  C»NC1  +  3HC1. 

8.  When  caffeine  is  boiled  with  hydrochloric  acid  and  chlorate  of 
potash,  and  the  solution  cautiously  evaporated,  a  crystalline  mass 
remains,  which  is  either  alloxan  or  a  similar  body;  when  dissolved  in 
water,  it  colours  the  skin  red,  and  imparts  to  it  a  peculiar  odour.  The 
solution  mixed  with  alkalis  and  ferrous  salts  acquires  the  colour  of 
indigo,  and  forms  with  ammonia  a  solution  of  murexide.     (Rochieder.) 

9.  Nitrio  acid  dissolTei  caffeine,  and  decomposes  it  after  continued  heating.  (Jobst.) 
Boiled  with  fuming  nitric  acid  for  a  few  minutes,  caffeine  evolves 
nitrous  fumes,  and  yields  a  dark  yellow  solution,  which  when  gently 
evaporated  to  dryness,  leaves  a  dark  yellow  mass,  and  when  gently 
heated  with  a  drop  of  ammonia,  produces  a  colour  like  that  of  purpurate 
of  ammonia.  This  red  substance  dissolves  in  water  and  in  alcohol  with 
a  carmine-red  colour;  but  not  in  ether.  Potash  destroys  the  colour, 
without  produoinff  indigo-blue.  This  reaction  serves  for  the  detection  of 
caffeine.  The  yellow  solution  gently  evaporated  to  a  syrup,  yields  long 
hard,  colourless  needles,  which,  when  purified  by  crystallisation,  are  but 
little  coloured  by  ammonia.  When  the  boiling  with  a  large  excess  of 
nitric  acid  is  continued  for  some  hours,  till  a  drop  of  the  solution  leaves 
on  evaporation,  not  a  yellow,  but  a  white  residue,  these  needles  also 
disappear,  ammonia  no  lon^r  produces  a  characteristic  colour,  and  on 
evaporation  to  a  syrup,  and  cooling,  laminas  of  nitrotheine  are  obtained, 
together  with  a  mother-liquor  which  Contains  abundance  of  deliquescent 
ammonia-salts.  (Stenhouse.)  Nitrio  acid  acts  like  moist  cnlorine, 
forming  products  varying  with  the  concentration,  the  temperature,  and 
the  duration  of  the  action.  The  substance  here  produced,  which  assumes 
with  ammonia  the  colour  of  murexide,  is  also  produced  by  aqua  regia, 
by  chlorine^  and  by  chlorate  of  potash  and  hydrochloric  acid.  (Rochieder.) 
I^tric  acid  does  not  produce  horn  caffeine  either  picric  acid  (Pfaff)  or  oxalic  acid* 
(Mulder.) 

10.  Caffeine  yields  by  boiling  with  pdynUphid*  of  ammonium^  a 
solution  which  exhibits  an  evanescent  sulphooyanogen  reaotion  with  sesqui- 
chloride  of  iron.     (Rochieder.) 

11.  Boiled  with  very  strong  cauitie  potash,  it  evolves  a  oonsiderable 

quantity  of  methylamine.  (Wire.)  According  to  earlier  statements,  it  gives 
off  ammonia  by  boiling  or  fusing  with  potash. 

12.  With  soda-lime  at  180^,  it  gives  off  ammonia,  forms  carbonate  of 
soda,  carbonate  of  lime  and  a  large  quantity  of  cyanide  of  sodium. 
Piperine,  morphine,  qninine  and  oinohonine  thus  treated  do  not  yield 
cyanide  of  sodinm.  (Rochieder.)  With  lima,  oaffeine  doef  not  evolve 
ammonia.    (Marttoi.) 
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C<mbinationi.  With  WcUer.  —  a.  Hydrated  Qcfffeine,  —  Caffeine 
crvBtallised  from  water  oontaina  water  of  cryBtallisation  (Pfaff  and 
Liebigy  Jobst,  Martioa);  bat  not  when  crjatallised  from  ether  (Mulder), 
From  water  also  amall  anhydrona  needlea  are  obtained  j  when  crystala  depoeited  from 
ether  are  immersed  in  a  concentrated  aqneona  solntion,  hydrated  crystak  are  afterwarda 
deposited  in  other  parts.    (Holder.) 

PfaiT  Mulder.        Martins. 

CWH^O* 194    ....    91-51     ....    9215     ....    91-51     ....     91-86 

aAq    18     ....      8-49    ....      785     ....      8-49    ....      8-14 


C»WH«>0*  +  2Aq....  812    ....  100-00    ....  100-00    ....  10000    ....  100-00 

The  crystals  give  off  their  water  at  100''  (Pfaff  and  Liebig,  Martinsh 
notoompletelv  tiU  the^  are  heated  to  a  temperature  aboye  120^  (Mulder); 
and  beoome  dull  and  friable.    (Pfaff  and  Liebig). 

5.  Aqueom  Caffeine,  —  Caffeine  dissolves  sparingly  in  oold,  easily  in 
hot  water.  1  part  of  caffeine  dried  at  120°  dlssolres  at  12*5  in  98  parts 
water;  1  part  crystallised  caffeine  in  93  parts.  (Mulder^  It  dissolves 
in  35  to  40  parts  of  cold  water  (Ondry),  in  48  parts  at  iV  (Zenneck)^ 
in  50  parts  (Pfaff),  in  100  parts  at  15^  (Giinther^. 

The  aqueous  solution  of  caffeine  is  not  altered  by  boracic,  phosphoric, 
sulphuric,  hydrochloric  or  nitric  acids,  by  ammonia  (Mulder),  by  the 
fixed  alkalis,  either  pure  or  carbonated  (Heriog,  Mulder),  by  iodide  of 
sodium  (Mulder),  by  baryta-  or  lime-water  (Pfaff,  Mulder),  by  chromate 
of  potash  (Mulder),  by  metallic-salts  (PfAff,  Hersog),  by  protochloride  of 
tin  (Nicholson),  bichloride  of  tin,  neutral  or  basic  acetate  of  lead,  sesqoi- 
ohloride  of  iron,  acetate  (Mulder),  or  sulphate  of  copper,  mercnrous 
sulphate  (Nicholson),  chloride  of  mercury,  alcoholic  solution  of  bichloride 
of  platinum,  ferrocyanide  of  potassium  (Mulder),  or  tartar  emetic  (Pfaff). 
It  does  not  precipitate  a  solution  of  gelatin.     (P£siff ) 

Wftih  .iauf«.  •*- Caffeine  combines  with  strong  acids  to  form  salts 
baring  an  acid  reaction.  (Herzpg.)  The  aalto  which  Giese,  PeUetier  H 
Caventoii,  and  Oadry  thoaght  they  had  obtained,  appear  to  have  been  pure  caffeine. 

It  dissolves  quickly  in  acids  (slowly  in  oxalic  and  in  tartaric  acid, 
Mulder);  the  solutions  are  acid.  They  are  not  precipitated  by  potash. 
(Jobst)  On  evaporating  solutions  of  caffeine  in  acidulated  water, 
caffeine  free  from  acid  crystallises  out.    (Pelletier^  Mulder.) 

Caffeine  dissolves  rapidly  in  aqueous  boracic,  and  phosphoric  acids, 
bni  on  evaporation  caffeine  free  from  acid  is  obtained.    (Mulder.) 

Sulphate  of  Caffeine.  —  Asbestos-like  needles.  (Ondry.)  Caffeine 
forms  with  sulphuric  acid,  an  acid  and  a  neutral  salt,  which  dissolve  more 
easily  in  water  than  in  alcohol.  (GQnther.)  Dilute  sulphuric  acid  rapidly 
dissolves  caffeine,  but  no  solid  sulphate  is  obtained.  (Mulder.)  Concen- 
trated sulphuric  acid  dissolves  caffeine  without  decomposition,  and  forms 
on  evaporation,  a  salt  which  crystallises  slowly  in  silxy  needles,  has  an 
acid  and  rather  bitter  taste,  and  is  sparingly  soluble  in  ether.     (Herzog.) 

Caffeine  crystallises  unchanged  from  dilute  perchloric  acid. 
(Boedeker,  Ann,  Fharm,  71,  63.) 
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HydroMoTote  of  Caffeine.  —  Caffeine  dissolyes  easily  in  hydrocliloric 
acid.  (Giinther.)  a.  Normal, — Caffeine  dissolyes  in  concentrated 
hydrochloric  acid  (on  the  addition  of  water  or  of  alcohol  a  considerable 
quantity  of  hydrate  of  caffeine  crystallises  oat).  The  solution,  concen- 
trated by  gentle  evaporation,  is  left  to  crystallise,  and  the  crystals 
obtained  are  washed  with  ether.     (Herzog.) 

Beautiful  large  crystals  (Herzog)  belonging  to  the  oblique  prismatic 
system,  partly  resembling  crystals  of  sphene,  and  partly  those  of  epidote. 
The  length  of  the  principal  axis  is  subordinate,  that  of  the  second  lateral 
axis  is  more  prominent,  the  faces  are  regularly  arranged  about  the  semi- 
axes  (but,  do  thej  belong  to  the  oblique  prismatic  grgtem?  Gm.)  ti  :  n  = 
118^°.  The  acute  terminal  planes  are  inclined  to  the  lateral  edges  at 
an  angle  of  11 6^^  (Blasius.)  The  crystals  readily  give  off  hydrochloric 
acid  in  the  air,  and  effloresce;  but  even  after  passing  dry  hot  air  for  six 
hours  over  them,  a  certain  portion  of  the  hydrochloric  acid  remains. 
(Herzog.) 

Henog* 

C>»N«HWO* 194      ....    84*21     86-02 

HCi 36-4  ....     1579    13-98 

CMN<HM>0*,Ha  ....  230-4  ....  100-00    lOO'OO 

h.  Acid.  — 100  parts  of  anhydrous  caffeine  absorb  32*82  parts  when 
dry  hydrochloric  acid  gas  is  passed  over  it.  If  air  be  afterwards  passed 
oyer,  hydrochloric  acid  is  expelled.  Caffeine  saturated  with  hydro- 
chloric acid  forms  with  water,  an  acid  solution  from  which  caffeine  crys^ 
tallises.    (Mulder.) 

Mnlder. 

CWN*HWO* 194      ....    72-72    75-29 

2  HCI  72-8  ....     27-28     24-71 

Ci6N<H»0<,2HCi....  266-8  ....  10000    lOO'OO 

Nitrate  of  Caffeine.  —  Caffeine  dissolves  easily  in  nitric  acid,  (without 
decomposition^  even  in  the  concentrated  acid  :  Herzog),  and  the  colourless 
solution  yields  a  neutral  salt  having  the  form  of  caffeine  (Giinther);  a  cry- 
stallisable,  acid  and  bitter  salt,  very  sparingly  soluble  in  ether.  (Herzog.) 
Ffaff  and  Mulder  were  not  able  to  prepare  a  nitrate  of  caffeine. 

Caffeine  disolves  more  easily  in  ammonia  and  in  potash  than  in 
water.     The  solutions  are  colourless.     (Pf&ff.) 

Phosphomolybdic  acid  dissolved  in  nitric  acid  forms  with  solution 
of  caffeine  a  bright  yellow,  voluminous  precipitate,  which  behaves  with 
reagents  like  the  precipitate  obtained  by  phospnomolybdic  acid  in  solution 
of  Conine.     (Sonnenschein.) 

Boiled  with  sesquichloride  of  iron,  caffeine  yields  on  cooling  a  reddish 
brown  precipitate,  which  dissolyes  completely  m  water,  and  is  probably  a 
double  salt.     (Nicholson.) 

Nitrate  of  SUver  wUh  Cafeine, — 1 .  Nitrate  of  silver  in  excess  is  poured 
Into  an  aqueous  or  alcoholic  solution  of  caffeine.  If  both  solutions  are  con- 
centrated, the  compound  separates  in  white  crystalline  hemispheres  which 
adhere  firmly  to  the  glass  vessel.  (Nicholson.)  —  2.  Caffeine  dissolved  in 
water  together  with  nitrate  of  silver,  and  evaporated,  forms  a  white 
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crystalline  compound  wbich  contains  nitric  acid^  oxide  of  silyer  and 
caffeine,  and  detonates  when  heated,  giving  off  red  vapoars.  (Rochleder.) 
In  the  dry  state,  it  does  not  blacken  in  the  light,  but  becomes  yiolet- 
coloared  when  moist.  When  more  strongly  heated,  it  decomposes  with 
Tolatilisation  of  caffeine  (Y  Gm.)  and  leayes  a  residue  of  silTcr.  Dis- 
soItcb  with  difficalty  in  cold,  more  readily  in  hot  water  or  in  alcohol. 
(Nicholson.) 

Nicholion. 

16  C  96  ....    26-37    26-45 

5N 70  ....  19-23 

10  H 10  ....      2-74    2'86 

10  O  80  ....  22-00 

Ag 108  ....    29-66    29-79 

CWN<H">CM,AgNO« 364    ....  100-00 


Chloride  of  Mercury  mth  Cqfeine,  —  Aqneons  or  alcoholic  solation 
of  caffeine  is  mixed  with  excess  of  corrosive  sablimate.  The  mixtare, 
at  first  dear,  solidifies  in  a  few  minutes  into  a  mass  consisting  of  small, 
white  needles.  These  are  purified  by  recrystallisation  from  water  or 
alcohol.  (Nicholson.)  An  alcoholic  solution  of  caffeine  containing 
hydrochloric  acid,  giyes  with  corrosiye  sublimate  the  same  needles, 
which  may  be  gently  heated  till  solntion  takes  place,  and  washed  after 
recrystallisation,  with  water,  alcohol  and  ether.     (Hinterberger.) 

Needles  resembling  caffeine,  bat  smaller.  (Nicholson.)  Long,  silky 
needles,  partially  grouped  in  stars.  (Hinterberger.)  They  dissolve  in 
water,  hydrochloric  acid,  alcohol  and  oxalic  acid,  with  which  latter  sub- 
stance they  appear  to  form  a  crystalline  compound.  Nearl]^  insoluble 
in  ether.  May  be  dried  at  100^  without  decomposition,  and  without  loss. 
(Nichokon.) 

At  100*.  Micholson.  Hinterberger. 

16  C    96      ....    20-65    20-30    ....    20-45 

4N 66      ....  1208 

10  H  10     ....      215    2-32    ....      214 

4  0   32      ....  6-88 

2Hg 200      ....     4300     4291     ....     42*61 

2  CI  70-8  ....  15-24 

C^WHW0*,2HgCl 464-8  ....  100-00 

CMoroaurate  of  Cajfeine,  —  Solation  of  chloride  of  gold  is  added  in 
excess  to  a  solution  of  caffeine  in  hydrochloric  acid.  In  concentrated 
solutions  the  mixture  quickly  solidifies  to  a  mass  of  splendid  lemon- 
yeUow  crystals.  The  crystals  are  washed  with  cold  water,  recrystallised 
from  alcohol,  and  dried  in  the  water-bath. 

The  compound  when  crystallised  from  alcohol,  forms  long  orange- 
coloured  needles  having  a  strong  metallic  taste.  When  dry,  it  does  not 
change  in  the  light  or  at  100°.  The  aqueous  solution,  kept  for  some  time 
in  a  state  of  ebuUition,  deposits  yeUow  flakes,  which  do  not  dissolve  in 
water  or  alcohol,  but  are  soluble  in  hydrochloric  acid.  If  the  eolution 
is  kept  for  some  hours  at  68^  gold  separates  from  it  in  lustrous  laoiiacD. 
(Nicholson.) 
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16  C  

96 

56 

11 

38 

196*66 
148 

....    17-98 
....     10-50 
....      2-06 
....      601 
..^    86*85 
....    26-60 

Nicholflon. 
•  17-72 

4  N 

11  H  

2-11 

4  O  

Att 

t....*4i    37*08 

4  CI 

CWN<H>oO*,HCl,Aua».... 

533-66 

....  10000 

CMoroptatmate  of  Oafeine,  —  Alcoholic  bichloride  of  platinum  does 
not  precipitate  the  aqueous  solution  of  caffeine.  (Mulder.)  When 
bichloride  of  platinum  is  added  to  a  Hot  solution  of  hjdrochlorate  of 
caffeine,  the  mixture  on  cooling  deposits. granular  crystals  which  must  be 
washed  with  alcohol  or  ether.  (Stenhonse^  Nicholson.)  Bmall  but  very 
distinct  orange-yellow  crystals;  more  permanent  than  hydrochlorate  of 
caffeine  (Stenhouse);  they  do  not  lose  weight  at  100"^,  or  undergo  any 
alteration  by  exposure  to  light.  (Nichobon.)  The  platinum-salt  of 
caffeine  boiled  with  nitric  acid,  dissolves  with  evolution  of  red  vapours, 
and  the  liquid  on  cooling  deposits  a  new  platinum-salt  in  bnlliant 
hexagonal  prisms.     (RochTeder.) 

Sparingly  soluble  in  water^  alcohol  and  ether,    (Nicholson«) 

Stoiihoius*    NIoholion« 

16  C  M 96      ....  83-97    24*28    ....    83*80 

4N  56      ....  13-98 

11 H  U      ....  2-74    u. 8-89    ...,      286 

4  0  32      ....  8*02 

Pt  98*9  ....  24*70    24-49    ....    24*58 

8  01  106*5  ....  86*59 
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C"N*H«»0*,HCl,PtCl«  ....  400-4  ....  10000 
Rochleder  found  24-55  p.  c.  platinum. 

With  eUoride  afpaUadiumy  hydrochlorate  of  caffeine  forms  a  beau- 
tiful brown  precipitate,  and  the  filtrate  deposits  yellow  scales  of  another 
compound,  not  unlike  iodide  of  lead.     (Nicholson.) 

Cyanide  of  Mercury  with  Caffeine.  —  (First  observed  by  Nicholson.)  — 
Obtained  by  mixing  a  hot  solution  of  caffeine  in  85  p.  c.  alcohol  with  a 
hot  aqueous  solution  of  cyanide  of  mercury.  The  mixture,  at  first  clear^ 
deposits,  on  cooling,  an  abundance  of  colourless  needles,  which,  after  being 
washed  with  water  and  alcohol,  do  not  change  at  1 00°.  Prisms  belonging 
to  the  square  prismatic  system^  but  seldom  having  their  terminal  &ces 
oompletelr  developed  P4.  ooP.   qdPoo  .  a  :  6  i  0  «=  1  :  1*7851  :  0*8d81. 

iSchabus.)    The  salt  dissolvesy  with  difficultyi  in  cold  water  and  aloohoL 
Kohl  ana  Swoboda.) 

Kohl& 
Swoboda, 

C«WH»0*    246    ....    55-16 

2  Hg 200     ....     44-84     45*11 

-1 -    -- —  -  —  ■ *- ' 

Ci«N*H>0O*,2HgCy  ....  446    ....  100-00 
Caffeine  dissolves  in  20  parts  of  alcohol  at  21°  (Zenneck),  in  35  parts 
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of  85  per  cent  alcohol,  at  20^  ^Giinther.)  Crystallised  caffeine  dissolves 
in  158  (?)  parts  of  anhydrous  alcohol  at  12*50  ;  caffeine  dried  at  120'', 
in  97  parts.  (Mulder.)  It  does  not  dissolve  in  absolute  alcohol.  (Pfaff.) 
It  dissolves  easily  in  hot  alcohol. 

It  docs  not  dissolve  in  ether  (Pfaff),  very  little  (Robiquet,  Martins, 
Herzog);  in  300  parts.  (Peligot.)  Crystallised  caffeine  dissolves  in  218 
parts  of  ether  ;  after  drying  at  120°,  in  194  parts  (?)  at  12*5''  (Mulder); 
readily,  with  the  aid  of  heat    (Jobst,  Mulder.) 

Caffeine  dissolves  easily  in  acetic  acid  (Pfaff);  slowly  in  oxalic  and 
tartaric  acids,  and  crystallises  from  the  latter  solutions  unchanged.  (Mul- 
der.) It  forms  with  citric  acid  (Oudry)  a  salt  crystallising  in  long 
thin  silky  needles ;  according  to  Qiinther,  on  the  contrary,  no  such  salt  is 
produced. 

Tannate  of  Cafeine,  — •  The  aqueous  solution  of  caffeine  forms,  with 
an  infusion  of  galls  (no  precipitate,  according  to  Pfaff,  but  according 
to  Herxog  and  Martins)  an  abundant  white  precipitate,  which  dissolves 
in  alcohol.  (Miilder.)  Infusion  of  tea,  by  its  tannin,  also  gives  with 
solution  of  caffeine  a  precipitate  which  is  large  or  small,  according  as  the 
tea  infusion  is  strong ;  pure  tannin  does  the  same.  The  precipitate  is 
dissolved  on  heating  the  aqueous  liquid.     ^Mulder.) 

To  prepare  the  salt,  aqueous  caffeine  is  added  in  excess  to  aqueous 
tannic  acid,  the  precipitate  dissolved  on  the  filter  in  alcohol,  and  the 
solution  evaporated.  It  contains  41*9  per  cent,  caffeine,  and  58*1  per 
cent,  tannic  acid.    (Mulder.) 

Caffeine  dissolves  in  volatile,  not  in  fatty  oils  (Herzog),  not  in  oil  of 
turpentine  (Pfaff),  but  very  easily  in  oil  of  rosemary.  (GUnther.)  It 
may  be  melted  with  camphor  to  a  slightly  crystalline  mass.  The  solu- 
tion in  oil  of  almonds  partly  assumes,  on  cooling,  an  imperfectly  crystal- 
line character,  and  Partly  forms  an  unctuous  mass ;  water  and  alcohol 
extract  the  caffeine  from  it     (Martins.) 


OxycUorazo-nucUus  C^N^CIITO*. 

ChlorocaflRBine. 

C"N*C1H»0*  =  C"N*CIH»0*,H». 

RocHLEDEB.     W%€n,  Akad,  Ber,  1856,  2,  96 ;  J.  pr.  Chem.  56,  408. 

Formation,  (p.  230.)  The  product  obtained  by  the  imperfect  action 
of  chlorine  on  caffeine  suspended  in  water,  is  purified  by  three  or  four 
recrystallisations  from  water.  It  forms  a  light  bulky  mass,  and  crystal* 
Uses  in  needles  from  alcohol. 

Decomp^Mon.    By  the  continued  action  of  chlorine,  it  forms  chloride 
of  cyanogen,  methylamine,  and  amalio  acid  (p.  280.) 
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Cyanazo-nudeus  C**CyN*H". 

Cyanethine. 

Faankland  &  KoLBB.    Atifi.  Fharm.  65,  282;  Chem.  See.  Qu.  J.  1,  60. 

C^andihin,  Kfondthin, 

Formation  and  Preparation.  CTanide  of  ethyl  is  gradually  dropped 
on  potassium,  and  at  last  gently  heated  as  lon^  as  sas  (G*H')  continues  to 
escape.  A  yellowish  tough  mass  then  remains,  from  which  cold  water 
dissolves  much  cyanide  of  potassium,  leaying  a  white  suhstance  undis- 
solved. This  substance  is  washed  with  cold  water  and  dissolved  in  hot 
water,  which,  on  cooling,  deposits  pearly  crystalline  laminsd.  The  quan- 
tity of  cyanethine  thus  obtained  amounts  to  only  a  small  percentage  of  the 
cyanide  of  ethyl  j  if  the  potassium  be  directly  added  to  an  excess  of 
cyanide  of  ethyl,  scarcely  a  trace  is  obtained.  White,  inodorous^  taste- 
less. Melts  at  about  190^,  and  begins  to  boil  at  208'',  but  only  a  portion 
of  it  volatilises  nndecomposed.  When  dissolved  in  warm  water,  it  has  a 
feeble  but  distinct  alkaline  reaction. 


18  C  

3  N 

108    ....    65-45 

42     ....     26-45 

Fnmkland  Bt  Kolbe. 

65-60 

25-50 

15  H 

15     ....       910 

9-25 

C»N»H» 

165    ....  100-00 

100-35 

Cyanethine  may  be  boiled  with  caustic  potash  without  decomposition; 
when  it  is  evaporated  to  dryness  with  potash,  and  heated,  most  of  it 
sublimes  unchanged  and  the  residue  does  not  blacken. 

It  dissolves  but  very  sparingly  in  cold  water,  more  readily  in  hot 
water,  and  crystallises  out  on  cooling.  DissoWes  easily  in  all  acids.  The 
sulphate  and  hydrochlorate  of  cyanethine  do  not  crystallise^  and  dissolve 
easily  in  water. 

Jfitraie  of  Cyanethine*"^  The  solution  of  cyanethine  in  dilute  nitric 
leaves,  on  spontaneous  evaporation,  large  colourless  prisms,  which,  after 
recrystallisation,  are  quite  neutral. 


Dried  at  100^ 
18  C  108 

....    47-4 

....     24-6 

7-0 

....     21-0 

Wuikland  &  Kolbe. 
47«5 

4  N 56 

16  H 16 

24-6 

7«0 

6  0 48 

20-9 

CWN'H"  HO,NO»  ....  228 

....  100-0 

1000 

Chloroplatinate  of  Cyanethine, — Concentrated  solutions  of  hydrochlorate 
of  cyaDethine  and  bichloride  of  platinum  form  a  red  crystalline  precipi- 
tate, which  separates  from  solution  in  water  by  spontaneous  evaparation 
in  large  ruby-rod  octohedrons. 
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On  boiling  the  alooholio  solution,  protochloride  of  platinum  is  formed. 
Dissolves  with  difficulty  in  water^  with  tolerable  facility  in  alcohol 
and  ether-alcohol. 

FranklADd  &  Kolbe. 

18  C  1 108  ....  29a       29-1 

3  N  42  ....  11-4 

16  H  16  ....  4-3      4-4 

Pt 99  ....  26-5       26-2 

3  CI 106-2  ....  28-7 

CMN»H",HCl,PtCl» 871-2  ....  100-0 

Acetate  of  Cyanethine,  —  The  solution  of  ojranethine  in  acetic  acid 
gives  off  acetic  acid  on  evaporation  in  vacuo,  and  leaves  a  basic  insoluble 
salt. 

Oxalate  of  Oyanethine.  —  Larse  prisms,  formed  bj  the  spontaneous 
evaporation  of  the  base  saturated  with  oxalic  acid. 

The  tercMcrcmethyhulphiie  of  eyanethine  crystallises. 
Cyanethine  dissolves  in  alcohol  in  almost  all  proportions. 


Primmy  NuOeui  C"H» 
OxygetMiucleus  C»H»0«. 

Glacic  Acid. 

Pbliqot  (1838).    Ann.  Chim.  Fhys.  67,  154. 
Mulder.    J.pr,  CAem.  21,  229. 

6/tie«ji«aifrei  Aeide  JtaUtMeeharique. 

Formation.  1.  By  the  action  of  the  stronger  bases,  such  as  potash, 
soda,  bar^rta,  strontia,  lime,  oxide  of  lead,  on  an  aqueous  solution  of  cane 
or  grape  sugar ;  slowly  at  ordinary,  more  rapidly  at  higher  temperatures. 
(Peligot.)  — 2.  Crystallised  diabetic  sugar  treated  with  oxide  of  lead,  at 
110°,  gives  off  28  per  cent,  of  water  and  is  converted  into  glucio  acid. 
(Peligot.)  —  3.  It  is  also  formed,  together  with  ulmin  and  humin  sab- 
stances,  on  boiling  cane-sugar  with  sulphuric  acid  and  water. 

Preparations,  1.  A  solution  of  sugar-lime  is  allowed  to  stand  till  the 
alkaline  reaction  has  completely  disappeared  and  carbonic  acid  no  longer 
produces  a  precipitate ;  a  Quantity  of  oxalic  acid,  exactly  sufficient  to 
precipitate  the  lime,  is  addea,  and  the  whole  is  evaporated  and  filtered;-* 
or  better :  basic  acetate  of  lead  is  added  instead  of  oxalic  acid,  by  which, 
a  more  abundant  white  precipitate  is  formed ;  and  this,  when  washed 
diffused  in  water,  decomposed  with  sulphuretted  hydrogen,  and  filtered 
from  the  sulphide  of  lead,  yields  aqueous  glucio  acid.     (Peligot.) 

2.  A  hot  and  concentrated  solution  ef  hydrate  of  baryta  or  limo  is 
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mixed  with  grape«8Ugar  melted  Id  its  water  of  orjBtallisation  at  100% 
whereapon  violent  action  is  at  once  set  ap^  heat  is  evoWed^  and^  by  the 
formation  of  large  quantities  of  aqneons  yapour^  a  portion  of  the  mass 
may  be  scattered  about.  (When  potash  or  soda  is  used,  this  always  takes 
place.)  The  mass  thus  obtained  consists  chiefly  of  glucic  acid^  but  contains 
also  a  brown  sabstance  (into  which  the  glucic  acid  would  be  entirely 
changed  by  oontinuing  the  heating),  which  may  be  precipitated  by  the 
cautious  addition  of  small  quantities  of  basic  acetate  of  lead.     (Peligot.) 

3.  The  brownish-red  liquid,  obtained  after  long  boiling  of  cane-sugar 
with  sulphuric  acid  and  water,  is  neutralised  with  chalk ;  and  after  sepa- 
rating the  humus  substances,  the  syrup  is  evaporate^  with  excess  of  chalk, 
the  residue  treated  with  a  little  water,  the  solution  filtered,  and  the  brown 
filtrate  evaporated  to  a  syrup,  whereupon  it  again  becomes  acid.  Even 
by  another  neutralisation,  only  a  portion  of  the  free  acid  is  removed. 
This  syrup  contains — besides  a  little  sulphate  of  lime— sugar  of  mucilage, 
apoglucate  of  lime  and  glucate  of  lime.  It  is  mixed  with  alcohol,  filtered 
from  the  abundantly  precipitating  myith-brown  flakes  of  apoglucate  of 
lime,  and  the  filtrate,  now  less  deeply  coloured,  is  treated  with  animal 
charcoal,  which  still  takes  up  apoglucate  of  lime.  The  decolorised  filtrate, 
when  evaporated  in  vacuo,  yields  an  almost  colourless  syrup,  in  which 
needles  of  biglneate  of  lime  are  formed  after  a  few  days.  The  residual 
syrup  is  mixed  with  small  quantities  of  lime,  as  long  as  it  remains  clear 
(whereby  the  acid  reaction  is  almost  entirely  destroyed),  and  then  mixed 
with  alcohol,  which  throws  down  white  flakes  of  monoglucate  of  lime; 
these  are  washed  with  alcohol  in  an  atmosphere  free  from  carbonic 
acid,  then  pressed,  and  dried  at  10(f  over  chloride  of  calcium  in  vacuo. 
(Carbonic  acid  would  form  carbonate  of  lime  and  free  glacic  acid,  which  would  pass 
through  the  filter  with  the  aleobol.)  Owing  to  the  presence  of  a  slight  excess  of  glacic 
acid,  Uie  alcoholic  wash-water  holds  in  solution  glucate  of  lime  and  sugar  of  mucilage;  on 
standing  in  the  air,  it  deposits  carbonate  of  lime  and  yields  crystals  of  biglneate  of  lime. 
The  residual,  strongly  acid  liquid,  again  saturated  with  lime,  and  precipitate  with 
alcohol,  yields  a  furtiier  quantity  of  locate  of  lime,  and  so  on  till  all  the  glucose  is 
transformed. 

The  glucate  of  lime  is  dissolved  in  water  and  precipitated  with  basic 
acetate  of  lead ;  the  white  precipitate  is  washed  and  decomposed  with 
sulphuretted  hydrogen  ;  the  liquid  filtered,  and  the  filtrate  evaporated  in 
vacuo:  glucate  of  lime  then  remains.     (Mulder.) 

PropeiiieB,  The  acid  after  drying  in  vacuo,  forms  an  uncrystallisable, 
highly  hygroscopic  mass,  resembling  tannic  acid.  (Peligot.)  Solid  mass 
which  does  not  attract  moisture  from  the  air.  (Mulder.)  It  hardens  in 
the  air,  even  after  evaporation  to  a  Sjrmp.  (Mulder.)  Tastes  and  reacts 
strongly  acid. 

DeoompotiHoni.  1«  Mixed  with  pead  it  does  not  ferment  (Peligot.) 
—  2.  Heated  above  100*',  it  gives  off  a  large  quantity  of  water  and  turns 
brown.  (Peligot.)  —  8.  When  its  aqueous  solution  is  boiled  in  the  air, 
or  with  dilute  hydrochloric  or  snlphnric  acid,  or  when  the  aolotion  of 
its  limoHialt  is  evaporated  in  the  air,  it  turns  brown  and  yields  ilpoglucic 
acid.  —  4.  Bv  boiling  with  moderately  concentrated  ndphuric  acid,  it  is 
completely  changed  into  humin,    (Mulder.) 

Dissolves  easily  in  water  (Mulaer);  in  all  proportions.     (Peligot.) 
Forms,  with  bases,  neutral  salts,  which  are  all  soluble  in  water,  with 
the  exception  of  the  lead-salt.     (Peligot.)     Forms  two  series  of  salts, 
bibasio  (neutral)  and  monobasic  (acid).    (Mulder.) 


JBLLT  FROM  PtNB-KEBDLBS.  2S9 

OlucaU  of  Lime,  —  a,  BibaHe.  —  Forms  »  white  JoUr  wlien  pure. 
The  salt,  dried  in  vaono  at  100^  is  permanent  in  the  air.  but  has  an 
amber  colour,  arising  from  the  presence  of  apoglucio  acid.  May  be  pow- 
dered. Smells  like  paper  when  burnt.  Decomposes  by  contact  with 
carbonic  acid,  yielding  carbonate  of  lime  and  the  biacid  salt ;  hence  the 
jelly,  when  exposed  to  the  air,  is  changed  into  a  hard  mixture  of  carbonate 
andbiglacate  of  lime.  Dissolyes  easily  in  water,  sparingly  in  alcohoL 
(Mulder.) 

JDrM  In  vaeuo  ai  IWf.  Muldar. 

16  C  f5  ....  88*24  87*97 

11  H :. 11  ....  4-38  4-46 

110  88  ....  35-06  34*48 

2  Cap 56  ....  22-32  23-09 

CWCa'HWQW  +  Aq 851     ....  lOO'OO    10000 

According  to  Gerhardt,  it  is  perhaps  C^Ca^^O^  +  Aq.  CalcnlatioD  38*81  C, 
4-03  H,  22-58  CaO.    (7V«f/#  2,  563.) 

5.  Monobasic,  -^  Carbonate  of  lime  forms  with  glncio  acid,  not  the 
neutral,  but  the  acid  salt.  Dissolves  easily  in  alcohol.  The  concentrated 
aqueous  solution  forms  a  sticky  syrup,  which  crystallises  in  needles. 
(Mulder.) 

GlueaU  of  Lead  and  Oalcium.  —  Obtained  by  precipitating  aglncate 
with  basic  acetate  of  lead.    White  precipitate. 

Peligot. 

16  C     96      .,..  14-97  14-35 

10  H     10      ....  1-56  1-97 

10  O     80      ....  12-48  13-43 

4  PbO    455-2  ....  70-99  70-25 


C»«Pb»H»On  2PbO 641-2  ....  100-00     lOOOO 

According  to  Gerhardt^  it  \b  perhaps  C^Pb>H*^0»  -t-  Aq.  CalcnUtion  requires 
15-0  C  5  1-7  H  5  70-0  PbO. 

Bibasio  glucate  of  lime  precipitates  mercurous  nitrate  and  nitrate  of 
ailyer.  It  does  not  precipitate  nitrate  of  baryta,  sesquiohloride  of  iron,  or 
acetate  of  copper.     (Mulder.^ 

Gluoic  acid  dissolyes  reaaily  in  alcohol.     (Mulder.) 


Jelly  from  Pine-needles. 
CWRWO"  =  C"H"0*,0*. 


Kawalieb.     Wien.  Akad.  Ber.  11,  344;  Ann.  Pharm.  88,  370. 

Sources.   In  the  needles  and  bark  of  P»nw  «y?va<r«.   By  boiling  with 
feebly  alkaline  water,  pine  needles  which  haye  been  exhausted  with 
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alcohol,  a  dirty  greenish  brown  decoction  is  obtained,  from  which  hydro- 
chloric acid  precipitates  reddish  brown  gelatinous  flakes.  These  are  freed 
from  resin  by  boiling  with  alcohol;  dissolved  in  water  containing  potash, 
and  precipitated  with  hydrochloric  acid,  after  evaporating  the  alcohol : 
the  precipitate  is  then  washed  with  alcohol  and  dried  at  100^.  —  Pine- 
bark  exhausted  with  alcohol,  yields  when  boiled  with  alkaline-water,  a 
dark-red  decoction;  and  this  precipitated  with  hydrochloric  acid,  gives 
dark  red  flakes,  which  are  washed  with  water,  then  with  alcoholic  ether 
and  boiling  alcohol,  dissolved  in  very  dilute  aqueous  potash,  precipitated 
with  hydrochloric  acid,  washed  with  alcohol,  and  dried  at  100* 
Reddish  brown  powder,  soluble  only  in  alkaline  liquids. 


16  C     

96 

....    51-61 
....      5-37 
....     43-02 

Kawalier. 
fiam  neediei,   from  bark, 

51-00    ....    51-18 

10  H    

10 

5-46    ....       5-39 

10  O     

80 

43-54     ....    43-43 

OMHIOQIO 

...*•  186 

....  100-00 

100-00    ....  100-00 

In  the  analyses,  a  small  quantity  of  ash  has  been  sobtracted. 


Appendix, 

Jelly  from  Pine-bark  and  l^v^  OcGidenMU. 

Ci«H»«0»*  or  C"H»0". 

Kawalier.    Ann.  Pharm.  88,  374;  J,  pr,  Chan.  64, 18. 

Sources,    1 .  In  the  bark  of  Pintu  tylvedris.  —  2.  In  the  green  parts 
of  Thuja  occidentalia. 

Preparation.    Like  that  of  the  jelly  from  pine  needles. 

ICawalier. 
At  100*.  from  TAt^a. 

16  C  96    ....    43-64    43-81 

12  H 12     ....      5-45     5-48 

14  O  112     ....     50-91     51-21 


CUH^O»  220    ....  100-00    100-00 

Kawalier. 
At  100''.  from  Pinu9. 

16  C  96    ....    47-52     47-39 

10  H 10    ....      4-95     509 

12  O 96     ....     47-53     47-52 

CWH«K)»«  202    ....  10000    100-00 

When  prepared  from  TkvjOy  it  likewise  contained  ash,  amounting  to 
5*44  per  cent. 
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When  prepared  from  Pinus,  its  ammoniaoal  solution  gives,  with 
chloride  of  bariam,  a  flocculent  precipitate,  which,  after  drying  at  lOO"", 
contains  31-93  p.  c.  carbon,  8*97  hydrogen,  and  26*49  baryta,  and  is, 
therefore,  C"H»0»*,BaO.  (Calculation  requires  32-37  C,  404  H., 
25-81  BaO.) 


Appendix  to  Anisene. 

Anhydrous  Anisic  Acid. 

Pisani.     Compt  rend,  44,  837;  J.  pr,  Chan.  71,  189. 

Anisic  anhydride^  Anmdure'Onhydridf  Acide  anUique  anhydre. 

Formation  and  Preparation.  6  atoms  of  dried  and  powdered  anisate 
of  soda  are  mixed  in  a  flask  with  1  atom  of  pentachloride  of  phosphorus; 
the  mass,  after  the  action  is  terminated,  is  treated  with  cold  water ; 
the  liquid  is  filtered ;  and  the  anhydrous  acid  remaining  on  the  filter, 
is  washed,  pressed  between  filtering  paper,  and  crystallised  from  ether. 

Properties.  Concentrically  united,  silky  needles,  which  melt  towards 
99^  and  distil  at  a  higher  temperature. 


16  C  

7  H 

96 

7 

....     67-13     ... 
....       4-89     ... 

....      ^7*9a       ... 

Pisani. 

66-95 

5-17 

5  O  

40 

27-88 

C"HW 

143 

....  100-00     ... 

100-00 

With  boiling  water  it  melts  and,  after  some  time,  forms  anisic  acid  ; 
with  heated  potash  and  ammonia  it  forms  anisates. 

Does  not  dissolye  in  water,  potash,  or  ammonia.  Dissolves  readily  in 
alcohol  and  ether,  especially  when  warm,  most  easily  in  a  mixture  of  the 
two. 


Anisuric  Acid. 

C«>H"NO«  =  C»AdH«0«. 

Cahours.     Qmpt.  rend.  44,  570;  Pharm.  Centr.  57,  466. 

Anuurs'dure,  Acide  aniiurigue. 

Formation.    Obtained  by  the  action  of  chloride  of  anisyl  on  silver- 
glycocoL 

Crystallises  well. 

Heated  with  acids,  it  is  resolved  into  glycocol  and  anisic  acid. 

Forms  crystallisable  salts. 

VOL.  XIII.  R 


J 


242  APPENDIX  TO  ANISKNE, 


Anisosalicyl. 

CI«>H«0«  =  C^*H»0«»C"HW. 

Cahours.     Compi.  rend,  44,  1254;  Pharm,  CerUr.  57,  585. 

Produced  by  the  action  of  chloride  of  anisyl  on  salicylous  acid,  hydro- 
chloric acid  being  at  the  same  time  evolved. 
Neutral.     Exactly  like  acetosalicyl. 


Appendix  to  Vol.  xii,  p.  246. 

Acetosalicyl. 

C*«H«0«  =  C*H»0»,C"H»0». 
Cahocrs.     Oompt  rend,  44,  1253;  Pharm,  Centr,  1857,  585. 

Formation  and  Preparation.  Salicylous  acid,  heated  with  chloride  of 
acetyl,  is  briskly  attacked,  with  disengagement  of  hydrochloric  acid  and 
formation  of  a  beautifully  crystallising  substance. 

Properties,    Perfectly  neutral  needles.     Can  be  distilled. 

Cahoon. 
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b  was  previously  distiUed  at  a  red  heat  over  anhydrous  baryta. 
Isomeric  with  camaric  acid,  and  with  anhydixios  acetobeiuoic  acid. 

Decompositions.  1.  Not  altered  by  aqueous  ammonia^  by  aqueous, 
alcoholic,  or  solid  potash,  or  even  by  anhydrous  baryta  at  a  red  heat.  — 
2.  It  is  violently  attacked  by  bromine,  chlorine,  and  fuming  nitric  acid, 
forming  substitution-products  which  crystallise  well. 

Combinations.  Acetosalicyl  does  not  dissolve  in  water.  It  scarcely 
dissolves  in  cold,  more  readily  in  boiling  alcohol,  and  crystallises  in  beau- 
tiful needles  on  cooling. 

According  to  Schiiler  {J,  pr,  Chem,  72,  258),  pure  chloride  of  acetyl 
does  not  act  upon  salicylous  acid  in  the  cold,  but  forms  when  heated  with 
it,  a  brown  unctuous  mass  which  does  not  yield  acetosalicyl.  On  the 
other  hand,  chloride  of  acetyl  containing  terchloride  of  phosphorus, 
becomes  heated  in  contact  with  salicylous  acid,  evolving  hydrochloric 
acid,  and,  forming  as  it  cools,  a  cry  stall  isable  product  which  has  all  the 
properties  of  Cahours^  acetosalicyl,  but  contains  on  the  avei*age  73*33  per 
cent,  carbon,  and  4*67  per  cent,  hydrogen  ;  hence  Schiiler  ascribes  to  it 
the  formula  C'H^O^  (calculation  7347  p.  c.  C.  and  4-76  p.  c.  H).  The 
eame  body  is  formed;  though  more  slowly,  by  adding  phosphorous  acid  to 


CHn^OLINE.  243 

salioylons  aoid  mixed  with  chloride  of  aeetyl,  and  separates  on  evapora- 
tion  in  oily  drops  which  soon  change  into  a  crystalline  solid,  and  are 
obtained  pure  by  washing  with  water  and  repeated  crystallisation  from 
alcohol.  —  Brilliant  white  prisms,  often  an  inch  long,  which  melt  at  130°, 
and  become  solid  and  crystalline  on  cooling.  They  lose  scarcely  any 
weight  at  110°. 

This  body  does  not  appear  to  be  decomposed  by  a  stronger  heat.  It  is 
not  changed  hj  potash,  soda,  or  ammonia,  by  dilate  acids,  oj  peroxide  of 
lead,  or  by  terehloride  of  phosphorus.  Oil  of  vitriol  dlssolyeB  the  crystals, 
disengaging  the  odour  of  salioylons  acid;  the  solution  filtered  aiier  satu- 
ration with  chalk,  or  carbonate  of  baryta,  colours  sesquichloride  of  iron 
yiolet.  Chloride  of  woo  at  the  boiling  heat  acts  like  oil  of  yitriol.  Con- 
centraied  nitric  acCd  forms  picric  acid;  chromic  add  forms  salicylous  acid. 
On  boiling  with  dilute  hydrochloric  acid  and  chlorate  of  potash,  there  is 
gradually  formed  a  yellow  resin,  which  smells  like  chlorokinone,  and 
separates  from  its  solution  in  boiling  alcohol  in  pale  yellow  nodules. 
These  crystals  are  not  chloranil;  they  are  not  altered  by  sulphurous  acid, 
ammonia,  or  potash,  and  melt  into  oily  drops  when  heated. 

The  compound  does  not  dissolye  in  water,  but  little  in  cold  alcohol, 
more  abundantly  in  boiling  alcohol.  It  dissolyes  in  alcoholic  potash, 
whence  it  is  precipitated  by  water.  It  dissolyes  readily  in  ether. 
(Schiller.) 


COMPOUNDS  CONTAINING  18  AT.  CARBON. 

Primary  NiuUu*  C^H*. 
AvHtuOmt  C>*NH*. 

4  Ghinoline. 

C»NH'  =  C»NHSH». 

RiTNQB  (1884).    Pogg,  31,  68. 

Gerhardt.    Ann.  Pharm.  42,  310 ;  44,  279 ;   J.  pr.  Chem,  28,  76 ; 

Jf.  Ann.  Chim.  Phys.  7,  252;  Rev,  sdent.  10,  186;  Ccmpt.  Chim. 

1845,  30. 
A.  W.  HoFMAMN.    Ann.  Pharm.  47,  31;  N.  Ann.  C^im.  Phys.  9, 129; 

Ann.  Pharm.  53,  427;  74,  15. 
Brombis.     Ann.  Pharm.  52,  130. 
Laurent.    N.  Ann.  C^im.Phys.  19,  367. 
-Gr.  Williams.     Chem.  Oaz.  1855,  301  and  325;  J.  pi\  Chem.  d^,  334; 

N.  Ann.  Chim.  Phys.  45,  488;  Chem.  Oas.  1856,  261  and  281; 

J.  pr.  Chem.  69,  355. 
V.  Babo.    J.  pr.  Cittern.  72,  73. 

CkinoUn.     Leueol  (Runge).     Q^nohme  (Gerhardt). 

Discoyered  by  Runge,  in  1839,  in  coal-tar;  Gerhardt  (1842)  obtained 
it  by  distilling  quinine  or  cinchonine  with  hydrate  of  potash.    Range's 

R  2 
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leucol  was  foand,  iu  an  elaborate  investigation  by  Hofmann,  to  be  iden- 
tical with  Gerhardt's  chinoline.  The  mixed  natare  of  the  chinoline 
obtained  from  cinchonine,  first  noticed  by  Laurent^  was  proved  by 
Greville  Williams  to  exist,  not  only  in  these,  but  also  in  that  prepared 
from  coal-tar;  hence  all  statements  with  the  exception  of  those  of 
Gr.  Williams  refer  to  impure  chinoline. 

Jbrmation,  1.  In  the  dry  distillation  of  ooal^  in  which  case  it  mixes 
with  the  coal-tar.  (Runge.)  —  2.  In  the  distillation  of  quinine,  cincho- 
nine, and  strychnine  with  hydrate  of  potash.  (Gerhardt.)  —  3.  By  the 
electrolysis  of  nitrate  of  cinchonine.  (v.  Babo.)  The  liquid  which  has 
been  exposed  to  the  zinc-pole  is  deep  reddish  brown,  and  contains  much 
separated  resin.  When  this  is  removed  and  potash  added,  the  liquid 
yields  by  gentle  heating  a  caking  precipitate,  and  evolves  an  odour  of 
ammonia,  and  then  at  a  stronger  heat  an  odour  of  chinoline;  the  liquid 
decanted  from  the  precipitate  and  distilled,  yields  an  alkaline,  milky 
distillate,  together  with  drops  of  oil,  which,  both  by  their  odour  and 
by  their  reaction  with  sulphate  of  ethyl  (p.  247)  are  proved  to  be 
-chinoline.  (von  Babo.)  —  4.  On  distilling  thialdine  with  hydrate  of 
lime,  being  recognisable  by  its  odour  and  by  the  formation  of  the 
platiuum-salt.  (Wohler,  and  Liebig,  Ann,  Fhat^m.  61,  5.)  —  5.  In  the 
dry  distillation  of  trigenic  acid  or  trigenate  of  silver,  chinoline  passes 
over,  having  a  sliarp  taste  and  strong  alkaline  reaction;  after  redistilla- 
tion with  caustic  potash,  it  floats  on  the  distillate  in  colourless  oil-drops, 
which  dissolve  in  hydrochloric  acid, .  and  form  a  crystalline  double  salt 
with  bichloride  of  platinum.  (Liebig  and  WohieT,  Ann,  Pharm.  59,  289.) 
—  6.  Chromate  of  pelosine  decomposes  at  a  temperature  somewhat  above 
100°,  giving  off  chinoline  and  carbolic  acid,  and  leaving  chromic  oxide 
mixed  with  charcoal.  (Bodeker,  Ann,  Pharm.  69,  .59.)  —  7.  Berberin 
distilled  with  milk  of  lime  or  hydrated  oxide  of  lead,  yields  chinoline, 
recognisable  by  its  odour  and  by  the  deportment  of  the  distillate 
slightly  acidulated  with  hydrochloric  acid,  towards  chloride  of  mercury. 
(Bodeker,  Ann,  Pharm,  69,  43.) 

Preparation,  1.  From  Quinine  or  Cinchonine,  —  a.  When  1  part 
of  quinine  is  heated  to  ebullition  with  4  parts  of  hydrate  of  potash  and 
1  part  of  water,  the  quinine  turns  brown,  evolves  hydrogen,  swells  up,  and 
yields  a  distillate  of  water  containing  ammonia  and  feebly  coloured  chino- 
line, which  is  freed  from  the  admixed  ammonia  by  exposure  to  the  air  for 
24  hours.  (Gerhardt)  —  h.  When  one  part  of  cinchonine  is  distilled  with 
3  parts  hydrate  of  potash  and  one-fourth  part  water,  a  considerable  quan- 
tity of  water  passes  over  at  first,  then  the  residue  froths  up,  gives  oflT 
hydrogen  abundantly,  assumes  a  purple-red  colour,  and  yields  a  distillate 
01  chinoline  mixed  with  water.  A  few  drops  of  water  are  frequently 
added  (since  the  retort  would  otherwise  be  attacked,  and  ammonia  and 
a  brown  burnt  mass  be  formed)  and  the  distillate  containing  a  little 
ammonia  is  rectified.  This  distillate  becomes  turbid  when  heated,  gives 
off  water  and  all  the  ammonia,  then  becomes  clear,  and  yields  first 
aqueous  and  afterwards  anhydrous  chinoline.  (Bromeis.)  Or  powdered 
cinchonine  is  gradually  added  to  hydrate  of  potash,  which  is  heated  in  a 
retort  till  it  melts,  and  then  to  a  higher  temperature  till  the  cinchonine 
becomes  brown  and  emits  stifling  vapours.     (Gerhardt.)  I 

According  to  Gr.  Williams,  all  the  chinoline  obtained  by  the  first 


CHINOLINB.  245 

method  is  a  mixture  of  seyeral  bases;  he  therefore  subjects  the  crude  chino- 
liue  obtained  by  the  gradual  distillation  of  cinchouine  with  hydrate  of 
potash  to  ebullition  with  acids  for  several  days,  by  which  process  pyrrhol 
is  driven  off.  The  dry  ch incline  afterwards  separated  begins  to  boil  at 
149'^^  but  does  not  pass  over  in  considerable  quantity  till  the  boiling 
point  rises  to  183°.  Williams  therefore  separates  it,  by  (200  times) 
repeated  fractional  distillations,  into  several  portions,  the  lowest  of  whica 
boils  between  154° — 160°,  and  the  highest,  which  is  the  largest  quantity, 
at  271^  Of  these  fraistions,  that  which  distils  below  165°  contains 
lutidine,  with  a  little  pyridine  and  picoline;  that  between  177^  and  182° 
contains  collidine,  which  is  also  found  in  the  products  up  to  199°;  and  that 
portion  which  distils  above  199°,  especially  that  between  216°  and  243""^ 
consists  of  chinoline  and  lepidine,  the  latter  of  which  substances  is  chiefly 
found  in  the  part  boiling  above  270°.  For  the  preparation  of  chinoline 
(and  of  the  other  bases)  in  a  perfectly  pure  form,  he  converts  the  indivi- 
dual fractions  into  platinum  double  salts,  and  effects' the  separation  of  the 
bases  by  fractional  crystallisation. 

2.  From  Coal- taiM>il,  —  (Coinparezi,217,M  —  a.  The  oily  mixture  of 
aniline  and  chinoline  (leucol)  obtained  accoraing  to  xi,  247,  3,  is  distilled 
until  a  drop  passing  over  no  longer  forms  a  blue  colour  with  hypochlorite 
of  lime;  all  the  aniline  has  then  passed  over,  together  with  some  portion 
of  the  chinoline,  and  chinoline  alone  remains  oehind.  This  residue  is 
distilled  with  a  fresh  receiver^  dehydrated  by  leaving  it  for  some  days 
in  contact  with  hydrate  of  potash,  and  twice  rectified  in  a  stream  of 
hydrogen.  (Hofmann.)  —  5.  The 'mixture  of  aniline  and  chinoline, 
obtained  according  to  xi,  248, /3,  is  converted  into  the  oxalate  ;  the 
mother-liquor,  decanted  from  the  oxalate  of  aniline  which  has  crystallised 
out,  is  distilled  with  potash,  the  receiver  being  changed  when  the  distil- 
late no  longer  blues  hypochlorite  of  lime;  and  the  chinoline  which  then 
distils  over  is  collected  apart.     (Hofmann.) 

Since  coal-tar-oil  contains,  besides  chinoline,  the  homologous  bases 
lepidine  and  cryptidine,  as  well  as  many  others,  Greville  Williams  treats 
50  gallons  of  oil  of  a  very  high  boiling  point  and  higher  specific  gravity 
than  water,  with  sulphuric  acid;  distils  the  acid  liquid  with  lime;  and 
takes  from  the  distillate  the  portion  which  sinks  to  the  bottom  in  water 
for  further  manipulation.  He  decomposes  the  admixed  bases  of  the  aniline 
scries  with  nitrite  of  potash  and  hydrochloric  acid;  pours  off  the  acid 
liquid  from  the  heavy  oil  containing  hydrate  of  phenyl;  expels  non-basic 
admixtures  by  passing  steam  through  the  liquid;  filters  the  residue 
through  charcoal;  and  separates  the  bases  by  means  of  hydrate  of  potash. 
These  bases,  when  separated  from  the  aqueous  solution  and  dried  over 
sticks  of  caustic  potash,  give,  after  more  than  100  fractional  distillations, 
portions  boiling  between  177°  and  274°;  and  from  these  the  chinoline  is 
separated  in  the  manner  above  described  (1). 

Froperties,  Transparent,  colourless,  mobile  oil  (Runge),  which 
neither  thickens  nor  freezes  at  20°.  (Hofmann,  Bromeis.)  Sp.  gr.  I'OSl  at 
10°  (Hofmann),  1084  at  16°.  (Bromeis.)  Refracts  light  very  strongly, 
like  bisulphide  of  carbon.  Index  of  refraction  =  1*645.  (Hofmann.^ 
Conducts  the  electric  current  even  lees  readily  than  aniline.  (Hofmann.) 
Boils  steadily  at  about  238°  (Gr.  Williams;,  with  sliglit  decom- 
position at  239°  (Hofmann),  and  evaporates  even  at  ordinary  tempera- 


246  PRIMiLRT  NUCLEUS  CWH«:  AZ0-NUCLEU8  CWNH*. 

tures;  henoe  the  oilnstain  prodaoed  by  ohinoline  on  paper  soon  disappears. 
(Bromeis.)  The  yapoar-density  of  chinoline  boiling  between  238° —  243 
is  4*519.  (Gr.  Williams.)  Chinoline  has  a  penetrating  odour,  recalling 
tliat  of  phosphorus  and  that  of  hydrocyanic  acid  (Runge)  ;  like  St. 
Ignatius'  beans  (Gerhard t),  like  bitter  almond-oil  (Hofmann),  ultimately 
suggestive  of  hydrocyanic  acid.  (Bromeis.)  Its  taste  is  sharp  and  ve^ 
bitter  (Gerliardt)j  more  burning  than  that  of  aniline.  (Hoftnann.)  ft 
does  not  appear  to  be  poisonous.  (Gerhardt.)  The  aqueous  solution 
kills  leeches.  0-5  gr.  with  water  in  the  stomdth  of  a  rabbit  produces 
convulsive  jerking  back  of  the  head,  prostration  of  strength  lasting 
several  hours,  no  enlargement  of  the  pupil^  after  which  the  auiraal 
recovers.  When  introduced  into  the  eye,  it  produces  contraction  of  the 
pupil.  (Hofmann.)  Chinoline  produces  an  alkaline  reaction  in  litmus 
and  turmeric  (Gerhardt,  Bromeis)  ;  only  on  dahlia  paper.  (Hofmann.) 
Does  not  colour  either  aqueous  hypochlorite  of  lime  or  pine-wood. 
(Runge.) 
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The  older  formula  were'C>*NII>,  proposed  by  Hofmann ;  C^^H^O,  by  Gerbardt; 
C>^H»,  by  Bromelai  aD4  lastly,  C^HW  by  Uarent,  end  C^NH»  by  Gerhardt. 
(DraiU,  4,  149.)  Aocording  to  Or,  \!l^ilUams,  the  chinoline  of  Hofmann  and  Bromeis 
contained  lepidine. 

DecompatiHoni.  1 .  Chinoline,  when  set  on  fire,  bams  with  a  luminoua 
smoky  flame.  (Hofmann.) — 2.  It  becomes  resinised  in  the  air.  (Hof- 
mann.) —  3.  It  undergoes  considerable  alteration  when  distilled  alone 
(Gerhardt) ;  leaves  a  slight  yellow  residne.  (Hofmann.)  The  change 
observed  by  Gerhardt  depends,  according  to  Bromeis,  on  a  separation  of 

water.       Gr.  Williama  was  also  able  to  determine  the  vapoor  density,  in  which 
Hofmann  failed,  probably  on  account  of  imparity  of  his  chinoline.    (See  aboTC.) 

4.  Chlorine  instantly  changes  chinoline  into  a  black  resin,  with 
violent  disengagement  of  heat  and  evolution  of  hydrochloric  acid. 
(Hofmann.)  Chinoline  dropped  into  a  vessel  containing  chlorine,  forms 
a  yellow  oil,  which  is  decomposed  by  water,  leaving  a  white  insoluble 
substance.     (Gr.  Williams.) 

5.  Bromine  forms  with  chinoline  and  aqueous  salts  of  chinoline,  a 
resin  similar  to  that  produced  by  chlorine,  this  resin,  which  is  insoluble 
in  water  but  dissolves  in  alcohol  and  ether,  separating  out  as  an  amor- 
phous ma^s:    (Hofinann.) 
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6.  On  treating  aqueoas  ohlnoline  with  a  mixture  of  hydrochloric  acid 
and  clUorate  of  potash,  the  liquid  is  rapidly  covered  with  a  layer  of 
orange-red  oil,  which  solidifies  on  cooling  to  a  tough  mass  which  is 
insoluble  in  water,  but  easily  soluble  in  warm  alcohol,  and  on  cooling 
from  this  solution,  forms  an  amorphous  precipitate  which  does  not  yield 
picric  acid  when  treated  with  nitric  acid.     (Hofmann.) 

7.  By  fuming  nitric  acid  chinoline  is  but  slowly  attacked  (so  that 
even  after  five  times  pouring  back  the  acid  which  has  distilled  ofi*,  potash 
still  separates  most  of  the  chinoline  unaltered)  but  is  ultimately  con- 
verted^ if  the  acid  is  in  great  excess,  into  a  brown,  bitter,  resinous  mass, 
which  can  be  drawn  out  into  threads^  becomes  brittle  on  cooling,  dis- 
solves easily  in  potash,  but  is  not  picric  acid.  (Hofmann.)  Fuming 
nitric  acid  acts  violently  on  chinolinei  and  converts  it  into  a  splendid  mass 
of  crystals,  but  does  not  form  any  products  of  decomposition.  (Gr. 
Williams.) 

8.  Chinoline  immediately  takes  fire  in  contact  with  dry  chromic  acid. 
It  is  resiuized  by  aqueous  chromic  acid.     (Hofmann,  see  page  249.) 

9.  Permanganate  of  Potash  decomposes  chinoline  into  oxalic  acid  and 
ammonia.     (Hofmann.) 

10.  Potassium  dissolves  in  chinoline  with  evolution  of  hydrogen,  but 
without  colouring.  On  melting  potassium  in  chinoline  vapour,  cyanide  of 
potassium  is  formed.  Chinoline  vapour  passed  over  burnt  tartar  remains 
for  the  most  part  unchanged,  but  forms  a  small  quantity  of  cyauide  of 
potassium.     (Hofmann.) 

11.  Chinoline  passed  over  red-hot  quick  lim^  (Hofmann)^  or  soda-lime 
(Bromeis),  sufiers  little  or  no  decomposition. 

12.  Enclosed  in  a  sealed  tube  with  iodide  of  methyl,  and  heated  for 
ten  minutes  to  100^  chinoline  is  changed  into  crystals  of  hydriodate  of 
methyl  chinoline.  In  like  manner,  it  is  converted  by  iodide  of  ethyl  into 
hydriodate  of  ethyl-chinoline,  and  by  iodide  of  amyl  into  hydriodate  of 
amyl-chinoline.     (Williams.) 

13.  Chinoline  becomes  warm  when  mixed  with  sulphate  of  methyl 
(sometimes  disengaging  vapour  of  methylic  ether  and  methylic  alcohol), 
and  forms,  if  complete  combination  has  been  promoted  by  heat,  a  liquid 
soluble  in  water^  which,  when  excess  of  sulphate  of  methyl  is  present, 
deposits  separate  crystals.  The  liquid  is  rendered  turbid  by  potash  or 
baryta,  and  separates  oil-drops,  which  at  first  become  red,  then  green,  finally 
violet,  and  when  heated  pass  into  a  beautiful  violet  resin,  Methylbisine, 
with  formation  of  sharp,  strongly  smelling,  condensable  vapours.  At  the 
same  time,  a  brown  resin  and  a  sulphomethylate  are  formed.  Chinoline 
heated  to  boiling  with  sulphate  of  ethyl,  forms  a  colourless  liquid,  which 
on  boiling  with  strong  caustic  potash,  deposits  a  violet  resin,  ethylirislne, 
insoluble  in  ether,  and  a  brown  resin  soluble  in  ether,  while  a  sulpho- 
vinate  remains  dissolved,  and  a  sharp,  neutral  oil^  sinking  in  water, 
passes  over,  which,  if  immediately  mixed  with  bichloride  of  platinum 
yields  beautiful  needles,  but  soon  decomposes,     (v.  Babo.) 

1 4.  Chloride  of  acetyl  ^cts  violently  on  chinoline,  forming  a  crystalline 
very  deliquescent  mass.     (Williams.) 

15.  With  Anilocyanic  add,  chinoline  solidifies  into  a  crystalline  mass 
of  carbanilide-carbohinoline.     (Hofmann.) 

Combinations,  With  Water, — a,  Monohydrated  Chinoline,  —  When 
chinoline  saturated  at  0°  with  water  is  heated  to  100°,  water  and  a 
little  chinoline  escape,  and  the  chinoline  becomes  quite  clear.     (Bromeis.) 
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Bromeis. 
mean* 

IS  C  108  ....     78-26    78'02 

N M 14  ....  10-14 

8  H 8  ....      5-80    6-48 

O  ^ 8  ....  5-80 

C"NH7    +  Aq 138    ....  100-00 

This  bydraie  remains  limpid  and  mobile  at  20°.  (Bromeis.)  It  is 
decomposed  bj  distillation  into  water  and  anhjdroas  cbinoline. 

h,  Terhydrated  Chinoline.  — ^  Cbinoline  shaken  up  with  cold  water  at 
0°  forms  a  dear  oil  saturated  with  water,  which  becomes  turbid  at  15"^^ 
with  separation  of  water.    (Bromeis.) 

Bromeis* 
mean* 

18  C  108  ....  69-23    69-77 

N 14  ....      8-97 

10  H 10  ....      8-42    7-08 

4  O  24  ....  15-38 

CWNH7  +  3Aq 156    ....  100-00 

Compare  also  Lavrent  {N,  Ann.  Chim.  Phye.  19,  367),  and  Gerhardt  {TraiUt  A, 
149),  who  doubt  the  existence  of  definite  hydrates. 

Aqueous  Chinoline,  —  Chinoline  is  but  sparingly  soluble  in  water 
(Gerhardt);  more  soluble  in  hot  than  in  cold  water.  (Hofmann.)  The 
alkaline  solution  becomes  milky  when  more  chinoline  is  added  to  it. 
(Gerhardt.)     Ether  extracts  it  from  the  water.     (Hofmann.) 

Chinoline  dissolves  phosphorus,  svlphur,  and  arsenic  like  aniline.  It 
mixes  in  all  proportions  with  bisulphide  of  carbon.     (Hofmann.) 

Chinoline  unites  with  acids,  the  mixture  becoming  heated,  and  forms 
the  chinoline-salts.  (Hofmann.)  It  precipitates  the  salts  of  alumina, 
and  renders  lead-salts  and  ferrous  sulphate  slightly  turbid.  It  precipitates 
ferric  salts  (Hofmann);  aqueous  chinoline  precipitates  nitrate  of  silver, 
but  not  ferric  nitrate.  (Gerhardt)  —  The  salts  of  chinoline  crystallise 
readily  (Gerhardt,  Williams);  with  difficulty.  (Hofmann.)  When  pre- 
pared by  saturating  chinoline  with  acid,  they  smell  of  vegetable  juice, 
but  not  after  recrystallisation.  (Gerhardt)  The  fixed  alkalies  separate 
chinoline  from  them,  which  forms  a  clear  oily  layer  after  some  time  only; 
similarly  ammonia  decomposes  them  at  a  moderate  heat,  but  at  a  high 
temperature  ammonia  is  expelled  by  chinoline.  (Hofmann.)  From  dry 
chinoline-salts  aniline  evolves  the  odour  of  chinoline.     (Hofmann.) 

Sulphate  of  Chinoline,  —  Beautiful,  white,  radiating  crystals,  easily 
soluble  in  water  and  alcohol.  (Gerhardt.)  —  Anhydrous,  aqueous,  or 
alcoholic  chinoline,  mixed  with  sulphuric  acid,  leaves  a  viscid  syrup  when 
evaporated  over  oil  of  vitriol  From  an  ethereal  solution  of  chinoline, 
strong  sulphuric  acid  precipitates  a  gummy  liquid,  which  sinks  down, 
and  after  standing  under  the  ether  for  a  few  days  solidifies  into  a  deli- 
quescent crystalline  mass.     (Hofmann.) 

Hydrochlorate  of  C^tnoZtn^.— Chinoline  forms  slight  fumes  with  hydro- 
chloric acid.  (Hofmann.)  Slender  needles.  (Gerhardt.)  Chinoline,  whether 
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anhydrous  or  in  aqneons  solation^  violently  absorbs  dry  hydrochloric  acid 
gas,  with  disengagement  of  heat.  On  cooling,  the  mass  soon  solidifies  to 
white  crystals,  which  take  up  more  hydrochlorio  acid,  become  red  and 
liquid,  and  on  again  cooling,  solidify  to  a  radiant,  deliquescent  and  strongly 
acid  crystalline  mass.  Hydrochloric  acid  appears  therefore  to  form  with 
chinoline  both  an  acid  and  a  neutral  salt.  (Bromeis.)  Chinolino 
saturated  with  hydrochloric  acid  dries  to  a  thick  syrup  in  the  vacuum  of 
the  air-pump.  When  dry  hydrochloric  acid  is  passed  over  chinoline 
dissolved  in  ether,  hydrochlorate  of  chinoline  precipitates  in  heavy 
viscous  drops^  which  after  a  while  become  slightly  crystalline.   (Hofmann .) 

N Urate  of  Chinoline.  —  Slender  needles.  (Gerhardt.)  The  amber- 
yellow  solution  of  chinoline  in  dilute  nitric  acid  yields,  on  evaporation 
over  oil  of  vitriol,  concentrically  grouped  needles  which  may  be  obtained 
white  and  dry  by  pressing  between  paper,  and  are  readily  crystallised 
from  alcohol.  Exposed  to  the  air,  they  become  blood-red.  When  care- 
.  fully  heated,  they  melt  to  a  clear  oil,  and  if  further  heated,  they  form  a 
colourless  gas,  which  on  cooling  covers  the  sides  of  the  tube  with  a 
crystalline  deposit.  (Hofmann.)  The  solution  of  chinoline  in  excess 
of  nitric  acid  leaves,  on  evaporation  in  the  water-bath,  a  pasty  mass 
which  solidifies  on  cooling,  and  from  the  hot  alcoholic  solution  of  which, 
white  needles  are  obtained,  permanent  in  the  air,  not  fusible  at  100°,  and 
consisting  of  C**NH',H0,NO*.  (Williams.)  The  salt  dissolves  easily 
in  water  and  alcohol,  but  is  insoluble  in  ether.     (Hofmann.) 

CkromaU  of  Chinoline,  —  Chromic  acid  forms  with  chinoline  a  yellow 
crystalline  precipitate.  (Gerhardt,  Hofmann.) — Bichromate.  —  Excess 
of  dilute  chromic  acid  precipitates  from  chinoline  a  small  quantity  of  a 
resinous  matter  which  oecomes  crystalline  when  rubbed  with  a  glass  rod, 
dissolves  in  boiling  water  after  filtering  and  washing,  and  is  deposited 
in  brilliant  needles  on  cooling.  Detonates  when  heated,  but  not  after 
addition  of  hydrochloric  acid.  (Williams.)  Williams  could  not  obtain 
a  crystaUised  compound  with  the  chinoline  from  gas-tar,  even  when  the 
impurities  which  could  be  destroyed  by  chromic  acid  were  removed,  but 
only  oily  drops. 


18  C     .... 

N    .... 

o  JnL      .... 

At  100. 

.  108      ....     45-11     ... 
.     14      ....      5-84 

8      ....       3-34     ... 
.     53-4  ....     22-31     ... 
.     56      ....    23-40 

Williams. 
45-08 

3*49 

2  Cr   .... 

22-34 

7  0    .... 

C»8NH7,HO,2CrO>  239*4  ....  lOO'OO 

Chloride  of  Uranyl  with  Hydrochlorate  of  Chinoline.  —  On  mixing 
concentrated  solutions  of  ammonio-chloride  of  uranyl  and  hydrochlorate 
of  chinoline,  the  liquid  solidifies ;  from  dilute  solutions  beautiful  yellow 
prisms  are  obtained.    (Gr»  Williams.) 
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At  100".  Williams. 

18  C  108  ....  32-05     81-87 

N 14  ....  4-15 

8  H 8  ....  2-37     2-77 

2  CI 71  ....  21-07     20-97 

9  U : 120  ....  35-61 

2  O 16  ....  4-75 

CWNH7,HC1,U202C1 837     ....  100-00 

Ckinoline  produces  with  terchloride  of  antimony  a  white  precipitate 
whichy  when  dissolved  in  boiling  hydrochloric  acid,  is  obtained  in 
crystals  on  cooling.     (Hofmanu.) 

Chloride  of  Cadmium  with  Hydrocihloraie  of  Ghinoline,  —  The  con- 
centrated solutions  of  the  two  salts  solidify  to  a  pulp  when  brought 
together;  the  dilute  solutions  yield  white^  permanent  needles  an  inch 
long,  which  at  100^  give  off  2  At.  water,  and  then  consist  of 
C*^NH^,HGl,2CdGl,  and  volatilise  completely  at  a  higher  temperatnre. 
Sparingly  soluble  in  alcohol.     (Williams.) 

With  protochloi'ide  of  tin^  hydrochlorate  of  chinoline  produces  a 
yellow  heavy  oil  which  afterwards  becomes  crystalline,  and  dissolves 
with  difficulty  in  alcohol.     (Hofmann.) 

Chinoline  precipitates  from  sidphate  of  copper,  a  light  blue  compound 
unchanged  by  boiling.  (Hofmann.)  Aqueous  chinoline  does  not  preci- 
pitate sulphate  of  copper.     (Qerhardt.) 

Chloride  of  Mercury  with  Chinoline.  —  Chloride  of  mercury  produces 
in  hydrochlorate  of  chinoline,  a  white,  non-crystalline  precipitatCj  and 
the  liquid  separated  therefrom,  deposits  on  evaporation,  spangles  having 
a  satiny  lustre.  (Gerhardt.)  The  white  precipitate  dissolves  readily 
when  warmed,  and  separates  on  cooling  in  beautiful  pearly  plates,  which 
at  a  little  above  the  mean  temperature,  are  at  first  red,  and  then  become 
black.  (Bromeis.)  Tastes  very  bitter,  and  unpleasantly  metallic;  smells 
of  chinoline.  —  The  solution  of  chinoline  in  a  large  quantity  of  alcohol 
is  precipitated  by  chloride  of  mercury.  (With  too  little  alcohol,  a  greasy 
mass  would  be  formed.)  White  crystalline  precipitate  which  is  not 
decomposed  by  boiling  with  water.     (Hofmann.) 

Hofmann. 

18  C  108    ....    27-00    26-49 

N  14    ....      3-50 

7H 7     ....       1-75 

2  CI 71     ....     17-75    17-57 

2  Hg    200     ....     5000     49'90 


C»«NH7,2HgCl  400     ....  100-00 


Gold-salt  of  Chinoline.  —  Chinoline  and  hydrochlorate  of  chinoline 
form  a  white  precipitate  with  terchloride  of  gold.  (Gerhardt.)  — 
Delicate,  canary-yellow  needles,  which  are  quite  permanent  in  the  air, 
and  after  drying  at  100^  (fontain  41*85  per  cent,  of  gold,  and  are  there- 
fore C"H'N,HC1  +  AuCl».  (Calculation  =  42-0  p.  c.  gold).  Sparingly 
soluble  in  water.     (Williams.) 
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Platinum-salt,  —  When  crude  chinoline  is  dissolved  in  a  slight  excess 
of  hydrochloric  acid,  and  chloride  of  platinum  added,  a  yellow  precipitate 
is  at  once  formed  (crystalline,  according  to  Hofmann  and  Bromeis);  this 
precipitate  is  collected  on  a  filter  and  recrystallised  from  hoiling  water, 
wblch  deposits  it  on  cooling  in  golden  yellow  needles.  (Gerhardt, 
Bromeis.)  Chloroplatinate  of  ammonium,  and  other  impurities  remain 
on  the  filter  (Gerhardt);  they  are  deposited  first  from  the  solutions. 
(Bromeis.)  Hofmann  washes  the  salt  with  alcoholic  ether,  because  water 
and  hydrochloric  acid  dissolve  it  slightly.  — When  pure,  it  is  immediately 
deposited  in  the  crystalline  form  from  the  hot  saturated  solution,  so  that 
the  supernatant  liquor  remains  clear.     (Gerhardt.) 

Golden-yellow  needles  (Gerhardt)  ;  beautiful,  tufted  needles. 
(Bromeis.)  Orange-yellow,  somewhat  lighter  than  chloroplatinate  of 
aniline.  Scarcely  loses  weight  at  100°.  (Hofmann.)  Dissolves  in  893 
parts  of  water  at  15'5°  (Williams);  the  aqueous  solution  as  well  ad  the 
solution  in  dilute  hydrochloric  acid,  form  nodular  deposits  by  slow  evapo- 
ration. (Gerhardt,  Bromeis.)  Sparingly  soluble  in  alcohol  and  ether. 
(Hofmann.) 


Ai  100*. 


Gerhardt.  Bromeis. 

from  Quinine,  Jrom  Cinchonine, 


18  C   , 

108      ....    32-22     .... 

«...          Oi'vU          ..•• 

*..•                4    4^           a... 
•  ••a               O     L9           .... 

....    33*36 

N  

8H   

14      ....      4-18     .... 

....      4  06 
....      2-74 

Pt  

3  CI  

98-7  ....     29-44     .... 

106-5  ....    31-77 

C»NH7,HCl+PtCP  ....  335-2  ....  100-00 


At  100^ 

18  C    108 

N   14 

8H  8      . 

Pt  98-7  . 

3  CI  106-5 


Hofmann. 

Williams. 

Jirom  Coal-tar, 

Jrom  Cinchonin§, 
mean. 

32-22 

32-06    .. 

82-36 

418 

2-39 

2-58     .. 

2-74 

29-44 

29*19     .. 

29-29 

31-77 

30-96 

CWNH7,hCl-»-PtCl*....  335-2  ....  100-00 

When  prepared  from  dnchonine,  it  cootains  27*69  ;  from  strychnine  27-58  p.  c. 
platinum.  (Gerhardt.)  According  to  Williams,  it  always  contains  chloroplatinate  of 
lepidine,  anless  this  base  has  been  removed  by  fractional  crystallisation.  Laurent  also 
observed  that  the  platinam-salt  of  chinoline  contained  two  kinds  of  crystals. 

Palladium' salt.  —  Chinoline  precipitates  chloride  of  palladium  like 
aniline.  (Hofmann.)  Chestnut-brown  crystals  which  conUkin  20-96  p.  c. 
Pd  and  are  therefore  C"NH^HCl,PdCL  (Calculation  =  21-18  p.  c.) 
Sparingly  soluble  in  water.     (Williams.) 


Oxalate  of  Chinoline,  —  Slender  needles,  which  emit  a  phosphoric 
odour  in  contact  with  the  moist  skin.  Crystallises  readily.  (Runge.) 
Confused,  radiating,  unctuous  mass,  which  dissolves  easily  in  water, 
alcohol  and  ether.  (Hofmann.)  —  Binoxalate.  —  Obtained  by  dissolving 
24*3  parts  of  chinoline,  and  16*5  parts  of  dry  oxalic  acid  in  89iall<}uan- 
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titles  of  water  and  evaporating  the  mixed  solutions.  White,  soft,  crystal- 
line mass,  converted  by  repeated  recrystallisation  from  alcohol,  into 
lustrous,  silky  needles,  consisting  of  C"H'N,C*H'0® ;  decomposed  at  100° 
with  evolution  of  chinoline.     (Williams.) 

When  chinoline  containing  aniline  is  dissolved  in  alcohol  or  ether, 
and  mixed  with  alcoholic  oxalic  acid,  almost  all  the  oxalate  of  aniline 
is  deposited  after  a  few  hours,  while  the  oxalate  of  chinoline  remains 
in  solution.     (Hofmanu.) 

Ficrate  of  Chinolme  resembles  picrate  of  aniline  in  every  respect 

Formiate  of  Chinoline,  —  Chinoline  gives  a  yellowish  brown  precipi- 
tate with  infusion  of  galls.  (Hofmann.)  White  flocculent  precipitate 
which  dissolves  in  boiling  water  and  in  alcohol.     (Gerhardt.) 

Chinoline  mixes  in  all  proportions  with  alcohol  and  ether  (Gerhardt), 
also  with  wood'gpirit,  aldehyde  and  acetone,  (Hofmann.)  Ether  takes  it 
up  from  the  aqueous  solution.     (Hofmann.) 

It  mixes  with  volatile  (Gerhardt)  and  fatty  oils  (Hofmann);  dissolves 
common  camphor,  and  resin  like  aniline,  but  not  copal  or  caoutchouc. 
It  does  not  coagulate  albumen.     (Hofmann.) 


Conjugated  compounds  containing  the  nudeuA  C"NH^ 

Methylchinoline. 

C*>NH«  =  C«(C»H»)NH*,H». 
Gr.  Williams.     /.  pr,  Chem,  69,  360, 

FormechinoUnf  Methylchinolin, 

m 

Known  only  in  combination  with  acids. 

Preparaiion  of  Hydriodate  of  MethylchinoUnc,  —  When  chinoline  is 
heated  with  iodide  of  methyl  in  a  sealed  tube  to  100°  for  ten  minutes^ 
beautiful  crystals  of  hydriodate  of  methylchinoline  are  obtained. 

This  salt  is  decomposed  by  oxide  of  silver,  forming  iodide  of  silver, 
and  an  unstable,  strongly  alkaline  solution,  which,  when  heated  with 
potash,  produces  a  suffocating  odour,  probably  arising  from  methylamine. 

FlatinumrsaU.  —  The  solution  of  crystallised  hydriodate  of  methyl- 
chinoline is  decomposed,  first  by  nitrate  of  silver,  and  then  by  hydro- 
chloric acid;  on  then  adding  bichloride  of  platinum,  a  sparingly  soluble 
platinum-salt  is  obtained.     (Williams.) 


20  C     

120 

....       4-01 

2-86     .. 

....     30-47 

Williamff. 
34*59 

N    

14 

10  H     

10 

306 

Pt   

99 

28'20 

3  CI    

•  «•■»•••••••■•«     Xvw   V 

C=oH»N,HCl  +  PtCl'  ....  349-5  ....  lOO'OO 
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Appendix  to  Methylchinoline, 

Meihylirisine. 

VON  Babo,    J,  pf\  Chem.  72, 18. 
Formation  (p.  247,  13). 

Preparation.  Chinoline  is  heated  with  sulphate  of  methyl  until 
combination  has  taken  place,  and  potash  or  baryta  is  added  to  the 
liquid  :  the  violet  resin  thereby  formed  is  separated  by  filtn^tion  from  the 
alkaline  solution,  and  dissolved  in  water;  sulphuric  acid  is  added  till  the 
violet  colour  disappears,  and  the  whole  is  evaporated  nearly  to  dryness. 
The  residue  treated  with  baryta-water  till  the  sulphuric  acid  is  precipi- 
tated, again  forms  a  violet  solution,  which  is  mixed  with  4  times  its  bulk 
of  absolute  alcohol,  freed  from  baryta  by  carbonic  acid,  then  filtered,  and 
evaporated  to  dryness;  on  subsequently  washing  out  the  residue  with 
ether,  methylirisine  remains  undissolved. 

Properties,  Violet,  tough,  amorphous  mass,  having  a  splendid  coppery 
lustre;  on  exposure  to  the  air,  it  acquires  a  beautiful  green  colour  and  the 
lustre  of  can tharides,  and  when  heated,  becomes  again  violet-brown,  with 
loss  of  water.  In  the  dry  state,  it  can  be  heated  to  150°  without  change. 
Not  volatile  without  decomposition. 

Decompositions.  1.  Bums  on  platinum,  giving  off  vapours  like  aniline. 
—  2.  Rapidly  decomposed  by  excess  of  acids,  by  oxidising  agents, 
chlorine,  nitric  acid,  and  sesquichloride  of  iron.  —  3.  Decomposed  by 
boiling  in  acid  solution  with  bichloride  of  platinum. 

Dissolves  in  water  with  a  bluish  dark  red  colour,  and  concentrated 
potash-ley  precipitates  methylirisine  from  the  solution  as  a  flocculent  resin. 
The  concentrated  aqueous  solution  transmits  the  orange  and  yellow  rays 
of  the  spectrum,  part  of  the  blue  near  the  violet,  and  part  of  the  violet 
rays;  after  dilution,  the  orange-coloured  rays  near  the  red,  and  the  yellow 
rays  near  the  green  increase,  those  near  the  green  more  slowly;  the  blue 
rays  lying  near  the  violet  increase  only  after  great  dilution. 

Methylirisine  dissolves  in  acids.  The  concentrated  solution  is  brown, 
the  dilute  solution  colourless.  The  solutions  leave  on  evaporation  an 
amorphous  residue,  which,  when  strong  acids  have  been  nsed^  retains  a 
portion  of  the  acid. 

By  potash,  carbonate  of  baryta,  or  carbonate  of  lime,  they  are  imme- 
diately coloured  blue,  with  loss  of  acid;  by  the  former,  a  resinous  preci- 
pitate is  produced.  They  are  completely  precipitated  by  the  chlorides  of 
mercury  and  of  platinum;  the  violet-grey  precipitates  are  coloured  violet 
by  potash  and  decomposed.  The  solution  in  acetic  acid  gives  off  acid  on 
evaporation,  and  becomes  violet.  The  dilute  aqueous  solution  is  com- 
pletely decolorised  by  a  very  small  quantity  of  free  acid,  and  may  hence 
be  used  instead  of  litmus  for  the  detection  of  free  acid^  or  of  free  alkali, 
which  restores  the  colour. 

Methylirisine  dissolves  readily  in  alcohol,  the  colour  of  the  solution 
varying  (tom  a  violet  to  an  indigo-blne.     The  solution  completely  trans- 
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mits  the  orange,  blae  and  indigo  rajs  of  the  spectmm;  after  dilution 
with  alcohol,  the  orange  increases  towards  the  red,  but  not  towards 
the  yellow;  the  blue  also  increases  towards  the  green,  and  onlj  after 
considerable  dilution,  towards  the  violet.  After  diluting  the  alcoholic 
solution  with  water,  the  orange  increases  towards  the  yellow  and  green  ; 
blue,  more  slowly  towards  the  green,  and  only  when  greatly  diluted 
towards  the  violet. 

Methylirisine  is  insoluble  in  ether. 


Ethylchinoline, 

C»NH»  =  C"(C*H»)NH*,H«. 
Gr.  Williams.    J,  pr.  Chem.  69,  360. 

Vinechinolin.  —  Supposing  it  to  contain  an  additional  atom  of  hydrogen,  it  would 
become  elhylchinolinammonium.     Known  only  in  combination  with  acids. 

Cbinoline  treated  with  iodide  of  ethyl,  as  in  the  preparatiou  of 
hydriodate  of  methylchinoline,  yields,  after  distilling  off  the  excess  of 
iodide  of  ethyl,  crystals  of  hydriodate  of  ethylchinoline.  These  crystals 
are  treated  with  oxide  of  silver  and  water  (if  this  is  done  in  the  water- 
bath,  a  volatile  product  escapee  which  attacks  the  eyes)  and  after  filtering 
off  the  iodide  of  silver,  a  colourless,  strongly  alkaline  solution  of  ethyl- 
chinoline is  obtained. 

The  solution  decomposes  on  evaporation  in  the  water-bath,  assuming 
a  carmine  colour,  emerald-green  on  the  edges,  afterwards  changing  to 
a  beautiful  blue.  It  expels  ammonia  from  sal-ammoniac.  It  precipi- 
tates chloride  of  mercury  and  the  salts  of  lead,  iron  and  oopper. 

Hydriodate  of  JEtkylchinoline  forms  cubes  when  recrystallised  from 
alcohol.     It  is  more  soluble  in  water  than  in  alcohol 

At  100^  Williams. 

22  C  132  ....  46-32  46*53 

N 14  ....  4-91 

12  H 12  ....  4-21  4-41 

I    127  ....  44-56  44-12 

C22H"N,H7   ....  285     ....  100*00 

At  100°  it  becomes  transiently  blood-red.  It  is  decomposed  by  sul- 
phate of  silver,  forming  iodide  of  silver,  and  a  liquid  which  is  colourless  at 
first,  but  on  evaporation  over  the  water-bath,  assumes  a  carmine  colour, 
dark  blue  at  the  edges,  and  when  dry  leaves  a  blackish-red  mass  having  a 
coppery  lustre.  The  mass  forms  with  water  a  dark  carmine  solution,  which 
is  coloured  scarlet  by  hydrochloric  and  nitric  acids,  and  rose-red  by 
ammonia  :  with  potash,  it  forms  a  violet  precipitate  which  is  little  soluble 
in  water,  but  dissolves  in  alcohol,  forming  a  carmine-red  solution.  Bi- 
chloride of  platinum  produces  in  the  hydrochloric  acid  solution  of  the 
precipitate,  a  bulky,  insoluble  double  salt  of  a  higher  atomic  weight  than 
the  platinum-salt  of  hydrochlorate  of  ethylchinoline. 

Flatinumrsalt  of  JSthylchinoline.  —  Golden  yellow,  sparingly  soluble 
precipitate,  consisting  of  C«NH",HCl,PtCP.    (WilUams.) 
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Appendix  to  EthylQhinolitie, 

Ethylirisine. 

V.  Bado.    t/.  pr,  Chem.  72,  85. 

Formation,     (p.  247,  13.) 

Preparation .  1  part  of  chinoline  ia  mixed  with  2  parts  of  sulphate 
of  ethjl ;  the  mixture  is  heated  to  boiling  till  the  combination  is  com- 
plete; and  the  solution,  mixed  with  excess  of  concentrated  potash  ley,  is 
boiled,  with  continual  agitation,  till  the  separated  ethylirisine  assumes 
a  violet  or  almost  indigo  colour.  The  potash  is  then  poured  off ;  the  resi- 
dual resin  again  heated  with  water  and  potash-ley;  the  cherry-red  liquid 
is  decanted  when  cold  ;  and  this  treatment  is  repeated  until  potash  no 
longer  takes  up  any  sulphovinate  (or  methionate  or  ethionate),  that  is, 
when  a  small  quantity  of  the  product  gives,  after  eyaporation  and  ignition, 
little  or  no  reaction  ror  sulphuric  acid..  The  remaining  resin  is  dissolved 
in  anhydrous  alcohol  and  precipitated  by  the  addition  of  a  large  quantity 
of  ether;  the  ether  poured  off  and  replaced  as  long  as  a  fresh  portion 
becomes  coloured;  and  lastly,  the  mass,  exliausted  with  ether,  is  dissolved 
in  alcohol  and  evaporated  to  dryness.  If  the  residue  still  becomes  moist 
in  the  air — in  consequence  of  retaining  potash, — it  must  be  stirred  with 
a  little  water  and  alcohol,  by  which  the  impurer  part  is  extracted  and 
pure  ethylirisine  left. 

Properties.  Blue  pulverisable  resin,  haying  a  coppery  lustre,  stronger 
than  that  of  sublimed  indigo. 

Ethylirisine  appears  to  be  quickly  decomposed  by  ammonia. 

It  is  less  soluble  iu  water  than  methylirisine. 

Dissolves  in  acids  with  reddish  brown  colour,  which  disappears  on 
dilution,  and  is  again  brought  out  by  alkalis.  The  solution  in  hydro- 
chloric acid  leavea  a  yamish-like  ooating  when  eyaporated  in  yacuo. 
With  chloride  of  platinum  it  forms  a  quickly  decomposable  double  salt,  of 
yariable  composition . 

It  dissolves  in  alcohol,  forming  a  solution  whose  colour  yaries  from 
deep  violet  to  indigo,  and  becomes  cherry-red  on  addition  of  water. 


Amylchinoliue. 

On.  Williams.    J,  pr.  Chem*  69,  361. 

Mylechinolin, 

Known  only  in  combination  with  acids. 

A  mixture  of  iodide  of  amyl  and  chinoline  heated  in  a  sealed  tube  for 
seyeral  hours  to  100",  deposits  beautiful  crystals  of  hydriodate  of  amyl- 
cbinoline,  which  are  C^NH^^I.     These  crystals,  treated  with  nitrate  of 
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silver  and  then  with  hydrocbloric  acid,  ^ield  the  hydrochlorate,  from 
whose  solution  chloride  of  platinum  precipitates  chloroplatinate  of  arayl- 
chinoline^  which  is  but  sparingly  soluble  in  water,  and  does  not  dissolve 
in  ether-alcohol.  After  drying  at  100°,  it  contains  C"NH^«C1,  PtCP. 
(Williams.) 


Primary  Nucleus  C"H*.' 

Styrone. 

C19H1002  =  Q^m\R^O\ 

Ed.  Simon.     (1839.)     Ann,  Fkarm.  31,  274;  N.  Br.  Ardi:  29,  182. 

ToEL.     Ann.  F/iarm.  70,  3. 

Strecker.   Ann.  Pharm.  70,  10;  Compt.  rend,  39,  61;  Ann,  Pharm,  93, 

370;  J,pr.Chem.62^  448;  Pharm.  Gentr.  1854,  672. 
J.  Wolff..   Ann.  Pharm.  75,  299. 
E.  Kopp.     Compt  Chim.  1850,  143. 
ScHARLiNQ.     Ann.  Pharm.  95,  90  and  183. 

Styraxalcohol,  Siymeol^  ZimmtaXcohol.  Obtained  in  an  impure  state  by  distilliag 
storax  freed  from  styrol  and  cinnamic  acid  »  styracon. 

DiscoTered  and  recognized  as  an  alcohol,  by  Simon ;  more  completely  investigated 
by  Toel ;  Strecker  then  observed  the  relations  of  styrone  to  cinnamic  acid,  and  fixed 
the  formula.  Declared  by  E.  Kopp  to  be  identical  with  pernvin;  a  statement  disproved 
by  Scharling. 

Foi^mation,  By  the  decomposition  of  styracin  with  potash  (Simon, 
Toel);  in  small  quantity  by  boiling  oil  of  cinnamon  with  alcoholic 
potash  (Limpricht,  Lehrbuch,  539). 

Preparation,  1.  When  styracin  dissolved  in  alcohol  is  mixed  with 
a  great  excess  of  soda,  the  liquid  filtered  from  the  cinnamate  of  soda 
thereby  produced,  and  the  filtrate  evaporated,  crystals  of  styrone  separate 
out.  (Simon.)  Wolff  dissolves  styracin  in  boiling  alcoholic  potash, 
mixes  water  with  the  liquid,  filters  off  from  the  cinnamate  of  potash,  and 
separates  the  precipitated  styrone  from  undecomposed  styracin  by  distil- 
lation. 

2.  Styracin  distilled  with  excess  of  concentrated  potash,  begins  to 
froth  up  as  the  heat  is  increased,  while  cinnamate  of  potash  remains  in 
the  retort,  and  is  kept  in  solution,  by  addition  of  water.  From  the 
milky  distillate,  most  of  the  styrone  separates  on  cooling ;  the  rest  is 
obtained  by  saturating  with  salt  and  agitation  with  ether.  (Toel.)  Wolff 
uses  potash-ley  of  sp.  gr.  1*2  (weaker  leys  give  off  at  firpt  nothing  but  water;  stronger 
ley  decomposes  the  styrone  itself);  frees  the  residue  from  cinnamate  of  potash  by 
adding  hot  water  from  time  to  time  ;  distils  the  undissolved  portion  with  fresh  potash, 
which  he  keeps  at  the  right  strength  by  addition  of  water ;  shakes  the  whole  distillate 
with  ether,  after  saturation  with  sidt;  leaves  the  ether  to  evaporate  in  a  warm  place;  and 
distils  the  residue  over  chloride  of  calcium.  The  distillate  solidifies  after  a  while  into 
a  hard  crystalline  mass. 

By  distilling  storax  freed  from  styrol  and  from  cinnamic  acid  with  aqueous  soda- 
ley,  Simon  obtained  a  milky  distillate,  from  which  common  salt  separated  styraoone  as  a 
heavy  oil,  which  when  purified  by  filtration  and  rectification,  did  not  exhibit  a  constant 
boiling  point.  (Simon.) —  It  boils  at  230*^,  contains  on  an  average  79*6  p.  c.  C,  and  8*5 
p.  c.  H,  but  the  analyses  of  products  of  different  preparation  do  not  agree  with  one 
another. 
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(Seharling.)  On  distilling  with  very  Goncentmted  potash  or  soda-ley  the  resin  remain- 
ing in  the  preparation  of  styracin  (p.  287,  6),  after  it  had  been  freed  by  kneading 
from  most  of  the  styracin,  B.  Kopp  obtained  a  milky  distillate,  which  be  purified 
in  the  same  manner  as  Simon;  it  then  boiled  at  254%  crystallised  in  the  cold^  melted 
at  8%  and  smelt  of  grape-stones.  According  to  Scharling,  this  body  comports  itself 
in  the  air  towards  platinum  black,  and  towards  powdered  hydrate  of  potash  and  bisul- 
phide of  carbon,  like  styrone.  According  to  Simon,  it  is  a  product  of  the  decomposition 
of  styrone. 

Properties,  Coloarless,  long,  thiD,  silkj  needles.  (Toel.)  Melts  at 
19°  (Simon))  at  33^  (Toel),  and  solidifies  in  the  crystalline  form.  It 
evaporates  andecomposed  at  a  higher  temperature.  (Toel.)  Boils  at 
250  .     (Wolff.)     Has  a  very  pleasant  smell  of  hyacinths.     (Toel.) 


18  C 

10  H    

108 
10 
16 

....    80-62    ... 
....        7*4o     «.. 
....     11-93     ... 

Toel. 
mean, 

80-20 

7-64 

12-16 

Wolff. 
mean* 

....    80-45 
7-60 

S  \^        ••■■••••«•«•■•«• 

....     12-05 

CMRi^O" 

134 

....  100-00    .... 

100*00 

....  100-00 

Toel  formerly  proposed  the  formula  O^H^O*. 

DecompoeUiani,  Exposed  in  an  open  tnhalated  retort  to  the  air  and 
to  light,  it  slowly  gains  weight  Tchiefly,  perhaps^  hy  attracting  water); 
remains  solid  at  first;  then  melts  (on  the  11th  day);  and  again  solidifies; 
afterwards  (from  the  12th  day)^  it  remains  flnid,  and  emits  an  odour  of 
bitter  almond  oil  and  yaponrs  which  redden  litmns,  although  bisulphite 
of  potash  does  not  shew  that  the  former  is  present,  nor  can  benzoic  or 
cinnamic  acids  be  extracted  by  carbonate  of  soda,  'i  he  greater  part  of 
the  styrone  remains  unchanged  at  the  end  of  1 6  months.     (Scharling.) 

2.  Styrone  exposed  to  the  air,  in  contact  with  platinum  black,  changes 
in  a  few  days  into  cinnamic  aldehyde.     (Strecker.) 

3.  Styrone  does  not  dissolve  in  hot  nitT^  acid,  and  is  but  very  slowly 
attacked  by  it.  When  it  is  distilled  with  a  large  quantity  of  nitric  acid, 
mnch  nitrons  acid  is  given  off>  hydride  of  benzoyl  passes  over,  and  tho 
crystallised  residue  consists  of  benzoic  acid,  both  being  produced  by  the 
secondary  action  of  the  nitrons  acid  on  the  cinnamic  acid  at  first  formed. 
Hence  if^^the  distillation  be  made  in  the  manner  just  described,  but  with 
addition  of  urea,  much  less  hydride  of  benzoyl  is  obtained  and  the  residue 
consists  of  nitrocinnamio  aci(L     (Wolff.) 

4.  Yields  hydride  of  benzoyl  by  distillation  with  peroxide  of  manga- 
nese  and  sulphuric  acid.     (Toel.) 

5.  Becomes  strongly  heated  with  chromic  acid,  or  with  chromate  of 
potash  and  sulphuric  acid,' and  on  cooling,  cinnamic  acid  separates,  occa- 
sionally crystalline,  bnt  generally  amorphous  and  coloured  by  chromic 
oxide.    (Wolff) 

6.  Styrone  solidifies  when  heated  with  concentrated  potash  and  per- 
oxide  of  lead,  and  if  the  heat  be  continued,  melts  and  forms  oxide  of  lead, 
or  even  metallic  lead,  giving  off  a  considerable  quantity  of  hydride  of 
benzoyl,  and  leaving  cinnamate  of  potash. 

7.  Very  concentrated  potash-ley  heated  with  styrone,  colours  it 
yellow,  then  red,  and  lastly,  when  the  ley  has  almost  become  hydrate  of 
potash,  dark  brown,  without  dissolving  it.     Most  of  the  styrol  distils 
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over  unchanged;  the  residae  dissolves  in  water^  and  forms  with  acids  s 
wbite  precipitate  whose  solotioQ  in  alcohol  or  ether  leayes  a  toagh  uncrjs- 
tallisable  oil  when  evaporated*     (Wolff,) 

8.  When  fuming  sulphuric  ctcid  is  poured  over  styrone^  the  latter 
l^ecomes  purple,  solidifies  to  a  crystalline  mass^  and  forms  a  neutral 
soluble  salt  with  baryta.     (Wolff.) 

9.  Styrone  dissolved  in  rock-oil  and  treated  with  powdered  hydraU  of 
potash  and  hwdpkide  of  carbon,  forms  a  salt  resembling  xanthate  of  potash, 
which  gives  a  brown  precipitate,  afterwards  turning  yellow,  with  cupric 
salts,  and  a  white  precipitate  with  nitrate  of  lead.  This  salt  may  be 
recrystallised  from  a  little  water,  but  in  the  impure  state  it  is  decom- 
posed by  an  excess  of  water.     (Scharling.) 

Combmatwns,  Styrone  is  moderately  soluble  in  vKiter,  The  solution 
in  hot  water  becomes  milky  on  cooling,  and  when  examined  by  the  micro- 
scope exhibits  numerous  oil-drops,  but  becomes  clear  after  a  few  minutes, 
in  consequence  of  the  crystallisation  of  the  styrone.  Dissolves  very  easily 
in  alcohol^  in  ether,  in  styrol,  and  in  oils  both  volatile  and  fatty.    (Tool.) 


Cinnamic  Aldehyde. 

Blanchet.    Ann,  Pharm,  7,  163. 

Dumas  &  Pbligot,    (1834.)    Ann,  Chim,  Fhys,  57,  805;  J.  f»\  Chanr. 

3,  57;  Ann.  Fharm,  14,  50. 
Mulder.    Pogg.  41,  398;  J,  pr.  Chem,  18,  385;  Ann,  Phamu  34,  147. 
Marchamd.     J.  pr,  Chem,  17,  303. 
PER80Z.     Compt.  rend,  13,  433;  J,  pr,  Chem,  25,  99. 
Bertagnimi.    Ann,  Pharm,  85,  271. 
Ad.  Strbcker.     Compt,  rend,  39,  61;   Pharm,  Centr,  154,  672;  Anrt. 

Pharm,  93,  370;  J.  pr,  Chem,  62,  448. 
Chiozza.     Ann.  Phai^m,  97,  350. 
PiRiA.    Ann,  Pharm.  100,  104. 
A.  GossMANN.    Ann,  Phaim,  100,  57. 

Zimmtaldehydf  Zimmtol,  Camaol,  Hydrurt  de  dnnamyl,  CinnamylwoMiersioff. 

Duinu  and  Peligot  observed  in  1834,  that  oil  of  cinnamon  connsts  for  the  most 
part  of  the  aldehyde  of  cinnamic  acid,  and  established  its  properties  and  composition. 

Sources,  Cinnamic  aldehyde  occnrs,  together  with  larger  or  smaller 
quantities  of  hydrocarbons,  in  the  ethereal  oils  obtained  by  distilling  with 
water  the  bark  of  Cinnam<fmum  aromaiicum  and  Cinnamomum  zeylanicum. 
In  the  ethereal  oil  of  cinnamon-blossom  (Mulder);  but  not  in  the  so-called 
oil  of  cinnamon-leaf  from  Ceylon.     (Stenhouse.) 

According  to  Mulder,  oil  of  cinnamon  is  C»H"0*,  and  the  oil  C"H«0* 
18  a  product  of  decomposition. 

Formation,  L,  Cinnamic  alcohol  exposed  to  the  air  in  contact  with 
platinum  black  is  converted  into  cinnamic  aldehyde. 

CifH^O'  +   20  =  C'SflsO*  +   2HO.    (Strccker.) 

S.  The  aldehyde  is  formed  by  the  distillation  of  cinnamate  and  formiate 
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of  ]ime  (Piria.)  ^-^  3.  When  a  mixtare  of  bitter  almond  oil  and  aldehyde 
18  saturated  with  hydrochloric  acid  gaa  and  heated^  lar^e  quantities  of 
hydrochloric  acid  gas  and  aldehyde  are  giren  off^  after  which  the  mixture 
becomes  turbid,  separates  water,  and  yields,  by  distillation,  first  bitter 
almond  oil^  and  then  a  little  cinnamio  aldehyde.     (Chioxza.) 

Preparatum.  Good  Chiuese  cinnamon  is  bruised  and  softened  with 
salt  water^  then  quickly  distilled,  and  the  oil  is  dried  over  chloride  of 
calciam.  (Blancnet»  Dumas  &  Peligot,  Mulder.)  The  anbetanoe  thus 
prepared  consists  of  two  oils,  one  lij^ter,  and  one  heavier  than  water; 
they  occur  mixed  in  the  commercial  oil.  The  commercial  oil  from  Ceylon 
cinnamon  has  a  very  pleasant  odour  and  a  golden  yellow  colour^  paler 
after  rectification;  it  ooiLs  at  220*^,  has  a  sp.  gr.  of  1  '008  at  25^,  and  con- 
tains 81 '44  p.  c.  C,  7'68  p.  c.  H,  and  10'88  p.  c  0.  The  commercial  oil 
from  cassia-cinnamon  has  a  sharper  odour,  boils  at  225^,  and  contains  both 
oils,  but  probably  in  other  proportions.  Both  the  oils  combine  partially 
with  baryta,  to  ^rm  a  mass  soluble  in  water,  and  with  lime  to  form  an 
almost  insoluble  mass,  while  the  other  portion  easily  resinifies.  (Blanchet.) 
The  oils  from  Ceylon  cinnamon,  Chinese  mnnamon,  einnamoa  flowers, 
and  Cortex  Cassiie,  prepared  by  Mulder  himself,  the  commereial  oil  of  the 
Zoll  company  in  Ceylon,  and  the  Jaya  oil  of  cinnamon  were  all  found  by 
Mulder  to  haye  the  same  composition,  and  contained  81*51  to  82*67  p.  c  C, 
6-90  to  7*48  p.  o.  H,  and  9.98  to  i  1*32  p.  o.  0.  Marchand  found  in  the 
oil  of  cinnamon  prepared  by  Mulder  81*8  p.  c,  C,  7*3  H,  and  10*9  O. 
Gobel  found  in  oil  of  cassia  76*7  p.  c,  C,  9*7  H,  13*6  0;  in  Ceylon  oil  of 
cinnamon  78' 1  p.  c.  C,  10-9  H,  and  11*0  0. 

Oil  of  cinnamon  is  yellow  (Margueron),  after  rectification  paler 
(Blanchet),  colourless.  (Lewia)  Sn.  gr.  1*035.  (Lewis^  Freezes  at  a 
temperature  several  degrees  below  0  ,  and  then  melts  at  5  •  (Margaeron.) 
Has  a  sharp,  burning,  and  sweetish  taste;  becomes  tarbid  at  20^  from 
deposition  of  camphor.     (Bisio.) 

The  oil  specially  prepared,  or  the  commercial  oil,  may  be  purified  from 
the  admixed  hydrocarbons,  from  the  cinnamic  acid  arising  from  the  action 
of  the  air,  and  from  the  resinous  products  of  decomposition^  as  follows: 

1.  It  is  shaken  with  concentrated  nitric  acid,  whereupon  pure  oil  of 
cinnamon  immediately  becomes  a  mass  of  crystals,  and  in  the  commercial 
oil  there  are  formed,  after  two  or  three  hours,  large  crystals  of  a  compound 
of  nitric  acid  with  cinnamic  aldehyde,  which,  when  collected  on  a  filter,  so 
as  to  allow  the  still  liquid  portion  to  drain  ofi*,  and  then  decomposed  by 
water,  yields  pure  cinnamic  aldehyde.     fDumas  and  Peligot.) 

2.  'The  oil  is  shaken  up  with  3  or  4  times  its  yolame  of  a  solution  of 
bisulphite  of  potash  at  28^  to  30°  (Baum6);  and  the  crystalline  mass 
which  forms  in  a  few  minutes  with  evolution  of  heat,  is  separated  from 
the  mother- liquor,  allowed,  to  dry  on  a  filter,  then  pulverised  and  washed 
with  cold  alcohol,  as  long  as  the  liquid  rnna  off  coloured  and  leaves  a 
residue  on  eraporation,  then  again  dried  and  dissolyed  at  a  gentle  heat 
in  dilute  sulphuric  acid.  A  large  quantity  of  sulphurous  aoid  is  thereby 
disengaged,  and  the  cinnamic  aldehyde  rises  to  the  snrlaee  as  a  colourless 
oil,  which  has  still  to  be  freed  from  water  and  sulphurous  acid.  (Berta- 
gnini.) 

Properiiea.  Colourless  oil,  heavier  than  water.  Distils  without 
decomposition,  either  in  vacuo  or  with  water  which  has  been  freed  from 

i^r  by  boiling.    (Mulder.) 

8  2 
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Dumas  &  Mulder. 

Peligot.  a.  b, 

18  C   108     ....     81*81     80-64     ....     80*12     ....     80-65 

8  H  8     ....      6-06     6-25    ....      6-56    ....      6- 16 

2  0   16    ....     12-13     13-11     ....     13-32     ....     1319 

.      C"H80» 132    ....  100-00    100-00    ....  100-00    ....  100-00 

Mulder  InyestigBted  the  product  (a)  obtained  by  distillation  from  Terj  old  oil  of 
cinnamon,  and  {b)  that  which  was  separated  from  the  compound  of  nitric  add  and 
dnnamic  aldehyde. 

DecamposUians,  1.  Cinnamio  aldehyde  absorbs  moist  oxygen  gas 
rapidly,  the  dry  gas  more  slowly^  and  is  converted  into  cinnamic  acid> 
without  formation  of  any  other  prodnct. 

C18H80S  +  o*  -  C»«HH)^.    (Dumas  and  PcUgot). 

Oil  of  cinnamon  thus  treated  always  forms  resin;  bnt  the  oil  separated 
from  the  componnd  of  nitric  acid  and  cinnamic  aldehyde  (considered  by 
Mulder  to  be  altered  oil  of  cinnamon)  is  completely  converted  into  white 
cinnamic  acid  by  24  hours'  exposure  to  the  air.     (Mulder.) 

When  distilled  in  vessels  containing  air,  it  passes  over  of  a  pale  yellow  colour,  becomes 
darker  coloured  in  contact  with  the  air,  and  on  subsequent  distillation  with  solution  of 
salt,  leaves  a  residue  of  cinnamic  acid  and  resin.  Very  old  oil  of  cinnamon  which  has 
become  reddish  brown,  yields  cinnamic  aldehyde,  when  distilled  with  solution  of  salt 
(according  to  M  alder  the  product  is  altered  oil  of  cinnamon),  while  cinnamic  acid,  and 
a  mixture  of  2  resins  remains  in  the  retort 

2.  Cinnamic  aldehyde  heated  with  nitric  acid  forms  bitter  almond  oil 

and  benzoic  acid.  (Dumas  and  Peligot.)  Fuming  nitric  add  immediately 
changes  a  few  drops  of  oil  of  cinnamon  into  a  white  crystalline  mass,  with  disengagement 
of  gas.  Water  then  precipitates  a  small  quantity  of  red  resin,  and  separates  hydride  of 
benzoyl.  One  dram  of  oil  of  cassia  mixed  with  fuming  nitric  acid  becomes  strongly 
heated,  gives  off  gas,  and  forms  a  mixture  of  much  resin  and  little  unchanged  oil,  which 
after  washing  with  water,  dissolves  with  reddish  brown  colour  in  boiling  alcohol.  When 
the  alcohol  cools,  brown  flakes  of  j3-resin  precipitate,  while  a-resin  remains  in  solution. 
(Mulder.) 

3.  With  chromic  acid,  cinnamic  aldehyde  forms  benzoic  and  acetic 
acids.     (Persoz.) 

4.  Boiled  with  solution  of  hypochlorite  of  lifne,  it  forms  benzoate  of 
lime.     (Dumas  and  Peligot.) 

5.  Oil  of  cinnamon  distilled  with  oil  of  vitriol  ib  completely  decom- 
posed, without  forming  benzoic  acid.     (Mulder.) 

When  oil  of  vitriol  is  dropped  into  oil  of  cinnamon,  the  oil  acquires  a 
fine  colour,  becomes  warm,  and  thickens.  If  by  the  gradual  addition  of 
oil  of  vitriol  the  temperature  be  allowed  to  rise  to  50"",  but  not  higher, 
and  if  the  liquids  be  well  mixed  and  water  added,  the  water  takes  up 
traces  of  cinnamio  acid  or  benzoic  acid,  and  leaves  a  brown  resinous  mass, 
from  which,  after  washing  out  the  sulphuric  acid,  alcohol  dissolves  a-resin 
with  reddish-brown  colour,  and  leaves  /3-resin,  which  is  soluble  in  ether. 
(Mulder.) 

6.  When \>il  oC cinnamon  is  gradually  heated  in  a  stream  of  chlorine, 
the  temperature  being  ultimately  raised  to  the  boiling  point,  heat  is  disen- 
gaged, the  oil  becomes  brown,  thickens,  and  is  then  decolorised,  and  the 
absorption  ceases.  If  it  be  now  heated,  hydrochloric  acid  is  liberated,  and 
the  oil  distils  over  slowly  in  the  stream  of  chlorine,  leaving  a  considerable 
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black  residue.  The  first  part  of  the  distillate  is  colobrless  and  yeiy 
mobile;  yields,  by  loDg  boiling  with  water,  benzoic  or  cinnamic  acid  and 
hydrochloric  acid,  and  with  potash,  chloride  of  potassium,  and  cinnamate 
or  benzoate  of  potash;  floats  at  first  in  oil  of  yitriol  without  alteration, 
but  becomes  changed  in  a  few  days  into  benzoic  acid;  absorbs  ammonia 
and  forms  with  it  a  ^olid  mass,  which  dissolves  in  boiling  water  and 
crystallises  in  pearly  needles  on  cooling.  This  portion  of  the  distillate 
must  therefore  be  regarded  as  a  mixture  of  chloride  of  cinnamyl,  hydro- 
chlorate  of  cinnamic  aldehyde,  and.qnadrichloride  of  cinnamyl.  —  To  the 
colourless  distillate  succeeds  a  yellow  one*  —  If  oil  of  cinnamon  be  com- 
pletely saturated  while  warm  with  chlorine  gas,  quadrichloride  of  cin- 
namyl is  formed.     (Dumas  and  Peligot) 

7.  When  dry  ht/drochloric  acid  gas  is  passed  for  24  hours  through  oil 
of  cinnamon,  the  oil  becomes  green  and  solid.  Water  escapes  with  the 
hydrochloric  acid,  and  if  the  residue  be  heated  to  80^  or  1 00  ,  more  water 
is  giyen  off,  and  a  small  quantity  of  a  peculiar,  colourless  oil,  the  greater 
part  of  which  remains  combined  with  tne  resin,  and  can  only  be  expelled 
by  stronger  heat.  The  residue  contains,  besides  this  oil,  a  mixture  of  two 
resins  combined  with  hydrochloric  acid,  from  which  water  extracts  hydro- 
chloric acid,  the  green  colour  being  thereby  changed  into  dark  brown. 
If  all  the  hydrochloric  acid  be  extracted  with  water,  and  the  resin  be 
then  dissolved  in  boiling  alcohol,  /3-resin  precipitates  in  dark  yellow 
flakes  on  cooling,  and  may  be  obtained  pure  by  redissolving  it  in  ether, 
while  a-resin  remains  in  solution.     (Mulder.)     (See  below.) 

8.  Cinnamic  aldehyde  is  changed  by  dry  ammoniacal  ga$  into  h^dro- 
cinnamide.  (Laurent.)  In  contact  with  dry  ammonia,  it  immediately 
absorbs  a  large  quantity"  of  gas,  and  becomes  viscid  (colours  and  thickens, 
Mulder);  in  24  nours,  the  absorption  is  complete,  and  amounts  to  12*3 
parts  of  ammonia  for  100  parts  of  oil.  (Dumas  and  Peligot.)  When  5*7 
parts  of  ammonia  are  absorbed,  the  skbsorption  ceases  for  a  while,  or 
altogether  if  the  ammonia  contains  air  (in  12  days,  11 '56  parts  of 
ammonia  are  taken  up).  The  hard  mass  thus  produced  giyes  off  much 
ammonia  when  treated  with  boiling  water,  the  residue  acquires  a  lemon- 
yellow  colour,  and  an  oil  smelling  like  nutmeg  is  separated.  If  the 
residual  resin  be  dissolved  in  boiling  alcohol,  yellow  resinous  flakes 
separate  on  cooling,  the  same  resin  remaining  in  solution  combined  with 
the  oil,  and  separating  as  the  oil  yolatilises.  Hence  it  appears  that  oil  of 
cinnamon  is  converted  by  ammonia  into  a  compound  of  a  resin  with  a 
peculiar  volatile  oil,  from  which  boiling  water  expels  ammonia.  No 
cinnamic  acid  is  formed  at  the  same  time.     (Mulder.) 

0.  The  alcoholic  solution  of  cinnamic  aldehyde  is  converted  by 
sulphide  of  ammonium  into  thiooinnol.     (Cahours. ) 

10.  Fused  with  hydrate  of  potash,  it  gives  off  hydrogen  and  leaves  a 
resiiiue  which  appears  to  be  cinnamic  acid..  To  boiling  potash-ley,  oil  of 
cinnamon  gives  up  only  the  cinnamic  acid  which  is  already  formed  in  it. 
(Dumas  and  Peligot.)  Fixed  alkalies  produce  from  oil  of  cinnamon:  hydride  of 
benzoyl  and  bensoic  add,  with  elimination  of  carbon  and  hydrogen.  Weak  potash-ley 
forms  with  it  a  milk-white  liquid,  from  which  the  oil  does  not  separate.  Strong  potash- 
ley  forms  a  brown  liquid,  from  which  water  separates  brown  bitter  almond-oil.  When 
oil  of  cinnamon  is  distilled  with  strong  potash>ley,  hydrogen  is  evolved,  carbon  sepa- 
rated, antl  an  oil  passes  over  which  is  lighter  than  water,  smells  of  oil  of  cinnamon  and 
oil  of  bitter  almonds,  and  contains  79*71  p.  c.  C,  7'45  H,  and  12*84  O;  bat  afttr 
three  successive  distillations  with  fVesh  potash-ley,  it  contains  81*6  p.  c.  C,  7*0  ft, 
and  11*4  O;  the  residue  yields  a  sublimate  of  benzoic  add  when  distilled  with  sulphuric 
aeid,    (Mulder.) 
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Combinatiohs;  With  Hydrochloric  Acid;  Oil  of  oinnamon  absorbs  a 

large  quantity  of  hydrochloric  acid  gas,  aoqairing  a  green  colour  an 

becoming  thicker*     If  hydrochloric  acid  gae  be  passed  into  the  liquid  to 

saturation^  ]  00  parts  of  oil  take  up  26*9  parts  of  hydrochloric  acid. 

(Dumas  and  Peligoi)  In  contact  with  dry  hydrochloric  acid,  it  increates  in  weight 
hy  19*65  to  20*82  per  cent,  tfaongh  the  oil  eraporates  in  the  hydrocUoiic  add  ga«.  If 
the  change  of  Tolnma  be  determiiMd  in  hydrochloric  acid  contained  oyer  merenry*  it  ia 
foond  that  100  parts  of  oil  take  np  70  parti  of  gas,  hut  the  mercury  becomea  black,  and 
likewise  absorba  hydrochloric  add.     (Mulder.) 

"Xu*     >»'^"»«- 

C"HH)»    132      ....    78-34    78-8    ....     79'66 

HCl  36-5  ....    21-66     21-2     ....     2034 

C»H80>,HC1    168-5  ....  100-00    100*0    ....  10000 

With  NUrio  Acid :  Nitrate  of  Cvnnamio  Aldehyde;  Nitraie  of  Oil  of 
Cinncunon.  —  Cinnamic  aldehyde  shaken  up  with  concentrated  nitric 
acid,  combines  with  it,  forming  a  crystalline  mass.  With  commercial  oil 
of  cinnamon,  large  crystals  are  formed,  but  more  slowly;  they  must  be 
pressed  between  paper.  (Dumas  and  Peligot.)  (if  oil  of  cinnamon  be  uaed, 
the  paper  takea  up,  betides  nitric  acid,  a  reddiah-brown  substance  which  may  be 
extracted  by  perfectly  absolute  alcohol  or  ether,  and  is  decolorised  and  decomposed  by 
water.  If  the  paper  be  exhausted  with  water,  and  the  liquid  neutralised  with  carbonate 
of  soda  and  distilled,  an  oil  passes  over  which  has  the  odour  of  bitter  almonds,  con- 
tains 78*53  p.  c.  C,  and  6*07  H,  and  by  exposure  to  the  air  for  24  hour8»  is  completdy 
converted  into  benxoic  add.  (Probably  bitter  almond<oil  produced  by  the  action  of 
nitric  acid  on  cinnamic  aldehyde.     Kr.)    (Mulder.) 

PrqperiUt,  Transparent,  oblique,  rhomoic  prisms,  often  2  or  8  inches 
long.    (Dumas  and  Peligot)    Permanent  in  the  air.    (Mulder.) 

T\  A      Mulder. 

Dumas  &     ,  .   -  ^^ 

Pchgot.   ^^^^  ^^^ 

68*06  65*7  ....  57*16 

7*53 6*8  ....  6*96 

4*30  5-6  ....  4-90 

80'11  81*9  ....  30*98 


18  C  

108 

N 

14 

8  H 

8 

y  o 

56 

••.♦ 


C^«H80>,N0«    186    ....  100*00    10000  ....  10000 

According  to  Dumas  and  Peligot,  it  perhaps  oontains  also  an  atom  of  water,  which 
would  require  55*38  p.  c.  C,  7*17  N>  and  4*62  H. 

DecofMpon/ton*.  1.  On  preserving  the  compound,  decomposition  sets 
in,  especially  in  a  warm  place,  the  mass  becoming  liquid  and  giving  off 
nitrous  gas,  together  with  an  odour  of  bitter  idmonds.  (Dumas  and 
Peligot)  The  compound  may  be  preserved  in  dry  air,  but  decomposes 
in  moist  airj  forming  a  red  liquid  which  smells  like  bitter  almonds. 
(Mulder^ 

2.  Water  decomposes  the  compound^  separating  cinnamic  aldehyde. 
(Dumas  and  Peligot.)  The  oil  thus  separated  is  considered  by  Mulder  to  be  a 
product  of  decomposition  different  from  the  original  oil,  —  3.  Cinnamic  aldehyde 

dissolyes  in  oil  of  vitriol  with  yellow  colour;  the  addition  of  water  renders 
the  solution  milky,  and  precipitates  cinnamic  acid.  —  4.  It  dissolves  in 
hydrochloric  acid,  and  water  separates  from  the  solution  a  colourless  oil. 
—  5.  It  is  decomposed  by  aqueous  ammonia,  with  separation  of  oil; 
ammoniacal  gas  forms,  witn  disengaffement  of  heat,  a  red  resinous  pro- 
duct, which  js  insoluble  in  water  but  soluble  in  ^Icohol.  —  6.  Concen- 
trated potcuhrley  dissolves  it^  forming  a  reddish  brown  liquid,  which  is 
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d«oolori«6d  by  aottio  aoid.      Weak  poiasli-Uy  Aeparatea  a  y«Uow  oil. 
(Malder.) 

Nitrate  of  cinnamic  aldehyde  is  more  soluble  in  boiling  than  in  cold 
aloohol,  and  separates  from  the  solution  in  granuUr  crystals.  It  dissolves 
in  ether.    (Mulder*) 

WUh  £indphUe  of  Ammonia,  —  Oinuamic  aldehyde  dissolves  plenti* 
fully  in  aqueous  bisulphite  of  ammonia,  forming  an  oily  liquid  which 
afterwards  solidifies  to  a  crystalline  magma.  —  Oil  of  cinnamon  (from  cassia) 
shaken  up  with  a  concentrated  solution  of  bisulphite  of  ammonia,  becomes 
heated  and  forms  an  emulsion,  while  oil-drops,  not  containing  cinnamio 
aldehyde,  separate  on  the  surface,  and  the  solution  when  strongly  con- 
centrated deposits  crystals  of  the  compound.  (Bertagnini )  With  con- 
centrated bisulphite  of  ammonia,  oil  of  cassia  soon  solidifies  to  a  yellow 
crystalline  magma  containing  the  substances  which  are  mixed  with 
einnamic  aldehyde  in  oil  of  cassia.  By  pressttroi  these  can  only  be  par- 
tially removed,  and  by  reerystallisation  only  with  loss  of  material  and 
partial  decomposition;  they  may,  however,  be  removed  by  washing  with 
alcohol  of  80  or  90  per  cent.    (Gossmann.) 

Even  in  closed  vessels,  the  compound  changes  rapidly,  and  becomes 
dark  brown.  (Gossmann.)  Distilled  with  hydrate  of  lime,  it  yields  an 
aqueons  ammoniaoal  distillate,  and  a  dark  yellow,  or  at  a  stronger 
heat,  a  dark  brown  oil,  consisting  of  benzol  and  other  hydrocarbons, 
cinnamic  aldehyde,  and  triphenylamine  (or  bicinnamylamine.  Kr.). 
(Gossmann.) 

With  BiiulphiU  of  Potash.  *-  Oil  from  Ceylon  or  Chinese  cinnamon, 
shaken  up  with  3  or  4  times  its  volume  of  a  solution  of  bisulphite  of  potash 
of  28^  to  30**  B»  becomes  heated  and  forms  a  solid,  crystalline,  scaly  mass, 
which  is  freed  from  the  mother-liquor,  dried  on  a  filter,  powdered, 
washed  with  alcohol,  as  long  as  it  passes  through  coloured  and  leaves  a 
residue  on  evaporation,  and  then  recrystallised  from  boiling  alcohol 

Beaatiful,  silvery,  intermingled  plates.  Nearly  inodorous.  Perma- 
nent in  the  air. 

Detompoiitioni.  1.  When  heated  in  a  small  tube,  it  gives  off  water^ 
snlphnroiis  aoid,  and  cinnamic  aldehyde,  which  in  contact  with  the  air  is 
quickly  converted  into  cinnamio  acid.  <—  2.  By  heat  or  by  the  addition  of 
acids,  the  aqueous  solution  is  decomposed,  giving  off  sulphurous  acid  and 
einoamio  aldehyde.  The  alobholic  solution  is  partially  decomposed  by 
boiling. --«  9.  In  an  aqueous  solution,  it  is  decomposed  by  iodine  and  by 
bromine  without  being  coloured,  and  yields  sulphuric  acid  and  cinnamio 
aldehyde.  Excess  of  bromine  forms  a  solid  substance  having  an  aromatic 
odour,  and  fusible  in  warm  water. —  4.  When  added  to  concentrated 
nitric  acid,  it  is  converted  into  sulphuric  acid  and  nitrate  of  cinnamic 
aldehyde.  —  Diseolves  in  cold  water.  Insoluble  in  concentrated  solutions 
of  the  alkaline  sulphites.  Dissolves  sparingly  in  cold,  readily  in  warm 
alcohol,  and  the  solution  solidifies  to  a  crystalline  mass  on  cooling.  In- 
soluble in  ether.    (Bertagnini.) 

With  Bisulphite  of  Soda,  —  Oil  of  cinnamon  becomes  warm  when 
heated  with  aqueous  bisulphite  of  soda  of  87"^  Bm.,  and  immediately 
forms  a  fibrous  crystalline  mass,  which,  sometimes  after  a  few  minutes, 
sometimes  after  a  loneer  period,  becomes  quite  liquid,  and  forms  two 
layers, — an  upper  oily  layer,  of  smaller  volume  than  the  oil  of  cinnamon 
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(probably  consisting  of  the  volatile  oils  mixed  with  the  rinnamie 
aldehyde^  since  it  does  not  solidify  either  with  alkaline  bisnlphite  or 
%vith  nitric  acid),  and  a  lower  layer,  which,  on  spontaneous  eyaporatioo, 
slowly  deposits  transparent  crystalline  nodnles  (probably  the  oompoand 
of  cinnamic  aldehyde  with  acid  sulphite  of  soda)  together  with  sulphate 
of  soda.  —  The  coinpoand  dissolves  in  boiling  alcohol,  separating  oat 
on  cooling  in  long  thin  needles  arranged  in  spherical  groups.    (Bertagnini.) 


Besins  from  Oil  of  Cinnamon, 

HuLDBR.  *  J.  pr.  Chem,  18,  885;  Ann.Fharm.  34, 149. 
1.  Besins  formed  ia  oil  of  cinnamon  by  the  action  of  air. 

Preparation.  From  the  residue  containing  common  salt,  cinnamie 
acid,  and  two  resins,  which  is  left  in  the  retort  after  distilling  reij 
old  oil  of  cinnamon  with  solution  of  salt,  cold  water  extracts  the  salt, 
and  boiling  water  the  cinnamic  acid,  leaving  the  resins.  Boiling  alcohol 
dissolves  them,  and  on  cooling  deposits  /3-resin  as  a  yellowish  brown 
powder,  and  the  rest  is  separated  by  repeated  concentration  and  oooling 
of  the  reddish  brown  liquid.  The  residual  solution  leaves  a-renn  on 
evaporation. 

a-resin,  easily  soluble  in  cold  alcohol. 

Reddish-brown,  transparent,  very  brittle.    Melts  at  (10°. 

Calcalation  according  to  Mulder.  Mulder* 

30  C  180    ....    79-29    78-83 

15  H 15     ....       6-61     6-49 

4  O  32    ....     14-10    15-18 

C"H»0*    227     ....  100-00    100-00 

The  reiin  analyBed  had  been  kept  for  some  honn  In  the  melted  state  at  100*. 

Decomposed  by  heated  nitric  acid.  Dissolves  at  25^  in  ail  of  vitriol 
with  reddish  brown  colour;  precipitated  by  water  without  decomposition. 
Does  not  dissolve  in  concentrated  hydi*o6hloric  acid  or  in  ammoniou 
Dissolves  slowly  in  boiline  poUuh. 

Dissolves  easily  in  cold  alcohol  with  reddish  brown  ^oor,  and  is 
precipitated  by  acetic  acid  in  yellow  flakes.  Dissolves  easily  and  with 
red  colour  on  ether,  oil  of  turpentine,  and  olive-oU. 

fi-reBiu,  soluble  only  in  hot  alcohol. 

Precipitated  from  the  hot  solution  as  a  cinnamon  brown  powder.  (It 
is  formed  on  the  cinnamon  bark,  and  by  its  formation  chiefly  contributes 
to  the  colour  of  the  bark.) 

Lighter  than  water.  Melts  at  145°  to  a  reddish  brown  resin,  whieh^ 
after  being  powdered,  has  the  same  properties  as  the  unmelted  resin. 

Mulder. 
Calculation  according  to  Mulder.         mean  at  100^ 

12  C  72     ....     84-71     83-45 

5  H 5     ....      5-88    606 

O 8    ....      9-41     10-49 


C"H'0 85    ....  lOOCO    ....OM  100-00 
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Decolorised  by  warm  nitric  acid,  with  disengagement  of  gas.  Dissolves 
in  oU  of  vitriol  with  black  colour,  and  is  precipitated  unchanged  by  water. 
Dissolves  without  change  in  boiling  hjfdrochloric  acid.  Does  not  dissolve 
in  ammonia,  and  scarcely  in  potash.  The  boiling  alcoholic  solution  is  not 
precipitated  by  boiling  alcoholic  solution  of  iugar  of  lead;  on  cooling,  the 
resin  separates  free  from  lead. 

Dissolves  very  little  in  cold,  but  readily  in  boiling  alcohol,  and  in 
ether. 

2.  Resin  formed  when  a  dram  of  oil  of  cassia  is  added  to  fuming  nitric 
acid.  Preparation  (p.  260).  The  rcsinous  mass  well  exhausted  with  water  and 
dissolved  in  hot  adcohol^  deposits  on  cooling,  brown  flakes  of /3-resin,  while 
o^resin  remains  dissolved  with  reddish-brown  colour,  and  is  obtained  by 
evaporating  the  solution. 

a-resin.    Heavier  than  water.  ^    ^ 

Calculation  according  to  Mulder.  Molder. 

18  C  108    ....     69-68    69'09 

7H 7     ....      4-62    4-44 

6  O  40    ....    25-80    26-47 

C»H70» 155     ....  100-00    100-00 

It  is  not  attacked  by  cold  nitric  acid,  but  is  decomposed  by  the  warm 
acid  with  disengagement  of  gas.  Dissolves  in  cold  oil  of  vitriol  with 
reddish-brown  colour.  Does  not  dissolve  in  ammonia,  but  is  soluble  in 
potash  with  reddish  brown  colour,  and  is  precipitated  unchanged  by 
sulphuric  acid.  Not  precipitated  from  an  alcoholie  solution  by  sugar  of 
lead.      Dissolves  in  alcohol  and  ether. 

3.  Resins  produced  by  oU  ofvUricl.    (p.  260.) 
a-resin  soluble  in  aloohoL 

Freed  from  /S-resin  by  re-solution  in  cold  alcohol. 
Reddifl^  broWn,  slightly  transparent.    Melts  at  90^. 

Mulder. 
Calculation  according  to  Mulder.  meited  at  100^ 

30  C  180  ....  85-31  84-38 

15  H 16  ....   7-11  7-26 

2  0 16  ....   7-58  8-36 

C»H«0«   211    ....  100-00 100-00 

Decomposed  with  difficulty  by  boiling  nitric  acid.  Dissolves  in  warm 
oil  ofvitrioly  with  beautiful  violet  colour;  precipitated  colourless  by  water. 
Does  not  dissolve  in  boiling  hydrochloric  acid,  ammonia,  or  in  potash. 
Dissolves  in  cold  alcohol,  and  in  ether  with  reddish  brown  colour;  in  oil 
of  turpentine,  and  in  olive-oil  with  red  colour. 

/3-resin  C^H^'O*,  Insoluble  in  alcohol.  Infusible  at  300**.  Contains, 
according  to  Mulder's  analysis,  87'33  p.  c.  C,  7*23  H.,  and  5'44  0.  — 
Dissolves  with  blue-violet  colour  in  gently  heated  oU  of  vitriol.  Boiling 
nitric  acid  decomposes  without  dissolving  it.  Insoluble  in  boiling  hydro- 
chloric acid,  also  in  ammonia  and  potash.  Insoluble  in  boiling  alcohol, 
easily  soluble  in  cold  ether.  Dissolves  with  red  colour  in  oil  of  turpen- 
tine and  olive-oil. 

4.  Resins  produced  by  iyc{roc&2orJe  ocicZ.    (p.  261.) 
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orrestD.  Freed  from  adherent  oil  by  being  heated  ia  140%  as  Ipng  as 
anj  odour  is  disengaged. 

Beautiful  reddish  brown^  transparent,  brittle;  melts  at  8d°« 

Calmilation  aocording  to  Mulder.  Mulder. 

14  C  84     ....     85-71     84-58 

6H 6    ....      6-12    6'«6 

O 8     ....      817     917 

C"H»0 98    ....  100-00     100-00 

Boiling  nitric  acid  decomposes  it,  with  production  of  a  yellow  colour. 
Cold  oi^o)^i;t^ru>Z  dissolves  it  with  yiolet-red,  or  at  a  gentle  heat  with 
blood-red  colour.  Insoluble  in  boiling  hydrochloric  acid;  also  in  ammonia, 
and  in  potajsh.  Dissolves  easily  in  cold  alcohol  and  ether.  Dissolves  with 
blood-red  colour  in  oil  of  turpentine,  and  in  olive-oil. 

/3-resin.  FVeed  from  adherent  oil  by  being  heated  to  140°.  Red- 
brown  powder,  becoming  dark  brown  after  solution  in  ether  and  evapo- 
ration; and  after  being  heated  to  140%  dark  brown,  lustrous  like  sulphide 
of  molybdenum.     Melts  at  160% 

Mulder. 
Calcnlatum  scoordiog  to  Mulder.         dried  at  140** 

mean* 

20  C  120    ....    88-23    87-25 

8  H 8    ....      6-88     5-72 

0 8    ....      5-89    7-03 

C»H80 136    ....  100-00    100*00 

Warm  nitric  acid  deoompoees  without  previously  dissolving  it  Dis- 
solved by  oU  of  vitriol  at  50^  with  reddish  brown  colour.  Neither 
dissolved  nor  changed  by  boilinff  hydroohlorio  aoid,  by  ammonia,  or  by 
potash.  Does  not  dissolve  in  cold,  and  but  little  in  boiling  aloohol,  and 
is  deposited  as  a  dark  yellow  powder  on  cooling.  Dissolves  readily  in 
ether,  with  reddish  brown,  in  oil  of  turpentine  and  in  olive-oil  with  brown 
colour. 

5.  Resin  formed  by  ammonia,  (p.  261.)  Deposited  from  alcohol 
in  yellow  flakes.  Melts  at  150°  to  a  reddish  brown  mass.  Is  similar 
to,  but  not  identical  with,  the  /S-resin;  formed  by  the  action  of  the 
air  on  oil  of  cinnamon. 

Mulder. 
'  CalcQlation  according  to  Mulder.  mean, 

14  C  84     ....    85-71     84-74 

6H 6    ....      612    5-87 

O 8     ....      8-17     9-39 


C"H«0 98     ....  100-00    10000 

It  has  therefore  the  same  composition  as  the  /S-resln  produced  by  hydrochloric  add. 

Cold  nitric  acid  dioet  not  dissolve  it;  the  boiline  acid  colours  it  red, 
and  dissolves  it,  with  disengagement  of  gas,  and  forms  a  yellow  liquid. 
Dissolves  in  oUofmtriol  with  bright  brown  colour,  and  is  precipitated 
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by  water  unchanged.  Boiling  hpdrochlorie  aeid  colonra  it  dark  brown 
without  disBolring  it.  DiBSolres,  bat  is  not  changed  by  boiling  ammonia 
and  potash.  ,  Insolnble  in  cold,  but  soluble  in  boiling  alcohol.  DissolTCB 
in  ether. 


CompoTind  of  Iodine,  Iodide  of  Potassinm,  and  Oil  of 

Cinnamon. 

Apjohn.    (1838.)    Lend.  Ed.  Mag.  J.  13,  113;  J.  pr.  Chem.  15, 168; 

Ann.  Pharm.  28,  314. 
Dbbpan.    J.  Pharm.  26,  207. 
Oswald.    N.  Br.  Areh.\70,  149;  Pharm.  OeiUr.  1862^  924. 

Foi'mation  and  Preparation.  A  gallon  of  cinnamon- water,  which  has 
been  distilled  from  1  pound  of  cassia-cinnamon  and  2  gallons  of  water,  is 
cooled,  and  4  ounces  of  iodide  of  potassium  and  40  grains  of  iodine  are 
added.  The  mixture  becomes  immediately  turbid,  and  giyes  a  yellowish 
precipitate,  which  auickly  becomes  ciystalline.  The  liauid,  which  con- 
tains no  more  oil  ol  cinnamon  or  iodine,  is  decanted;  and  the  crystals  ore 
thrown  on  a  filter,  drained,  and  laid  on  a  piece  of  chalk,  where  they  soon 
dry,  the  liquid  being  absorbed.  60  grains  are  obtained  (a  temperature  of 
0°  is  necessary  for  success);  at  4^ — 6°  only  a  small  quantity  of  a  brown 
powder  is  obtained,  which  only  becomes  crystalline  in  the  cold.  (Ap- 
john.) 

Deepan  takes  for  1  part  of  iodine,  26  parts  of  iodide  of  potassium  and 
1860  parts  of  cinnamon-water,  and  collects  the  orrstals  separated  after 
12  hours.  Oswald  dissolyes  2  grains  of  iodine  and  ]  dram  of  iodide  of 
potassium  in  3  ounces  of  cinnamon -water,  and  obtains  1  grain  of  crystals. 
With  less  iodide  of  potassium,  oil  separates,  which  becomes  crystalline 
by  contact  with  iodide  of  potassium.  The  solution  of  oil  of  cinnamon  in  * 
a  little  alcohol  yields,  when  mixed  with  iodine,  iodide  of  potassium,  and 
water,  nothing  but  oil,  no  crystals.     (Oswald.) 

Properties.  Golden  yellow  or  brown  four-sided  needles  haying  a  metal- 
lic lustre.  Has  a  burning  and  biting  taste,  like  oil  of  cinnamon  and  at  the 
same  time  like  iodine  (Apjohn);  sweetish  (Despan);  and  like  cinnamon. 
(Oswald).  Smells  of  cinnamon.  (Despan,  Oswald.)  Melts  at  28^  (Apjohn), 
at  a  yery  low  temperature  (Despan,  Oswald),  to  a  dark  liquid,  and  solidi- 
fies unchanged  on  cooling.  (Apjohn,  Despan.)  On  paper  at  10^,  it  eyapo- 
rates  completely  in  24  hours. 

Calcnlatioii  according  to  Apjohn.  Apjohn* 

KI 166-2  ....  12'43  12-65 

3  1 381  ....  28-33  28-14 

108  C  648  ....  48-36  49-62 

48  H 48  ....  3-58  407 

12  O  96  ....  7-30  5-62 

KI,3I,6(C»«H*02)  1339-2    ....  10000    10000 

The  compound  perhaps  contains  the  iodide  of  potassium  merely  adhering^  since* 
according  to  Despan,  it  is  qnite  yoUtile.    Apjohn  formerly  found  more  iodine. 
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Decompofitionn,  1.  Barns  on  platinnm  foil  with  the  odoar  of  mnnamoD, 
and  then  of  iodine,  and  leaves  a  small  quantity  of  charcoal  which  olti- 
matelj  bams  awaj.     (Despan.) 

2.  Heated  above  the  melting  point,  it  gives  off  iodine  vapoars  with 
the  odoar  of  oil  of  cinnamon,  and  leaves  charcoal  and  iodide  of  potassionL 
(Apjohn.)  • 

When  distilled,  it  gives  off  brownish  red  vapoars,  which  Qpndense  on 
the  upper  part,  of  the  retort  to  blackish  red  drops,  and  afterwards  violet 
vapours;  a  dark  r^d  oil  passes  over,  which  smells  of  cinnamon,  and  tastes 
sweet,  while  a  little  charcoal  remains.     (Despan.) 

3.  Water  decomposes  the  compound,  extracting  iodide  of  potassiam^ 
and  separating  black  oil-drops.  (Apjohn,  Despan.)  Water  at  0^  acts 
more  slowly,  and  if  it  contains  iodide  of  potassium,  does  not  decompose 
the  compound.     (Apjohn.) 

4.'  Decomposed  by  potash,  with  formation  of  iodide  of  potassium, 
iodate  of  potash,  and  free  oil  of  cinnamon.  If  the  crystals  are  distilled 
with  an  atom  of  dilute  ley,  cinnamon-water  passes  over,  which  no  longer 
produces  crystals  with  iodine  and  iodide  of  potassium,  has  an  odour 
somewhat  different  from  that  of  cinnamon- water,  and  reddens  litmus. 
(Apjohn.) 

5.  When  dissolved  in  water,  alcohol,  or  ether,  it  is  decomposed  by 
zinc,  iron  filings,  or  mercury,  yielding  iodide  of  the  metal  and  oil  of  cin- 
namon.    (Apjohn.) 

Combinations.      Dissolves  easily  in   cold   water.     (Oswald.)     (See 

above.) 

Its  aaueous  solation  is  precipitated  white  by  ammonia.    (Oswald.) 
Dissolves  easily  in  alcohol,  and  ether,  crystallising  out  anchanged  on 

spontaneous  evaporation.      These  solutions  colour  starch  blae  (Apjohn)^ 

reddish  brown     (Oswald). 


Cinnamic  Acid. 

C"H»0*  =  .C"H*,0*. 

Dumas  &  Pblioot.    Ann,  Chim,  Fhys,  57,  d05;  J,  pr,  Chem.  8,  57; 

Ann.  Fharm,  14,  86. 
Mulder.    Fogg.  41,  398;  J.pr.  Chem,  18,  253  and  391;  Ann.  Fhaim. 

34,  371;  «/.  pr.  Chem,  19,  363. 
Plantamour.    Ann.  Fharm,  30,  341. 
Marchand.     J,  pr.  Chem.  1 6,  60;  1 8,  253. 
C.  Simon.     Ann.  FJutrm.  31,  265;  N.  Br.  Arch.  29,  182. 
Erdmann  Sc  Marchand.    J.pr.  Chem,  17,  176. 
Frrmt.     Compt,  rend.  7,  250;  J,  pr,  Chem.  16,  59;  Ann.  Chim.  Fhgz. 

70,  187;  J.  pr.  Chem,  18,  230;  Ann,  Fliarm.  30,  330. 
Herzoo.     j^.  Br,  Arch,  20,  159;  23,  17;  J.  pr,  Chem,  29,  51. 
MiTSCHERLiCH.     J.pr,  Chem.  22,  192;  I^.  Ann.  Chim,  Fhys.  4,  73;  7,  5. 
Dumas  <&  St  ass.     N,  Ann,  Chim.  Fhye,  1,  53. 
Stbnhouse.    Fhil,  Mag.  J,  19,  38;  J,  pr.  Chem,  26,  126;  PhU.  Mag,  J. 

27,  130;  Ann.  Fharm.  55,  3;  Ann.  Fharm.  57,  79;  Fhil.  Mag.  J. 

27,  366;  J.  pr.  Chem.  37,  288. 
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E.  Kopp.    Cmnpi.  rend.  21,  1370;  J.  pr.  Chem.  27,  280;  Compt  rend* 

24,  614;  N.  J.  Pharm.  11,  426;  «/.  pr.  Ghent.  41,  425;  Compi.  ehim. 

1849,  146;  1850,  140. 
Hbmpbl.    Ann.  Fharm.  59,  816. 
Cabours.     Campi.  rend.  22,  846;  Ann.  Pharm.  60,  254;  i^.  Ann.  Chim. 

Phys.  23,  341;  J.  pr.  Ckem.  45,  140;  Ann.  Phai^.  70,  42. 
ScHABUs.     Wun.  AJsad.  Ber.  1850,  2,  206. 
Chiozza.    N.  Ann.  Chim.  Pkys.  39,  439;  J.  pr.  Chem.  61, 235;  Ann. 

Pharm.  86,  264. 
J.  Lows.    J.  pr.  Chem.  66,  188. 
PiBiA.    Ann.  Pharm.  100,  104. 
BebtaoniniJ    liuovo  Oimento  4,  46;  Ann.  Pharm.  100,  125. 

Z%mmi9a(ire,  ChmamyUaHre,  Aeide  eitmamique. 

Trommsdorff  {Aim.  1780,  17)  first  mentions  that  water  distilled  off 
cinnamon,  deposits  after  standing  for  half  a  year,  crystallised  cinnamon- 
salt.  Dnmesnil  (1817,  Schw.  21,  224),  Henkel  {Repert.  4,  383),  Bachner 
{Repert.  6,  1^  8,  184),  and  Bollaert  (Quart.  J.  of  8c.  18,  319)  observed 
the  separation  of  solid  crystalline  masdes  from  oil  of  cinnamon,  which 
they  took  for  benzoic  acid,  while  Tnmer  considered  them  to  be  camphor, 
and  Boullay  {J.  Pharm.  14,  499)  regarded  them  as  identical  with  or 
similar  to  the  crystals  from  oil  of  doyes.  Bizio  {Brugn.  Biom.  19,  364) 
showed  that  the  acid  prod  need  in  oil  of  cinnamon  is  different  from  benzoic 
acid,  on  the  ground  of  its  behavionr  with  nitric  acid  and  oil  of  vitriol; 
but  Dumas  and  Peligot  in  1834  first  demonstrated  its  individuality  and 
established  its  composition,  whereupon  also  the  acid  in  Peru  and  Tolu  bal- 
sam and  in  liauid  storax,  which  Bonastre,  Herberger  {Repert.  55, 210)  and 
Simon  had  taken  for  benzoic  acid,  was  recognised  by  Bnchner  {Repert. 
55,  210),  Fremy,  Plantamour,  and  Marchand  as  cinnamic  acid.  The  cin- 
namates  were  principally  investigated  by  Herzog  in  1839,  who  also  first 
prepared  cinnamic  ether. 

Sources.  The  acid  separates  from  cinnamon-water  when  left  to 
itself.  ^Trommsdorff,  Stookmann  iT.  Tr.  14,  237,  Dumas  &  Peligot) 
From  oil  of  cinnamon  in  the  same  manner.  (Dnmesnil,  Hennel,  Buchner, 
Bizio,  Boullay,  Dumas,  &  Peliffot.) 

It  is  also  found  in  the  deposit  fron  Peru  balsam  (Herberger),  in 
the  balsam  itself,  and  in  Tolu  balsam.  (Fremy,  Plantamour.)  In  liquid 
storax.     (Bonastre,  Simon,  Erdmann,  &  Marchand.) 

Formation.  1 .  Cinnamic  aldehyde  becomes  oxidised  to  cinnamic  acid, 
when  exposed  to  the  air  or  to  oxygen  (Dumas  &  Peligot),  a  resin  being 
formed  at  the  same  time.  (Mulder.)  2.  —  Styrone  is  changed  into  cin- 
namic acid  by  oxidising  agents.  3.  —  Equal  quantities  of  oil  of  bitter 
almonds,  and  chloride  of  acetyl  heated  in  a  sealed  tube  for  20 — 24  hours 
at  120°  — 130°  (at  200°,  secondary  products  would  be  formed)  yield 
hydrochloric  acid  and  cinnamic  acid,  which  may  be  extracted  from  the 
viscid  residue  by  ammoniacal  water.  (Bertagnini.)  —  4.  CiDuamein  is 
decomposed  by  boiling  with  concentrated  potash-ley,  into  cinuamate  of 
potash,  and  peruvin  (p.  285).  (Fremy,  Plantamour.)  —  5.  Styracin  is 
changed  by  melting  potash,  with  liberation  of  hydrogen,  into  cinnamate 
of  potash  (Fremy);  by  boiling  with  potash-ley  it  is  changed  into  cinna- 
mate of  potash  and  styrone.     (Simon.) 

Preparaium.    I.  From  the  deposit  of  cinnamate  of  lead,  mixed  with 
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omnaitiie  add,  tedn,  ajtid  oil  of  oiBnaimon,  found  in  the  old  kaden  ofiginal 
packages,  in  which  oil  of  oasaia-cinnainon  is  imported.  —  The  deposit 
is  dissolved  in  alcohol,  and  filtered  from  the  cinnamata  of  lead,  and 
the  alcohol  is  removed  from  the  filtrate  by  distillation;  the  olnnamie  add 
then  quickly  crystallises  out  from  the  oil,  and  is  parified  by  treatment 
with  carbonate  of  soda  and  predpitation.  The  residaal  cinnamate  of 
lead  is  boiled  with  carbonate  of  soda,  filtered  from  the  casbonate  of  lead, 
and  the  cinnamic  acid  is  precipitated  by  dilute  snlphurio  acid^  in  silyenr 
lustrous  laminsd,  Vhich  are  washed^  and  recrystalliaed  from  aloohoL 
(Herzog.)  Dumas  &  Peligot  dissolve  the  crystailine  deposit  from  oil  of 
cinnamon  in  boiling  water,  and  evaporate  ti&e  filtrate  to  the  erjstallidng 
point. 

II.  From  liqtiid  Storax,  —  Liquid  storax  is  distilled  with  water  and 
one-half  to  seven-tenth  parts  of  crystallised  carbonate  of  8od%  whereupon 
styrol  passes  over.  The  reddual  aqueous  liquid  is  filtered  from  the  renn; 
and  the  filtrate  is  mixed  at  first  with  just  so  much  sulphuric  acid,  that  a  verj 
little  cinnamic  acid  is  precipitated  along  with  dissolved  resin;  and  the 
liquid  filtered  from  this  predpitate  is  treated  with  exosas  of  sul[^ttric  acid, 
which  precipitates  dnnamio  acid  of  a  tolerably  white  colour.  It  is  dis- 
solved in  a  large  quantity  of  water,  with  as  little  oarbonate  of  soda  as 
possible,  and  again  predpitated,  first  with  a  little  sulphuric  add,  and  then, 
after  the  filtration,  with  an  excess  of  acid,  by  which  a  white  pieeipitate  is 
formed.  This  is  washed  with  water,  dried,  and  dissolved  in  alcohol, 
which,  by  spontaneous  evaporation,  yidds  quite  white  and  very  large 
crystals.  (E.  Simon.)  Erdmann  and  Marchand  purify  the  add  by- 
distillation,  pressure  between  paper  moistened  with  aleohoi,  and  repeated 
crystaHisation.  Herzog  boils  liquid  storax  for  an  hour  with  two  parts 
of  water,  and  so  much  potash,  that  a  distinct  alkaline  reaction  is  manifest; 
dilutes  with  water;  allows  it  to  settle;  washes  the  residue  a  few  times 
with  water;  strains  the  whole  through  linen;  mixes  it  with  dilute  sol- 
phuric  acid,  as  long  as  turbidity  is  produced;  boils  it  strongly  in  a  tin 
vessel;  and  filters  hot,  whereupon  resin  remains,  and  cinnamic  acid  crys- 
tallises out  on  cooling.  This  product  is  collected  on  a  filter,  washed  with 
water,  and  recrystallised,  first  from  boiling  water,  and  then  from  alcohol. 
(The  product  varies  very  much.  A  pound  of  storax  gives  from  6  drams 
to  an  ounce  of  acid;  the  residual  storax,  when  again  boiled  with  alkaline 
water,  yields  but  very  little  acid.)  (Herzog.)  Hempel  also  boils  the 
storax  with  excess  of  potash-ley,  since  an  alkaline  carbonate  does  not  fully 
exhaust  it.  Like  Simon,  he  first  predpitates  the  resin,  together  with  a 
little  cinnamic  acid,  and  then  throws  down  the  purer  cinnamic  acid  by 
an  excess  of  hydrochloric  acid.  In  this  way,  1  pound  of  storax  yields 
2  ounces  of  cinnamic  acid. 

Lowe  pours  concentrated  solution  of  carbonate  of  soda  on  liquid 
storax;  adds  a  sufficient  (quantity  of  hydrate  of  lime;  boils  for  eight  hours, 
replacing  the  water  which  evaporates ;  decants ;  washes  the  residue  ; 
repeats  this  operation  four  times;  precipitates  the  united  liquors  with 
hydrochloric  acid;  dissolves  the  precipitate  in  carbonate  of  soda;  again 
precipitates  with  hydrochloric  acid;  and  thus  obtains  seven  ounces  and 
a  half  of  dry  cinnamic  acid  from  2  pounds  of  storax. 

III.  From  Balsam  of  Peru.  —  When  the  slimy  residue  which  deposits 
in  Peruvian  balsam,  by  keeping,  is  dissolved  in  warm  alcohol,  and  the 
filtrate  is  placed  in  a  tall  and  narrow  eylinder  with  » layer  of  water  on 
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ihe  top,  crvsMf  of  nawlj  pun  eitiiiftttiia  aoid  aeparalo  in  a  few  dajra 
from  the  clear  brown  liquid.  (Herbeiger.)  Peruvian  balsam  is  boiled 
with  thick  milk  of  lime;  the  liquid  filtered;  the  residual  magma  exhausted 
three  or  four  times  with  boiling  water;  and  the  solution  again  filtered.  On 
the  filter  there  remains  a  resin  to  which  oinnamein  tenaciously  adheres. 
The  filtrate  deposits  on  cooling,  loose,  almost  white  masses  of  crystals ; 
and  these,  when  decomposed  by  hydrochloric  acid,  yield  nearly  pure 
oinnamio  aoid,  which  may  be  obtained  perfectly  pure,  either  by  distilla* 
tion,  or  by  solution  in  ammonia,  filtration,  and  preci|>itatiou  while  hot 
by  hydrochloric  add.    (E.  Kopp.)    Simon  proceeds  as  with  storaz. 

IV.  Fr<mi  BaUam  qf  Tolu,  —  Balsam  of  Telu  is  boiled  six  or  seven 
times  with  solutions  of  carbonate  of  soda  which  are  taken  continually  weaker 

(the  laat  extracts  alone  contain  a  little  benzoic  acid,  produced  by  the  action  of  tbe  alkali 
•on  the  resin);  aud  the  alkaline  decoctions  are  strongly  concentrated  by  eva* 
poration,  and  precipitated  hot  by  hydrochloric  acid,  whereupon  most  of  the 
oinnamio  acid  melts  into  a  brown  resin,  and  but  little  crystallises  out  on 
cooling.  The  latter  is  pressed,  the  resin  is  pulyerised,  and  both  are  dissolved 
in  ammonia  diluted  with  2  parts  of  water^  and  heated  to  80^.  The  greater 
part  of  the  resin  then  remains  dissolved.  The  liquid  is  filter^;  the 
residue  is  boiled  with  water;  and  the  whole  of  the  very  brown  liquids 
are  evaporated  and  decomposed,  while  boiling,  by  hydrochloric  acid, 
whereupon  most  of  the  acid  again  meltSi  while  the  remainder  separates 
out  on  cooling  in  nearly  white  crystalline  scales,  which  are  pressed,  and 
washed  with  a  little  cold  water.  The  melted  acid  is  also  washed  with  a 
little  water.  The  whole  of  the  acid  is  heated  in  a  porcelain  dish  covered 
with  paper  till  the  water  is  expelled  —  very  little  acid  subliming  even 
at  200^  —  and  tbe  fused  residue  is  bruised  and  distilled.  Pure  ciunamic 
acid  then  passes  over  as  a  colourless,  clear,  strongly  refracting  liquid, 
which  solidifies  to  a  white  crystalline  mass  like  stearin.  Towards  the 
end,  yellowish  vapours  arise,  which,  when  collected  in  another  receiver, 
solidify  to  a  mass  of  acid,  which  is  contaminated  by  the  presence  of  the 
empyrenmatic  oils  of  the  resin,  but  mi^  be  obtained  quite  pure  by 
reorystallisation  from  boiling  water.    (B.  &opp.) 

JProperties,  Crystallises  from  alcohol  in  colourless  prisms  belonging 
to  the  oblique  prismatic  system,  like  gypsum.  Cleavage  paralled  to  the 
terminal  face  of  the  second  lateral  axis.  oo  a  :  6  :  oo  e  and  semi« 
octohedral  face ;  i  {a  :b  :  c)  with  a  more  obtuse  angle  than  the  prism  of 
the  prineipal  axis.  The  principal  dimension  is  the  airection  of  the  first 
secondary  axis  :  a.  -*  Crystallises  from  water  in  the  same  system  with  the 
same  laminated  fracture;  the  direction  of  the  second  lateral  axis  is  but 
very  slightly  developed,  so  that  rhombic  tables  are  thereby  formed, 
f Heriog.)  Crystallises  in  transparent,  six-sided  prisms  with  two  broader 
noes  (Bnohner,  Stookmann)  ;  by  spontaneous  evaporation  from  alcohol 
in  beautiful,  flat,  oblique  prisms  with  rectangular  base.  (K  Kopp.) 
Colourless,  pearly  lamimn.  (Dumas  A  Peligot.)  Acnte  reotanfular 
prisms,  acuminated  by  truncation  of  the  similar  edges  of  the  base. 
Crystallises  from  concentrated  solutions  in  tolerably  long  needles  with 
indistinct  faoes.  (Wackenroder.)  —  Fig.  87  withoi\t  t  and  h.  a  :  t  =. 
lOr"  23';  a  :  V  =:  106°  25' ;  a  :  u  behind  =  96^  2;  w'  :  tt  =  99*"  6'; 
u  :  u'  behind  SO^"  54';  u  :  I  r=  IdO"*  27'.  Cleavage  parallel  to  i.  Lustre 
resinous,  nacveons  on  1  (Sehabus,  Wien,  Akack  Ber,  1850,  2,  206.) 
u':u=i  69^  44'  and  97\  a  :  a  =  146^    (O.  Rose,  Am,  Fham.  81,  S69.) 
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Melts  vben  beated  (Bisio),  at  ISO"*  (Damas  and  Peligot),  at  137'' 
(Herxog),  at  129^  (E.  Kopp),  to  an  oil,  which  eolidifies  at  135  (Herzog), 
to  a  battery  mass.  (Damesnil.)  Boils  at  29S''  under  0*765  met  pressure 
(Dumas  and  Peligot),  at  290''  (Herzo^),  at  300''—  304"  (E.  Kopp)  and 
volatilises  quite  unchanged  in  suffocating  yapours  which  excite  coughing. 
(Dumas  &  Peligot)  May  be  sublimed  at  a  gentle  heat  in  lustrous 
lamincB.  (When  melted  on  paper  it  leaves  greaBe-spots.)  (Henkel.)  Sp.  gr. 
1*195  (Schabus);  1*245.  (E.  Kopp.)  Inodorous  (Bisio,  Herxog);  smells 
feebly  of  cinnamon  (Dnmesuil,  Baohner);  aromatic  ^Schabus.)  Tough 
like  gypsum.  (Dnmesnil.)  Tasteless  (Bizio);  tastes  teebly  of  cinnamon 
(Buchner)^  neither  acid  nor  alkaline  (Dnmesnil);  sweetish,  burning  and 
suffocating  (Tromsdorff,  Henkel,  Herberger);  at  first  not  at  all,  and  then 
yery  slightly  grating.     (Schabns.)    Reddens  litmus. 

Damas  &  Peligot.  Mulder.  Fremy.  Henog. 


18  C 

8  H 

4  O 

108  ....    72-97  a 

8  ....      5-41  . 

32  ....    21-62  . 

72-43 

5-67 

21-90 

72-59 

5-61 

21-80 

........           i  A'90      ..a... 

6-64  

zi-70  ..... 

a.  72-39 
..  5-59 
..    2202 

CWH»0«.... 

148  ....  100-00  . 

Erdmann& 
18  C 

100-00 

Marchand. 
nto  at  100^ 

72-93    .... 

5-43     .... 

21-64    .... 

........  100-00 

Cahoors. 

....      72-73 

5*46 

....      21-81 

100-00  

Ea    KOp|)a 

diitiUed  and  renu 

72-94 

5-36 
21-70 

...  100-00 
ilied. 

8  H 

C»HW 

10000     .... 

....     10000 

100-00 

Damas  &  Peligot  analysed  the  acid  from  oil  of  cinnamon ;  Prem  j  that  from 
cinnamein ;  Erdmann  &  Marchand,  the  acid  from  Uqoid  storaz ;  E,  Kopp,  that  from 
balsam  of  Tola. 

DeeompotUUmt.  1.  Eyery  time  the  acid  is  distilled,  a  trace  of  an 
odorous  oily  substance  is  formed;  but  the  acid  freed  from  this  substance 
by  crystallisation  from  alcohol,  experiences  no  change  by  distillation. 
(Fremy.)  —  2.  Placed  on  red-hot  platinum-foil,  or  held  in  the  flame  of  a 
candle,  cinnamic  acid  bums  with  fuliginous  flame.  (Henkel,  Bizio^ 
Herberger,  Herzog).  On  red-hot  charcoal,  it  eyaporates  without  flame 
with  a  strong  bitinff  smoke.  (Henkel.)  —  3.  Cold  oil  of  vitriol  colours 
the  acid  yellow,  and  then  dissoWes  it,  with  eyolntion  of  heat,  forming  a 
clear,  brownish  liquid,  which  on  addition  of  water,  deposits  a  yery 
small  (quantity  of  a  brownish  white  powder.  Anhydrotu  sulphuric  acid 
immediately  decomposes  the  acid,  with  separation  of  charcoal,  and  eyolu* 
tion  of  a  yapour  resembling  benzoin.  In  both  cases,  snlphocinnamic  acid 
is  formed.—- 4.  Cinnamic  acid  heated,  with  excess  of  iodine  melts  to  a 
dark  brown  mass;  and  when  this  mass  is  heated  with  water,  and  the 
excess  of  iodine  expelled  by  eyaporation,  iodocinnamic  acid  crystallises 
out  on  cooling  (Ilerzog.)  —  5.  Bromine  passed  oyer  cinnamate  of  silyer 
forms  bromocinnamic  acid.  (Herzog.)  -—  6.  Chlorine  passed  in  diffused 
daylight  over  dry  cinnamic  acid,  forms  a  tough  greasy  substance,  which, 
when  heated  with  carbonate  of  potash,  forms  chlorobenzoate  (chlorocin- 
namate ;  Herzog)  of  potash,  and  deposits  a  white  oil  containiugfchlorine* 
(Herzog.)  The  same  products  are  formed  when  chlorine  is  passed  into 
warm  aqueous  cinnamic  acid,  and  when  cinnamiQ  acid  U  distilled  with 
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hypachloriie  of  lime  (Stenhoode),  or  witli  chlorate  of.  potash  and  hydro* 
chloric  acid.  (  Hofmann.)  On  passiag  chlorine  into  a  sola tion  of  cinnamio 
acid  in  concentrated  carbonate  of  soda,  chlorociunamio  acid  is  formed,  and 
when  heat  is  employed,  violent  action  ensaes,  and  Stenhoose's  chlorinated 
oil  is  formed,  together  with  chlorobenzoic  acid.  *(£.  Kopp.)  Hypochlorite 
of  lime  converts  ciunamic  acid  into  oil  of  bitter  almonds,  and  then  into 
benzoate  of  lime.  Formic  acid  appears  also  to  be  one  of  the  products  of  the 
reaction:  for  the  liquid,  if  mixed  after  neutralisation,  with  nitrate  of 
silver  or  mercuric  nitrate,  deposits  a  considerable  quantity  of  metallic 
silver  or  mercury.  (Dumas  &  Peligot.)  —  7.  Strong  nitric  acid  easily 
dissolves  cinnamio  acid;  below  60%  without  disengagement  of  gas,  it 
forms  nitrooinnamic  acid,  which  then  crystallises  (Mitscherlich,  Kopp); 
at  a  higher  temperature  (or  by  the  spontaneous  rise  of  temperature  pro- 
duced when  more  than  1  part  of  cinnamio  acid  is  taken  to  8  parts  of 
nitric  acid^  the  nitric  acid  is  violently  reduced  to  nitric  oxide,  and  nitro- 
benzoic  acid  is  formed  (Mitscherlich);  or,  according  to  Kopp,  first  benzoic, 
and  then  nitrobenzoic  acid.  With  a  more  dilute  acid,  hydride  of  benzoyl 
is  first  produced  (Dumas  &  Peligot,  Mulder,  Herzog,  Plantamour,  Simon), 
then  benzoic  acid  (Dumas  &  Peligot,  Herzog,  Simon,  Mulder);  nitro- 
benzoic acid  contaminated  by  a  yellow  substance  (Plantamour,  Mulder). 
By  distilling  cinnamio  acid  with  faming  nitric  acid,  Simon  obtained 
hydride  of  benzoyl,  and  a  residue  of  benzoic  acid,  picric  acid  and  resin. 
The  distillate  was  at  first  free  from  hydrocyanic  acid,  but  contained  that 
acid  after  rectification  over  common  salt. 
/  8.  Boiled  with  peroxide  of  lead  in  aqneous  solution,  cinnamio  acid 

^  gives  off  the  odour  of  bitter  almond  oil,  while  the  peroxide  of  lead 
assumes  a  light  yellow  colour,  and  is  partially  converted  into  benzoate 
of  lead.  This  behaviour  serves  to  distinguish  cinnamio  acid  from  benzoic 
acid.  (Stenhouse.)-4-<9.  Cinnainic  acid  distilled  with  sulphuric  acid  and 
bichramaie  of  potash  yields  oil  of  bitter  almonds.  (Simon.)  The  odour  of 
bitter  almond  oil  is  produced,  even  in  the  cold.  (Kopp.) — 10.  With  penta- 
chlcride  of  phosphorus  (also  with  the  terchloride,  according  to  Bechamp) 
it  yields  chloride  of  cinnamyl.  (Cahours.)  —  11.  Fusod  with  hydrate  of 
potash,  it  gives  off  hydrogen,  and  forms  acetate  and  benzoate  of  potash, 
together  with  a  little  salicylate  of  potash  produced  by  the  action  of  potash 
on  the  benzoic  acid  previously  formed.     (Chiozza)  : 

•  C»H804  +  2(K0,H0)  «  C<H803,KO   +   CWH«0»,KO  +  2H. 

Cinnamic  acid  is  not  decomposed  by  boiling  with  strong  caustic  potash. 
(Simon.) 

12.  In  the  dry  distillation  of  the  alkaline  cinnamates  or  of  cinnamic 
acid  with  caustic  baryta  or  lime,  a  carbonate  is  formed,  together  with 
cinnamene  and  benzol.    (Compare  xiii,  3.) 

13.  Cinnamate  of  lime  distilled  '?fiihform%ate  of  lime  yields  cinnamic 
aldehvde.     (Piria.) 

The  reactioDi  6,  7,  and  8,  serve  to  diBtiiigiuah  cinnamio  acid  from  benzoic  acid. 

CofMnaUons.  Cinnamic  acid  dissolves  very  sparingly  in  cold,  easily 
in  boiling  water.  —  The  aqueous  solution  may  be  continuously  boiled, 
without  prodaction  of  benzoic  acid.     (Dumas  and  Peligot.) 

CinnanuUes.  — -  The  cinnamates  are  soluble  in  water  and  crystallisable; 
they  strongly  resemble  the  salts  of  benzoic  acid.  (Dumas  &  Peligot.) 
The  silver-salt  is  the  least  soluble.    Those  which  are  difficultly  soluble, 
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dissolve  more  readily  in  water  containing  cblorides  or  nitrates.  From 
almost  all  solutions  of  these  salts  tbe  cinnamic  acid  is  precipitated  by 
acids.  They  are  decomposed  by  dry  distillation,  giring  off  the  odour  of 
bitter  almonds.  With  concentrated  nitric  acid,  they  tnm  yellow,  and 
give  off  the  odonr  of  oil  of  cinnamon  and  bitter  almond  oil.  Oil  of  vitriol 
colours  them  brown.  The  solutions  mixed  with  manganous  salts,  in 
such  proportion  that  the  cinnamate  predominates,  give  a  white  precipi- 
tate, which  soon  becomes  yellowish  and  crystalline.  (Benzoates  give  no 
precipitate.)  With  ferric  salts  they  form  a  yellow,  not  a  reddish  preci- 
pitate.    (Herzog.) 

Cinnamate  of  Ammonia,  —  C"irO',NH*0.  —  When  cinnamic  acid 
is  dissolved  in  warm  aqueous  ammonia,  the  liquid  solidifies  to  a  crystal- 
line mass  on  cooling.  The  mother-liquor  is  poured  off,  and  the  salt  dried 
between  bibulous  paper  at  the  ordinary  temperature.  Crystals  belong- 
ing to  the  oblique  prismatic  system,  with  laminated  fracture  parallel 
to  the  terminal  face  of  the  second  lateral  axis,  secondly  to  the  oblique 
terminal  face  of  th» principal  axis,  and  thirdly  (but  less  distinct)  to  the 
posterior  acute  terminal  face.  Direction  of  the  principal  axis  most 
strongly  developed,  that  of  the  two  secondary  axes  (which?  Gm.)  very 
little.  Colourless,  inodorous;  has  a  biting  taste,  with  grating  after-taste. 
Permanent  in  the  air. 

In  hot  air  it  gives  off  ammonia. 

When  heated  in  a  glass  tube,  it  melts,  evolves  ammonia,  yields  a  sub- 
limate of  small  strongly  iridescent  crystals,  probably  an  amidogen-com- 
pound,  and  leaves  a  light  brown  resin. 

Sparingly  soluble  in  cold,  easily  in  hot  water;  on  boiling  the  solution 
an  acid  salt  is  formed,  with  disengagement  of  ammonia.     (Herzog.) 

Cinnamate  of  Potash.  —  Cinnamic  acid  is  added  to  boiling  potash-ley 
till  acid  reaction  is  set  up,  and  the  liquid  is  then  evaporated  to  crystallisa- 
tion. At  first  the  sparingly  soluble  acid  salt  crystallises  out,  and  then 
the  more  easily  soluble  neutral  salt.  —  Neutral,  —  Crystallises  like  the 
ammonia-salt.  Permanent  in  the  air.  Heated  in  a  glass  tube,  it  melts 
and  gives  off  an  atom  of  water  at  120**,  but  bears  a  stronger  heat  without 
decomposition.     Dissolves  easily  in  hot  water.     (Herzog.) 

Herzog. 

KO  47-2    ....      24-18    2372 

C"H80*  148        ....       75-08 


CWH'KO<  +  Aq  ....     195-2     ....     100-00 

Cinnamate  of  Soda.  —  Carbonate  of  soda  is  saturated  with  cinnamic 
acid,  and  evaporated  to  the  crystallising  point.  Dull  crystals  belonginir 
to  the  oblique  prismatic  system,  exhibiting  an  indistinct  cleavage  parallel 
to  the  right  terminal  face  of  the  second  lateral  axis.  The  faces  are  but 
indistinctly  developed,  excepting  the  right  terminal  face  of  the  first 
lateral  axis,  and  the  anterior  oblique  terminal  face.  Principal  axis 
predominating.    At  110^  the  salt  gives  off  1  At.  water.     (Herzog.) 

[Herzog. 

NaO    31     ....      17'31    17*06 

CWH»0< ^....     148    ....       82-69 


C'«H7NaO*,Aq  ....     179    ....    10000 


Oinnamate  of  Baryta,  ^—  Chloride  of  barium  ia  precipitated  by  oinna*- 
mate  of  ammonia.  White  precipitate  which  in  sunlight  changes  into 
beantifal,  strongly  refracting  crystals.  Crystals  belonging  to  the  oblique 
prismatic  system^  with  cleavage  parallel  to  the  right  terminal  face  of  the 
second  lateral  axis.  At  100°  it  gives  off  7*15  per  cent,  water.  Dis- 
solves with  difBioulty  in  cold,  readily  in  boiling  water,  from  which  it 
crystallises. 

Cryital$»  Heraog. 

BaO   76-6    ....    82-79 

CWH70S 139        ....     59-51 

2HO  18        ....      7-70    7-15 

CWH7BaO<,2Aq ....  233-6    ....  100-00 

At  100^  Hcrzog. 

BaO   76-6    ....     35-53     35-16 

C«H70» 139        ....     64-47 

CWH^BaO^ 215-6    ....  10000 

Oinnamate  of  Strontia.  —  Prepared  like  the  baryta-salt^  which  it 
resembles  in  properties  and  in  crystalline  form.     (Herzog.) 

Oinnamate  of  Lime.  —  I.  Lime-water  precipitates  small  needles  from 
moderately  concentrated  oinnamate  of  ammonia.  —  2.  Nitrate  of  lime 
produces  in  solutions  of  oinnamate  of  ammonia,  a  white  precipitate,  which 
is  obtained  in  the  crystalline  form  on  cooling  from  a  solution  in  boiling 
water.  Crystals  belonging  to  the  oblique  prismatic  system,  with  cleavage 
parallel  to  the  right  terminal  face  of  the  second  lateral  axis.  (White, 
loosely  coherent  crystalline  mass  or  aggregated  nodules  :  E.  Kopp.) 
Gives  off  water  at  110°  (Herzog);  the  greater  part  at  140°.  (E.  Kopp.) 
Dissolves  with  difficulty  in  cold  water  (Herzog),  less  easily  than  benzoate 
of  lime.     (E.  Kopp.) 


CaO 

Cry9tal$. 

15-14     .... 
7513 

9    I  A        ....  ( 

Herzog. 
15-20 

C»«H70'  

139     .... 

2HO  * 

9-77 

C«H70»,CaO,  +  2Aq....     185     ....     10000     

Ilempel  could  not  detect  cinnamene  among  the  distillation -products  of  oinnamate 
of  lime.j  but  thinks  it  might  be  formed  by  very  careful  heating  till  decomposition  sets  in. 

Cinnamxite  of  Magnesia,  —  When  magnesia  alba  is  heated  with  alco- 
holic cinnamic  acid,  solution  takes  place  with  effervescence,  and  the 
compound  crystallises  out  on  cooling.  Crystals  belonging  to  the  oblique 
prismatic  system,  with  cleavage  like  that  of  oinnamate  of  lime.  The 
lateral  axis  is  almost  as  strongly  developed  as  the  principal  axis. 
(Herzog.) 

Oerous  and  Lanthanout  Oinnamate,  —  Precipitated  as  granular 
powders.     (Herzog.) 

Oinnamate  of  Glucina  and  Oinnamate  of  Alumina,  —  Loose,  white 

T  2 
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powders   flparingly   soluble    in   oold^   easily   solable   ia    hoi   water. 
(Henog.) 

With  uranoui  salts  alkaline  cinnamates  form  a  yellowish  precipitate 
solable  in  hot  water.     (Uerzog.) 

Jianganoui  Cinnamaie,  —  Eren  dilute  solutions  of  chloride  of  man- 
ganese are  precipitated  by  alkaline  cinnamates.  The  precipitatei  at  first 
white,  soon  becomes  yellowish  and  crystalline*  The  salt  crystallisee 
from  a  hot  solution  in  golden  yellow  deayeable  crystals  belonging  to  the 
oblique  prismatic  system.  Dissolyes  with  difficulty  in  cold^  and  slowly 
in  hot  water.    (Herzog.) 

AfUvmonious  OinnatnaU.  —  The  precipitated  as  well  as  the  ignited 
oxide  of  antimony,  dissolyes  with  difficulty  in  cinnamic  acid.  Tartar- 
emetic  gives  with  alkaline  cinnamates,  after  some  time,  small  needles 
grouped  in  reticulated  masses,  which  partially  disappear  again  by  longer 
contact  with  the  liquid;  when  collected  on  the  filter  and  driM,  they  form  a 
silyery  coating.  T]^cy  contain  water,  melt  when  heated,  and  leaye  a 
colourless  residue  which  effenresces  with  acids,  giyes  an  orange-coloured 
precipitate  with  sulphuretted  hydrogen,  and  is  therefore  probably  a 
double  salt  with  potash.     (Herzog.) 

Alkaline  cinnamates  precipitate  ^umu^salts  white,  and 'form  in 
solutions  of  oxide  of  tin,  a  white  curdy  precipitate.     (Herzog.) 

Cinnamaie  of  Zine.  —  Zinc  dissolyes  with  difficulty  in  hot  aqueous 
cinnamic  acid,  with  liberation  of  hydrogen.  A  solution  of  oxide  of  zinc 
in  cinnamic  acid  crystallises  on  evaporation.  Crystals  like  those  of  the 
lime-salt     Dissolves  with  tolerable  facility  in  water.     (Herzog.) 

CvnnanuUe  of  Cadmium  resembles  the  zinc-salt.     (Herzog.) 

Cinnamaie  of  Lead,  —  1.  Solution  of  neutral  acetate  of  lead  is  preci- 
pitated at  the  boiling  temperature  by  cinnamate  of  potash,  and  the  white 
crystalline  precipitate  is  well  washed  with  water.  —  2.  Cinnamic  acid  is 
continuously  boiled  with  a  great  excess  of  neutral  acetate  of  lead,  and 
evaporated,  a  large  quantity  of  acetic  acid  then  escaping;  and  the  gela- 
tinous mass  is  tiSAin  diluted  with  water,  the  solution  filtered,  and  the 
residue  washed  for  some  time  with  water,  and  at  last  with  alcohol,  in 
order  to  remove  all  the  free  acid.  White  crystalline  powder,  very 
sparingly  soluble  in  water.     (Herzog.) 


Herzog. 

PbO 

111-8 

■••• 

44-67     .... 

....      44-24 

18C  

108 

••«. 

43-06     .... 

....      43-34 

7H 

7 

•••• 

2-79    .... 

2-94 

30 

24 

•*•* 

9-88     .... 

9-48 

C"H7Pb04  .... 

250-8 

••■• 

10000    .... 

....     100-00 

Rrrous  Cinnamaie  is  pale  yellow.     (Herzog.) 

Feme  Cinnamaie,  —  Cinnamate  of  ammonia  forms  with  sesquichloride 
of  iron  an  orange-coloured  precipitate,  not  cream-coloured  like  that  pro- 
duced by  benzoate  of  ammonia.  Precipitated  by  alkaline  cinnamates 
from  solution  of  sesquioxide  of  iron  it  is  a  yellow  powder  like  chrome- 
yellow.    Difficultly  soluble  in  water.    (Herzog.) 
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Cinnamate  of  CchaU,  obtained  by  precipitating  a  cobalt  solution  with 
an  alkaline  cinnamate  is  rose-re<l.  Cinnamate  of  Nickel  is  greenish 
white,  easily  soluble  in  alcohol.    (Herzog.) 

Cinnamate  of  Copper.  —  Alkaline  cinnamates  precipitate  cnprio  salts 
of  a  bine  colour  like  that  of  the  cornflower.  (Herzog.)  ^  Warm  solu- 
tions of  cinnamate  of  ammonia  (cinnamate  of  potash)  (Hempel);  and  of 
sulphate  of  copper  are  mixed,  and  the  salt  wnich  immediately  precipi- 
tatea  is  washed  and  dried,  first  in  the  air  then  at  1 00^     (E.  Kopp.) 

Bluish  white,  n on- crystalline  powder,  still  containing  a  tolerable 
quantity  of  water,  the  last  portions  of  which  cannot  be  remored  without 
incipient  decomposition.     (E.  Kopp.) 

By  dry  distillation  it  becomes  brown,  shrinks  together  as  the  decom- 
position proceeds,  and  gives  off  (at  1 50*^,  according  to  Hempel)  carbonic 
acid,  which  at  first  contains  one-third  of*  carbonic  oxide,  and  afterwards 
a  little  carburetted  hydrogen  gas,  while  cinnamene  (p.  1)  passes  oyer 
as  a  clear  oil,  and  (from  180%  according  to  Hempel)  cinnamic  acid 
sublimes.    (E.  Kopp.)  , 

Cinnamate  of  copper  is  sparingly  soluble  in  cold  water;  boiling  water 
decomposes  it  into  an  acid  and  a  basic  salt.     (Hersog.) 

Mercurotts  Cinnamate  is  white  and  sparingly  soluble  ;  mmxuric 
cinnamate  is  while.     (Herzog.) 

Cinnamate  of  Silver,-^  a.  Acid?,  —  Contains  29*3  per  cent,  of  silver. 
(Marchand  ) 

5.  NetUml.  —  Cinnamate  of  ammonia  is  precipitated  by  a  concen- 
trated solution  of  nitrate  of  silver,  and  the  salt,  which  separates  in  white 
laminso  (fiaky,  according  to  Mulder,  and  if  the  cinnamate  of  ammonia  be 
added  to  the  silver  solution,  white  and  curdy,  according  to  Herzog),  is 
pressed  between  bibulous  paper,  moistened  with  water,  and  again  pressed. 
(Dumas  &  Peligot.) 

It  is  slowly  coloured  violet  by  exposure  to  light.  Somewhat  soluble 
in  water  (Mulder);  insoluble  in  pure  water,  but  soluble  in  presence  of 
small  quantities  of  other  salts.     (Herzog.) 


Mulder. 


Damas  & 
Dried  in  vacuo  at  120*.  Peligot. 

18  0    108      ....     42-33  4224  ....  41*62 

7  II   7      ....       2-74  2-92  ....  304 

Ag 108-1  ....     42-38  41-61  ....  4245 

4  0   32      ....     12-55  13-23  ....  12-89 

C"H7AgO* 255-1  ....  100-00  100-00  ....  10000 


At  120*.  Fremy.  Henog. 

18  C  41-82  41-77 

7  H 2-93  2-89 

Ag 42-52  42-31 

4  O 12-73  13-03 


CWH'AgO^    100-00 100-00 

Beitagnini  found  42*69  p.  c.  rilTer.    The  salt  contains  43*68  p.  c.  siWer  and 
I  atom  water  of  crystallisation,  which  is  not  gifen  off  at  lOO"".    (Marchand.) 
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The  alkaline  cinnamates  form  with  eolutlons  of  gold  and  oipkUinum, 
yellowish  precipitates  which  blacken  in  the  light.     (Herzog.) 

Cinnamic  acid  does  not  combine  with  nrea.  (Hlasiwetz^  J,  pt\  Chtm^ 
69,  103.) 

Cinnamic  acid  dissolves  easily  in  alcohol,  and  is  precipitated  there- 
from by  water.  (Dumas  &  Peligot.)  It  dissolves  in  4*3  parts  of 
absolute  alcohol  at  20°.  (Mitscherlich.)  Dissolves  very  easily  in  ether. 
(Hersog.) 


Sulphocinnamic  Acid. 

C^H^S^O^o  =  C^»HW,2S0«, 

Marchand.    <7.  p?\  Chem.  16,  60. 

Hbbzog.    iV^.  Br.  Arch,  20,  164;  J.  pr.  Chem.  29,  51. 

MiTSCHBRLiGH.     J,  pr,  Chem,  22,  197. 

Zimmtschw^els&ure, 

First  observed  (1839)  by  Marchand,  more  completely  investigated  by 
Herzog  in  1848. 

Fo7'7nation,  By  combining  cinnamic  acid  with  anhydrous  sulphuric 
acid  (Marchand);  with  common  or  with  fuming  oil  of  vitriol.     (Herzog.) 

Preparation,  One  part  of  cinnamic  acid  is  dissolved  in  from  8  to  12 
parts  of  fuming  sulphuric  acid  of  from  sp.  gr.  1*92  to  1'87,  which  causes 
a  slight  rise  of  temperature,  but  no  evolution  of  sulphurous  acid;  and  the 
mixture  is  dissolved  in  water  and  digested  with  carbonate  of  baryta  till  a 
filtered  sample  is  no  longer  precipitated  by  chloride  of  barium.  The 
mixture  is  then  filtered,  and  sulphuric  acid  is  carefully  added  as  long  as 
any  precipitate  is  formed;— or,  since  it  is  difficult  to  hit  the  right  quantity 
of  sulphuric  acid,  basic  acetate  of  lead  is  added;  the  resulting  precipitate 
decomposed  by  sulphuretted  hydrogen;  and  the  filtrate  evaporated,  first 
in  the  water-bath,  then  in  vacuo  over  oil  of  vitriol,  an  amorphous  pale 
yellow  residue  then  remaining,  which  undergoes  no  further  change  at 
lOO''.    (Herzog.) 

:   Properties.    Crystallises  from  an  alcoholic  solution  in  long  prisma 
belonging  to  the  oblique  prismatic  system,  with  about  6  atoms  of  water« 


Thiocinnol.  ! 

C"H«»  =  C"H«,S». 
Cahours.     Compt,  rend,  25,  458. 

1.  When  sulphuretted  hydrogen  is  passed  to  saturation  through  the 
alcoholic  solution  of  cinnhydramide,  the  liquid  soon  becomes  turbid 
without  depositing  sulphur,  and  on  standing  deposits  thiocinnol  as  a 
white  powder,  which  is  washed  with  alcohol. —2.  Thiocinnol  is  also 
formed  when  alcoholic  oil  of  cinnamon  is  treated  with  sulphide  of  ammo- 
nium. 
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In  the  air  they  attract  moisture  without  deliquescing  but  in  vacuo  or  at 
25^  in  the  air,  they  give  off  water,  and  turn  white.  The  aqueous  solution 
reddens  litmus,  and  has  an  acid  taste.    (Herzog.) 

Herzog. 
Dned  at  100^  Mean. 

18  C  108  ....  47-36     47*58 

8  H 8  ....  3-51     3-76 

4  0 32  ....  1403     13-99 

2  SO*  80  ....  35-10    34-67 

C»H»0«,2S0»  228     ....  100-00    100-00 

DecamposUions.  1.  The  acid  dried  at  100^  melts  when  heated,  gives 
off  water,  and  carbonizes  without  volatilising,  giving  off  aromatic  odorous 
vapours,  and  leaving  a  difficultly  combustible  charcoal.  —  2.  It  dissolves 
in  concentrated  nitric  acid  without  disengagement  of  gas  or  rise  of  tem- 
perature. On  heating  the  mixture  to  44^,  a  few  gas  bubbles  escape,  and 
at  50^  dense  red  vapours,  while  crystals  form  as  the  liquid  cools,  and 
reappear  without  increasing  in  quantity  when  it  is  heated.  No  smell  of 
bitter  almonds  is  perceptible,  even  at  90°.  The  nitric  acid  solution 
mixed  with  chloride  of  iMurium  does  not  form  a  precipitate  of  sulphate  of 
baryta,  but  yields  after  some  time  a  light  crystalline  deposit,  which, 
however,  does  not  appear  to  be  sulphocinnamate  of  baryta.  —  3.  When 
sulphocinnamio  acid  is  distilled  with  alcohol  and  hydrochloric  acid,  and 
the  liquid  cohobated  three  times,  no  foreign  substance  passes  over,  but 
the  residue  yields  on  evaporation  stellate  groups  of  small  crystals, 
soluble  in  water  and  alcohol,  which  appear  to  be  either  sulphocinnamio 
acid,  or  sulphocinnamio  ether.     (Herzog.) 

ConibiruUions^  a.  WUh  Water,  Sulphocinnamio  acid  attracts  but 
little  moisture  in  the  air>  and  dissolves  readily  in  water. 

&.  With  Bases,  Sulphocinnamio  acid  is  bibasic.  The  neutral  salts 
contain  two  atoms  of  base  to  one  atom  of  acid;  in  the  acid  salts,  one,  atom 
of  acid  is  combined  with  one  atom  of  base  and  one  atom  of  water,  which 
cannot  be  expelled  at  100^  The  alkaline  sulphocinnamates,  when 
heated,  leave  a  residue  of  alkaline  snlphate  and  sulphite,  and  when 
ignited,  a  residue  which  gives  off  sulphuretted  hydrogen  with  acids.  The 
cinnamates  of  the  heavy  metals  leave  metallic  sulphides  when  ignited. 
The  acid  and  its  soluble  salts,  precipitate  the  solutions  of  basic  acetate 
of  lead  and  of  mercurous  nitrate,  and,  after  some  time,  that  of  chloride  of 
barium.     (Herzog.) 

OinnaTnate  ofFotash,  —  a.  Neutral.  —  The  acid  is  neutralised  with 
carbonate  of  potash,  or  the  baryta  salt  decomposed  by  sulphate  of  potash. 
The  solution  evaporated  in  vacuo  leaves  an  amorphous  yellow  mass, 
which  becomes  moist  in  the  air,  without  deliquescing.  Perfectly  neutral. 
Gives  off  2*91  p.  c.  water  when  dried  in  vacuo  at  100°.  Dissolves  easily 
in  water;  with  great  difficulty  in  alcohol.     (Herzog.) 

In  vacuo,  Herzog. 

2  KO   94-4  ....     30-12    30-08 

CWH«0»,2S03  210      ....    67-01     67-01 

Aq 9      ....      2-87     291 


C»8H«KW,280»  +  Aq 313-4  ....  10000    100-00 


1 
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h»  Add.  Crvfitalliscs  in  slender  needles  from  tbe  solation  of  the 
neutral  salt  on  the  addition  of  ^hydrochloric  acid.  Dissolves  with  great 
difficulty  in  alcohol.     (Herzog.) 

SidphocinfiOtmate  of  Baryta,  —  a.  KeutraL  —  The  solution  of  the 
baryta-salt  obtained  in  the  preparation  of  sulphocinnamic  aoid,  beoomes 
covered;  when  evaporated  at  a  gentle  heat,  with  crusts  which  fall  to  the 
bottom,  and  are  renewed  until  almost  all  the  baryta-salt  is  separated. 

The  crusts  appear  but  slightly  crystalline,  even  under  the  microscope. 
Permanent  in  the  air.  Dried  at  100"  it  gives  off  4*87  p.  c.  s=  8  At.  water. 
Nearly  insoluble  in  water  {%  Gm.)     (Herzog:) 

CruiU,  Hersog. 

2  BaO  153-2  ....    40-19    40-05 

C«H«0»,2S0»  210      ....    55-09 

2Aq     >....     18      ....      4-72    4-87 

CWH«BaW,2SO»  +  2Aq ....  381-2  ....  100-00 

At  100^ 

2  BaO    153-2  ....  42-18     4192 

18  C     108      ....  29-73    30-08 

6H    : 6      ....  1-65    1-79 

2  0 16      ....  4-40    4-44 

2SO» 80      ....  2204     21-77 


C"H«Ba=0^,2S0*    3G3-2  ....  100*00     100-00 

5.  Acid, — When  nitric  acid  is  added  to  the  solution  of  the  baryta- 
salt  obtained  in  the  preparation  of  sulphocinnamic  acid,  and  evaporated, 
or  when  the  neutral  salt  a  is  boiled  with  water  containing  nitric  acid,  the 
liquid,  after  some  evaporation,  deposits  on  cooling  beautiful,  delicate 
needles  of  the  acid-salt.  Permanent  in  the  air.  Loses  its  lustre  at  100**, 
and  gives  off  5'74  per  cent.  =  2  atoms  of  water.  Sparingly  soluble  ia 
water  und  in  alcohol.     (Herzog.) 

At  100"*.  •  Hersog. 

13aO. 76G  ....     2591     25*88 

CWH70»,2SO»  219      ....     7409 

CWH7B80*,2SO» 295-6  ....  100-00 

Sulphocinnamafe  of  Baryta  and  Ammonia,  —  The  needles  of  the 
baryta-salt  (6)  dissolve  in  dilute  ammonia,  and  yield  a  double  salt  in 
aggregated  prisms,  which  when  exposed  to  the  air  absorb  water  and 
give  off  ammonia.     (Herzog.) 

Sidpkocinnamate  of  Zinc  is  crystallisable.  (Marchand.)  Small 
nodules.     (Herzog.) 

Sulphocinnamaie  of  Copper.  —  The  solution  is  easily  decomposible, 
and  can  only  be  concentrated  under  the  air-pump.     (Herzog.) 

Sulphocinnamaie  of  Silver,  —  When  neutral  sulphocinnamate  of  baryta 
is  precipitated  with  nitrate  of  silver,  filtered,  and  the  filtrate  evaporated 
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in  tlie  water-bath  and  then  in  vacuo,  ilio  floluiion  dries  np  to  a  grey, 
iustroiis,  brittle  crust  On  evaporating  the  solution  over  the  open  fire 
refluction  is  apt  to  take  place,  ami  then,  even  if  a  tolerable  quantity  of 
liquid  is  left,  the  whole  suddenly  solidifies  to  a  jelly. 

The  salt  when  heated  yields  metallic  silver  and  sulphide  of  silver. 
It  dissolves  easily  in  hot  water,  also  in  nitric  acid  and  in  ammonia. 
(Hcrzog.) 

Herxog. 

2  AgO  <H. 232-2  ....    52-51     52-12 

CMHK)»,2SO»  210      ....    47-49 

CWH«AgH)*,2SO»    442-2  ....  lOOOO 

Sulphocinnamio  acid  dissolves  readily  in  alcoJiol,  and  crystallised  oa 
spontaneous  evaporation. 


Ginnamate  of  Methyl. 

£.  Kopp.    Campt,  rend.  21^  1377. 

ZimnUfitrmetter,  Zimmthohnaphtha,  Cmmamate  de  methfle. 

Hydrochloric  acid  gas  is  passed  through  a  solution  of  3  parts  of 
cinnamlc  acid  in  5  parts  of  absolute  alcohol,  and  the  product  distilled 
over  oxide  of  lead. 

Colourless  oil  of  sp.  gr.  1-106»  Boils  at  241^  Has  a  pleasant 
aromatic  odour. 


Ginnamate  of  Ethyl. 

CPH»0*  =  C*H»0,C"HW. 

• 

Heuzoo.     N.  Br.  Arch,  17,  72;  20,  170. 
Mabchand.     J.  pr,  Chem.  16,  429;  37,  281. 

E.  Kopp.     Compt,  rend,  21,  1376  ;  J.  pr,  Cheni.  27,  280  ;  Compt.  rencL 
24,  615;  N.J.  Pharm,  11,  72. 

ZimmMnegter,  Zimminaptha,  CinnamyUtiher,  dnnamic  ether^ 

Formation.  By  passing  hydrochloric  acid  gas  into  a  mixture  of 
cinnamic  acid  and  alcohol.     (Hferzog,  Marchand,  Kopp.) 

The  oil  which  Plantanonr  prepared  by  decomposing  dnnamein  with  alcoholic 
potash,  is  not  cianamic  ether.     £.  Kopp.     (It  is  bensylic  alcohol.    Kr.) 

Preparation.  1.  A  mixture  of  1  part  of  cinnamic  acid  with  6  parts 
of  alcohol  and  2  parts  of  hydrochloric  acid,  is  distilled  down  to  a  tnird. 
The  residue  forms  two  layers,  the  lower  of  which  is  the  ether.  It  is  washed 
with  water;  dissolved  in  water  containing  alcohol;  agitated  with  a  solu- 
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tion  of  neutral  tartrate  of  potash,  whicb  takes  np  free  acid;  decanted 
from  the  resulting  bitartrate;  then  filtered,  mixed  with  more  water,  by 
which  the  ether  is  again  precipitated,  while  tartrate  of  potash  remains  in 
solution;  and  distilled.  The  distillate  is  shaken  up  with  chloride  of 
calcium,  and  after  two  days,  decanted  and  rectified.  (Herzog.)  — 
2,  Marchand  distils  4  parts  of  absolute  alcohol  with  2  parts  of  cinnamic 
acid  and  1  part  of  hydrochloric  acid;  pours  back  several  times  that 
which  first  distils  over;  then  distils  till  three-fourths  have  passed  over; 
washes  the  ether  remaining  in  the  retort  repeatedly  with  water;  then 
decants  and  rectifies  over  oxide  of  lead.  —  3.  The  solution  of  3  parts 
of  cinnamic  acid  in  5  parts  of  alcohol  is  s&turated  with  hydrochloric  acid 
gas,  and  the  oily  product  rectified  over  oxide  of  lead.    (E.  Kopp.) 

Properties.  Transparent,  rather  mobile  liquid.  More  highly  refrac- 
tive than  creosote,  beautifully  iridescent  in  the  light.  (Herzog.)  Sp.  gr. 
1131  (Herzog)  at  12°  (Marchand);  1126  at  0"  (E.  Kopp);  1  0498  at 
20  2°  =  10656  at  0°.  (H.  Kopp.)  Boiling  point  2625  (Herzog); 
263°  at  758  m.m.  pressure  (Marchand) ;  262°  (E.  Kopp)  ;  260"" 
(Hofmann  &  Blyth);  261*6°,  —  or,  with  the  correction  necessary  for 
the  lower  temperature  of  the  column  of  mercury  projecting  out  of  the 
retort,  266°.  (H.  Kopp.  AnTU  Fharm.  95,  319.)  Vapour-density  6*537 
at  291°.  (Marchand.)  Permanent  in  the  air.  (Herzog.)  Has  an  agree- 
ably sweet  odour  of  oranges  and  cinnamon.     (Herzog.) 


22  C 

12  H 

4  O 


Henog. 

Marchand. 

mean. 

mean. 

132    ....     75*00    ... 

74-44 

....     74-27 

12    ....      6*81    ... 

6-87 

...«      6*8% 

0£        •...        Xo   19        ...< 

18-69 

....     18-92 

C»3H»0<  176    ....  100-00    100-00    ....  10000 

Measares. 

C-vapoar  22 9*1520 

H-gaa    12     0*8316 

O-gas    2     2*2186 

2     12*2022 

•Ether-vapour    1     6*1011 

Decompositions,  1.  Cinnamic  ether  is  but  little,  if  at  all,  decomposed 
by  fuming  nitric  acid.  (Marchand.)  Concentrated  nitric  acid  converts 
it,  with  difficulty,  into  nitro-cinnamic  ether,  a  considerable  quantity 
of  the  ether  being  at  the  same  time  decomposed  and  acid  liberated. 
(E.  Kopp.) 

2.  With  alcoholic  ammonia  it  forms  a  crystalline  powder  (probably 
cinnamide)  but  very  little  in  proportion  to  the  ether  consumed;  the  pro- 
duct is  not  large,  even  when  ammoniacal  ga.s  is  passed  into  the  ether. 
(Herzog.) 

3.  With  potash  it  forms  cinnamate  of  potash  and  alcohol  (Mar- 
chand.) 

Cinnamic  ether  is  nearly  insoluble  in  toater,  readily  soluble  in  alcohol 
and  in  ether. 
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Cinnamein/ 

C«H"0*  =  C"H'0,C"H'Ol 

Plantamour.     (1838.)     Ann,  Pharm,  27,  329;  30,  241. 

Fbemy.     Ann.  Chim,  Pht/s.  70,  189;  Ann*  Pharm,  30,  328. 

Deyillb.     Ann.  Pkai'm.  74,  230;  J.  pr.  Ghem,  50,  442;  Ann.  Pharm, 

97,  168. 
£.  Kopp.     Compt  chim,  1850,  140. 

Oil  of  PerubaUam,  In  the  crystallised  state,  it  Is  the  metacinnamein  of  Scharlingi 
not  that  of  Fremy. 

Sowrcei,  In  balsam  of  Peru ;  according  to  Simon  {N.  Br.  Arch. 
29,  181,)  ready  formed.  In  tolubalsam  (Fremy,  Deville),  a  statement 
which  Scharling  disputes.  By  distilling  tolubalsam  with  water,  and 
repeatedly  cohobating  the  distillate,  Deville  obtained  a  small  quantity  (a 
gramme  from  a  pound)  of  volatile  oil,  from  which  on  rectification  tolene 
psissed  over,  while  crystallised  beuzoic  acid  and  cinnamein  remained,  the 
latter  distilling  at  340 — 350  with  partial  decomposition.  (That  which 
parsed  over  contained  79*86  —  8112  p.  c.  C,  and  762  to  8*83  p.  c.  H.) 

Formation,  By  dissolving  cinnamic  acid  in  pernvine,  an  acid  viscous 
liquid  is  formed,  which,  when  saturated  with  hydrochloric  acid,  yields  to 
boiling  water  a  neutral  oil  resembling  cinnamein  and  heavier  than  water. 
(Scharling.) 

Preparation,  Balsam  of  Peru  is  saponified  by  agitation  with  excess 
of  caustic  potash,  and  the  solid  soap  dissolved  in  water:  the  solution  on 
being  warmed  separates  after  a  few  minutes  into  two  layers,  and  the 
upper,  which  is  oily,  is  to  be  repeatedly  washed  with  water,  till  the  oil 
exhibits,  a  faint  reddish  yellow  colour.  The  residual  water  is  evaporated 
in  the  water-bath;  the  oil  dissolved  in  warm  alcohol  and  evaporated;  and 
this  treatment  is  repeated  as  long  as  resin  separates  out  on  evaporation. 
(Plantamour.)  —  2.  Balsam  of  Peru  dissolved  in  alcohol  of  36^  is  treated 
with  alcoholic  potash,  whereby  a  compound  of  resin  with  potash  is  pre- 
cipitated; the  solution  is  mixed  with  water;  the  cinnamein  which  sepa- 
rates out  in  the  form  of  oil  is  separated  from  the  inferior  solution  of 
cinuamate  of  potash,  and  dissolved  in  freshly  rectified  rock-oil,  whereby 
resin  is  removed;  the  rock-oil  is  then  evaporated,  and  the  residual  oil 
placed  in  a  vacuo.  Cinnamein  thus  prepared  still  retains  styracin  in  solu- 
tion, the  quantity  varying  according  to  the  nature  of  the  balsam .  To  free 
it  from'  this  impurity,  it  is  dissolved  in  weak  alcohol,  and  cooled  for  several 
days  below  0"^,  as  long  as  a  crystalline  deposit  of  styracin  continues  to 
form.  (Fremy.)  —  3.  Balsam  of  Peru  is  repeatedly  boiled  with  aqueous 
carbonate  of  soda,  and  the  cinnamate  of  soda  is  removed  by  washing,  the 
residue  then  separating  into  resin  and  a  yellowish  brown  liquid  which 
must  be  heated  to  170°  on  the  oil-bath,  and  distilled  in  steam  beated  to 
170^  Colourless  somewhat  milky  cinnamein  then  passes  over,  and  is 
freed  from  adhering  water  by  standing  for  some  time  in  a  warm  place, 
over  chloride  of  calcium.  Sometimes,  perhaps  always,  the  cinnamein 
thus  prepared  contains  in  solution  styracin,  which  -partially  crystallises 
oat  after  long  staading.    (Scharling.)     Calcined  magnesia  or  oxide  of 
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lead  also  aeparaies  cinnamein  from  balsam  of  Peru,  by  oombining  with  the 
cionamic  acid  and  separating  resin.     (Simon.) 

Propertiet,  Faintly  coloured  (Fremy),  colourless^  strongly  refracting 
oil  (Scbarling),  wbicb  remains  liquid  wben  cooled  in  a  freezin/;^  mixture 
for  several  days  (Fremy),''to  —  12*"  (Plantamour),  to  15*  (Scbarling) 

(  —  15''  ?).  'When  cinnamein  is  kept  under  water^  there  are  formed  after  some  time 
solid  crystals  (»  metacinnamein),  which  melt  at  12 — 15*,  sometimes  resolidify  after 
cooling  and  standing,  but  after  solution  in  boiling  alcohol  cannot  again  be  obtained  in 
the  crystalline  form.  (Scbarling.)  Boils  at  305"  and  distils  without  decompo- 
sition (Plantamour);  between  340  and  350^  with  partial  decomposition. 
i Devil] e,  Fremy.)  It  has  a  feeble  pleasant  odour.  Its  taste  is  sharp 
Fromy),  aromatic,  recalling  that  of  fat.  (Scbarling.)  Makes  grease  spots 
on  paper.  (Fremy.)  Sp.  gr.  1*098  at  14";  10925  at  25°.  (Scbarling.) 
Neutral. 

Fremy.  Plantamonr. 

32  C 192     ....    80-67     77-68  to  7908    ....     79-55 

H  H    14     ....       5-88     6-10   „     6-50    ....       6-25 

4  O    32     ....     13*45     16-27   „  14-42     ....     1420 

C*H"0* 238    ....  100-00    100-00      lOO'OO    ....  100-00 

Scharling. 
Oil.  Crystals, 

82  C 79-18  to  80-24     ....    80-21 

14  H 6-56,,    603    ....       6-07 

4  0 14-26   „  13-73    ....     13-72 

CMHWQ*  10000       100-00     ....  10000 

It  is  C^H»0<,  (PlanUmonr),  CMH^QS.  (Fremy.)  £.  Kopp  regarded  it  as 
identical  with  styradn,  which  Scharling  disproved. 

Decompodtiofu,  Cinnamein  slowly  absorbs  moist  oxygen.  (Fremy.) 
When  exposed  for  years  to  air  and  to  IwIU,  it  assumes  a  rancid  odour  and 
acid  reaction.  Cinnamein  which  had  been  kept  for  years  in  a  closed 
vessel  had  become  turbid;  when  distilled,  it  began  to  boil  at  230^,  and 
yielded  a  few  drops  of  a  slightly  empyreumatic  distillate,  while  a  solid 
substance  separated.  When  the  residue  was  poured  into  alcohol  of  Od""  Tr., 
part  of  it  dissolved  immediately  and  the  rest  on  boiling;  on  cooling,  white 
flakes  were  deposited  which  dissolved  in  boiling  alcohol  but  not  in  cold 
alcohol,  resembled  coagulated  albumen  when  dry,  and  became  transparent 
at  120°  without  melting  or  becoming  brittle.  These  flakes  contain  80*06 
p.  c.  C.  and  6*23  p.  c.  H.,  and  are  therefore  amorphous  cinnan^ein. — 
Crystallised  cinnamein  preserved  in  a  glass  vessel  for  a  year,  melted  to  a 
viscous  mass,  and  in  another  year  became  a  solid  transparent  amorphous 
mass.     ^Scharling,^ 

2.  Cinnamein  is  partially  decomposed  by  distiUaUon,  leaving  a  small 
quantitjr  of  tar,  and  yielding  a  distillate  aiflering  in  composition  from 
the  original  substance.     (Fremy  )    (See  page  283.) 

3.  It  is  immediately  resinized  by  ail  of  vitriol;  the  resin  purified  by 
boiling  with  water  contains  70*8  p.  c.  C.  and  6'5  p.c.  H.,  and  is  therefore 
cinnamein  -h  water  (C'*H'*0'  +  4  Aq,  which  requires  72*0  p.  c.  C.  and 
6  06  p.  c.  H.    (FreniY.) 

4.  Forms  a  crystalline  compound  with  cAfoitn^  (Plantamour.)  Slowly 
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absorbs  cLlorine,  more  easily  when  heated,  beooming  at  the  same  time 
eoloared  and  thickened,  and  when  distilled  ultimately  yields  chloride  of 
benzoyl  together  with  an  oiL    (Fremy.) 

5.  Nitric  aeid  acts  briskly  on  oinnam^in  when  heated,  forming  a 
yellow  resin  and  a  large  quantity  of  bitter  almond  oil.  Ferixide  of  lead 
acts  in  a  similar  manner.     (Fremy.) 

6.  Cinnamein  forms  a  crystalline  compound  with  ammonia.  (Planta- 
monr.) 

7.  Mixed  with  hinUphide  of  carbon  and  powdered  hydrate  of  potash, 
it  forms  a  saline  mass  containing  zanthate  of  potash.     (Scharling.) 

8.  Rapidly  treated  with  rery  concentrated  potoi^ley,  or  melted  with 
hydrate  of  potash,  it  giyes  off  hydrogen,  and  passes  into  cinnamate  (cin- 
namate  and  benzoate)  of  potash.    (Fremy.) 

Treated  with  very  concentrated  potash-ley  in  the  cold,  or  with  alco* 
holic  potash,  it  is  completely  resolved  in  24  hours,  without  disengagement 
of  gas  or  absorption  of  oxygen  into  benzylic  alcohol,  and  cinnamate  of 
potash: 

C«H"0*  +  KO,HO  -  C"H«0«  +  CWH^KO*. 

By  the  continued  action  of  the  potash,  the  benzylic  alcohol  may  be  con- 
Terted  into  toluol. 

In  contact  with  very  concentrated  solution  of  potash,  cinnamein  soon 
changes  its  appearance,  becomes  thicker,  and  then  solid  :  after  24  hours 
water  dissolves  the  greater  part,  and  separates  peruyin  (a  mixture  of 
benzylic  alcohol  and  toluol :  Kr.)  as  an  oil  which  floats  on  the  surface, 
(Fremy.) 

Cinnamein  solidifies  with  alcoholic  potash  to  a  sof^  yellow,  pleasant 
smelling  soap.  When  this  soap  is  dissolved  in  water,  oil  separates  on  the 
surface,  which  on  distillation  passes  over  as  a  transparent,  aromatic 
odorous,  refracting  oil,  heavier  than  water  and  consisting  of  cinnamate 
of  ethyl  (benzylic  alcohol :  Kraut).  By  continuing  the  distillation, 
water  being  added  to  the  dry  residue,  a  second  clear  yellow  oil  is 
obtained,  of  less  agreeable  aromatic  odour,  and  lighter  than  water;  this  oil 
is  the  peruvin  of  Fremy.  More  of  this  pemvin  is  obtained,  when  water 
is  added  to  the  residue,  and  the  supematuot  oil  is  removed  and  distilled 
alone.  From  the  residue  in  the  retort,  after  solution  in  water,  hydro- 
chloric acid  precipitates  cinnamic  acid  and  carbobenzoic  acid.  (Planta- 
monr.)  (Cinnamic  acid  and  amorphous  benzoic  acid.  Kraut.)  oy  con- 
tinued boiling  of  cinnamein  with  potash-ley,  Scharling  once  obtained 
Fremy's  peruvin;  but  when  he  distilled  cinnamSin  prepared  from  another 
balsam,  with  potash-ley  or  alcoholic  potash,  a  distillate  was  obtained  which 
had  a  different  odour  and  greater  specific  gravity  than  peruvin,  and  dis- 
solved with  tolerable  facility  in  water.  Separated  from  this  solution  by 
common  salt,  then  dried  for  some  days  over  chloride  of  calcium,  and  dis- 
tilled, this  oil  gave  off  traces  of  alcohol,  and  then  an  oil  boiling  between 
150^  and  205^  (after  rectification  at  179^)  which  was  benzylic  alcohol, 
and  afterwards  a  neutral  distillate,  which  solidified  in  the  neck  of  the 
retort  to  a  crystalline  mass,  which,  when  dissolved  in  alcohol  and  exposed 
to  the  air,  became  converted  in  six  weeks  into  benzoic  acid. 

Cinnamein  scarcely  dissolves  in  water.  It  dissolves  in  alcohol  and  in 
ethfr. 
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Styracin. 

C»H"0*  =  C»*H*0,C»H'0«. 

BoNASTRB.  (1827.)  J.  Pharm.  13,  149;  17,  348;  N,  Tr,  24,  2,  236. 

Lbpaqe.     J.  Ohim,  med,  18,  726. 

Fremt.    Ann.  Chim,  Phys.  70,  196;  Ann.  Pharm  30,  385. 

E.  Simon.    Ann.  Pharm.  31,  272;  N,  Br.  Arcli.  29, 182;  Ann.  Pharm 

71.  357. 
pR.  ToEL.     Ann,  Pharm.  70,  1. 
Ad.  Strbckeb.     Ann.  Pharm.  70,  10;  74,  112. 
Jul.  Wolpp.    Ann.  Pharm.  75,  397. 
E.  Kopp.     Compt.  chim.  1850,  140. 
GossMANN.     Ann.  PJiarm.  99,  376. 
SciiARLiNO.     Ann,  PJiarm,  97,  90  and  174. 

Metacinnamein,    (Fremy.)    Zimmhaurer,    Zimmtalcokol. 

Discovered  by  Bonastre  in  1827»  investigated  by  Simon  and  Toel.  Stated  by 
E.  Kopp  to  be  identical  with  cinnamein,  which  was  however  disproved  by  Scharling. 
The  correct  formula  was  first  given  by  Fremy  and  Strecker. 

Sources.  In  liquid  storax.  —  fn  balsam  of 'Peru;  it  is  often  con- 
tained in  the  cinn  imein  prepared  from  that  substance,  and  separates  from 
the  ciunamein  which  has  been  dissolved  in  weak  alcohol,  either  when  cooled 
several  degrees  below  0^,  or  after  standing  for  some  time.     (Scharling.) 

Preparation,  When  the  solution  of  liquid  storax  in  alcohol  is 
exposed  to  a  temperature  of  1 5°  — 18^  fine  needles  separate  out  in  about 
six  months.  (Bonastre.)  —  2.  Fresh  liquid  storax  is  treated  with  cold 
alcohol,  which  leaves  stjracih  undissolved.  (Bonastre.)  —  3.  Commercial 
storax  is  treated  with  cold  ether;  the  ether  poured  off  after  two  days; 
the  residue  dissolved  in  boiling  alcohol  of  40°;  the  liquid  filtered;  and 
the  alcoholic  solution  allowed  to  evaporate:  styracin  then  crystallises 
out,  and  is  obtained  pure  by  washing  with  cold  alcohol,  drying  between 
paper,  and  rccrystallisation  from  alcohol.  (The  alcoholic  solution  of 
storax  which  has  not  been  treated  with  ether,  likewise  deposits  styracin 
on  evaporation,  but  in  an  impure  form :  Lepage.)  —  4.  Liquid  storax  is 
distilled  with  half  to  seven-tenth  parts  of  crystallised  carbonate  of 
soda  and  water^  whereupon  styrol  passes  over;  and  the  residual  liquid, 
which  contains  cinnamate  of  soda,  is  poured  off  from  the  resinous  mass, 
which  is  then  washed  with  water,  dried,  and  dissolved  in  20  parts  of 
boiling  alcohol  of  sp.  gr  .0-825.  The  liquid  is  then  filtered;  two-thirds 
of  the  solution  distilled  off;  and  the  residue  cooled,  whereupon  almost 
all  the  styracin  is  deposited,  as  a  coarse  crystalline  powder,  which  ia 
pressed  between  paper,  repeatedly  washed  with  cold  alcohol,  and  again 
pressed,  till  it  is  no  longer  sticky  from  adhering  resin,  but  forms  a 
white  dry  mass.  As  this  mass  still  contains  soda,  it  is  powdered  and 
dissolved  in  seven  parts  of  ether;  the  liquid  filtered  from  the  soda- 
compound;  and  the  ether  distilled  off  in  the  water-bath:  pure  styracin 
then  remains.  (Simon.)  —  5.  Toel  dries  the  resinous  cake  which  remains 
after  the  distillation  of  liquid  storax,  with  carbonate  of  soda  and  water  (4) 
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after  it  has  been  freed  from  the  solution  of  cinnamate  of  soda; 
macerates  it  repeatedly  with  cold  alcohol,  which  extracts  the  colouring 
resin,  and  leaves  most  of  the  stjracin  but  little  coloured;  and  obtains  the 
styraoin  quite  pore  by  repeated  crystallisation  from  ether-alcohol.  Wolff 
allows  the  resinous  cake  to  stand  for  some  time  in  cold  alcohol,  when  it 
soon  becomes  crystalline;  frees  the  crystals  from  resin  by  dissolving  them 
in  boiling  alcohol,  and  precipitating  the  resin  with  sDffar  of  lead;  and  fre- 
quently recrystallises,  first  from  ether-alcohol,  then  from  ether.*— 
6.  After  distilling  liquid  storax  with  water,  and  repeatedly  boiling  out 
the  residue  with  carbonate  of  soda,  the  undissolved  portion  is  slowly 
allowed  to  cool  to  80°  —  40°:  the  mass  then  becomes  tough  and  spongy, 
and  a  yellow  oil  collects  in  its  pores.  This  oil  made  to  run  out  by 
kneading  and  pressing,  and  then  filtered,  solidifies  after  some  time  into  a 
crystalline  mass,  which  is  purified  by  recrystallisation  from  alcoholj  The 
residual  mass  still  contains  much  styracin,  and  is  therefore  worked  up 
for  styrone.  (E.  Kopp.)  —  7.  After  distilling  liquid  storax  with  water, 
and  repeatedly  boiling  the  residue  with  carbonate  of  soda,  the  residue 
separates  into  a  solid  dark  resin  and  liquid  styracin.  The  latter  is  poured 
off,  transferred  to  a  flask,  which  is  placed  in  an  oil-bath  at  the  temperature 
of  180°,  and  distilled  by  passing  steam  heated  to  180°  through  it;  it  then 
passes  over  as  a  white  milky  oil,  which,  when  freed  from  water,  solidifies 
on  standing  in^open  vessels,  to  a  faintly  coloured  crystalliue  mass,  which 
may  be  recrystallised  from  alcohol.  (Scharling.^  —  8.  Liquid  storax  is 
macerated  or  digested  at  a  temperature  not  exceeaine  30°  with  five  to  six 
parts  of  dilute  soda-ley,  till  the  residue  becomes  colourless;  this  residue 
is  coUecited,  washed,  dried  and  dissolved  in  alcohol  containing  ether; 
and  from  the  solution,  which,  if  not  colourless,  is  to  be  rendered  so 
by  treatment  with  animal  charcoal,  pure  styracin  crystallises  out 
(Gbssmann.) 

PivpeHiet.  Long,  colourless^  rectangular  prisms,  grouped  in  tufts. 
(Bonastre,  Toel.)  Star-shaped  crystals.  (Simon.)  Crystallises  from 
alcoholic  solution  in  very  fine,  concentrically  arranged  needles.  (Simon.) 
Separates  partially  as  an  oil.  (Bonastre.)  As  hard  as  wax.  (Bonastre.) 
Melts  below  100*  (Bonastre);  at  38°  (Lepage,  E.  Kopp);  44°  (Toel, 
Scharling);  50°  (Simon);  and  therefore  melts  in  boiling  water  to  an  oil 
(floating  upon  water :  Lepage),  which  solidifies  to  a  noncrystalline 
mass  on  cooling.  (Simon.)  After  being  crystallised,  it  does  not  melt  in 
the  heat  of  the  snn.  (Scharling.j  Fused  styracin  frequently  does  not 
resolidify  (E.  Kopp);  solidifies,  long  after  cooling,  in  concentrically 
grouped  needles,  more  rapidly  when  touched  by  sharp  bodies.  (Toel.) 
Specific  gravity  of  the  liquid,  1'085  at  16°'5.  (Scharling.)  Tasteless. 
(Lepage,  Toel.)  Inodorous.  (Toel.)  Smells  of  vanilla  ^Bonastre); 
very  pleasantly  aromatic.  (Lepage.)  Neutral.  Permanent  in  the  air. 
(Wolff.)  Not  volatile;  on  being  heated  above  the  melting  point,  it  creeps 
up  the  sides  of  the  vesseL  (Toel.)  Distils  without  aeoomposition  in 
steam  heated  to  180°.     (Scharling.) 

IfarcbaiMl.         Toel.         Strecker. 
mean,  mean* 

36  C  216  ....  81-82  8271  ....  82-47  ....  81-42 

16  H  16  ....   6-06  6-38  ....   6*28  ....   6-07 

4  0  32  ....  12-12 10  91  ....  11'25  ....  12-51 


C»Hi«0^ 264  ....  100-00  100-00  ....  100-00  ....  10000 


»  « 
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Wolff.  ScbarUng.  Fremy. 

36  C ..,  216    «    82-57    ....    81*91    ....     82-48    ....    80*78 

16  H   16    ........      6-37    ....      6-39    ....      610    ....      6*05 

4  O    32    11-06    ....     11-70    ....     1142    ....    1317 

C*»H"0^ 264    10000    ,...  10000    ....  10000     ....  100-00 

Henry  found  76-27  p.  c.  C,  5*50  H,  and  18-23  O.  (/.  Pharm.  20*63.)  Toel  calcti- 
Uted  from  bis  analyses  the  formula  C^H'H>>;  Strecker,  the  formula  here  Kjivea.  Fremy 
and  Scfaarlinjc  (fi)  examined  styracin  from  Peru  balsam. 

Polymeric  with  cinnamic  aldehyde. 

DteompoiUions.  Stjracin  whea  not  perfectly  pure  becomes  brown  in 
the  air,  (Wolff.)  —  2.  It  is  changed  by  nitric  acid  to  a  yellow,  pulveria- 
able,  tasteless  substance^  giving  off  at  the  same  time  the  odour  of  bitter 
almonds.  (Lepage.)  On  distillation  with  nitric  acid,  it  yields  oil  of 
bitter  almonds.  The  rectified  distillate  contains  hydrocjranic  acid;  the 
residue  in  the  retort  benzoic  acid,  picric  acid«  and  resin  (Simon),  ben- 
zoic acid  and  nitrobenzoic  acid.  (E.  Kopp).  —  3.  Yields  oil  of  bitter 
almonds  when  distilled  with  bichromate  of  potash  (Simon),  or  with  hmoxide 
of  manganese  and  sulphuric  acid  (Toel);  with  chromic  acid  it  gives  oil  of 
bitter  almonds,  benzoic  acid  and  resin.  (E.  Kopp.)  —  4.  It  is  carbonised 
by  cold,  more  strongly  by  hot  oil  of  vitriol  (Lepage),  yielding  cinnamic 
acid,  and  a  brown  substance  insoluble  in  water  and  in  saline  solutions. 
(E.  Kopp.)  —  5.  Dry  chlorine  changes  styracin,  with  feeble  disengage- 
ment ox  heat,  into  a  tough,  Tiscons  mass,  and  at  100^  completely,  into 
ohlorostyracin.  (Toel,  E.  Kopp.)  With  chlorine  it  forms  a  product  resem- 
bling chloride  of  cinnam yl.  (Fremy.) — 6.  Heated  with  by drate^of  potash, 
it  is  completely  changed  into  cinnamate  of  potash,  heat  being  disengaged. 
(Fremy.)  — 7.  If  to  styracin  dissolved  in  alcohol,  a  great  excess  of  soda 
is  added,  the  mass  coagulates  from  separation  of  the  cinnamate  of  soda, 
while  styrone  remains  in  solution.  (Simon.)  Distilled  with  sodarley,  it 
decomposes  into  cinnamate  of  soda  and  a  volatile  oil,  which  distils  over 
(Simon);  into  cinnamate  of  soda  and  styrone.  (Toel,  Wolff.)  —  8.  Dis- 
tilled with  hydrate  of  lime  it  yields  an  oil  isomeric  with  benzol,  but 
differing  from  it  and  from  cinnamene. 

ComhinaUaiis.  Styracin  is  completely  insoluble  in  water.  It  does 
not  combine  with  lime,  even  at  the  boiling  heat.  (Bonastre.)  Neither 
does  it  dissolve  in  ammonia,  soda  or  potash.  (Lepage.)  It  does  not 
combine  with  acids,  but  is  rendered  more  soluble  by  them.  The  solution 
of  one  part  of  styracin  in  eight  parts  of  boiling  alcohol,  which  becomes 
turbid  on  cooling,  is  immediately  rendered  clear  by  the  addition  of 
sulphuric  acid,  glacial  acetic  acid,  or  cinnamic  acid.  When  styracin  is 
dissolved  in  alcohol  containing  sulphuric  acid,  and  the  solution  evaporated 
in  the  air,  the  residue,  even  an;er  repeated  washing  with  water,  contains 
sulphuric  acid,  which  cannot  be  extracted  by  water,  but  may  be  recog- 
nised by  Ignition  with  soda.     (Simon.) 

Styracin  dissolves  but  sparingly  in  alcohol  of  38°,  pretty  easily  in 
alcohol  of  40^  (Lepage.)  It  dissolves  in  21  parts  of  cold,  in  3  parts 
-  of  boiling  alcohol  of  sp.  gr.  0*825  (Simon);  the  solution  is  rendered 
milky  by  water.  (Lepage.)  It  is  but  sparingly  soluble  in  cold  alcohol 
of  d2l^  Tr.,  the  hot  saturated  solntioii  deposits  oil  or  crystals  on  cooling. 
(Scharling.) 
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It  dissolves  in  3  parts  of  cold  ether,  bnt  crystallises  less  beautifully 
from  this  solution  than  from  alcohol.  (Simon.)  The  solution  of  styraoin 
in  ether-alcohol  forms,  before  the  commencement  of  the  crystallisationy 
two  layers,  the  upper  of  which  is  principally  ether  containing  a  little 
particularly  pure  styracin,  while  the  lower  yellowish  layer  contains 
alcohol  and  almost  all  the  styracin.  This  layer  becomes  gradually  tur- 
bid, and  solidifies  to  verriicose  crystals  when  touched  with  sharp  sub- 
stances.    (Wolff.) 


Appendix. 
(Himamate  qfttyracin,  Acid  einnamate  qfstyraein,  Add  dnnamate  qfatyrone. 

Remains  in  the  water  left  in  the  distilling  vessel,  when  liquid  storax 
is  distilled  with  water,  and  is  obtained  in  beautiful  crystals  by  evapora- 
tion and  boiling  the  solution  with  animal  charcoal.     (Simon.) 

Acids  precipitate  cinnamic  acid  from  the  aqueous  solution  of  einna- 
mate of  stjrracin;  alkalis  precipitate  styracin.  The  compound  dissolves 
in  60  to  70  parts  of  cold  alcohol,     (Simon.) 


Myroxocarpin, 

Stenhousb.    Ann,  Fliarm.  77,  806. 
ScHARLiNa.    Ann,  Pharm.  97>  69. 

Sources,  In  the  white  balsam  of  SansoncOe,  and  of  San  Salvador 
(Guatemala)  which,  according  to  Pereira,  is  obtained  by  pressure  from 
the  fruit  of  a  myrospermum.     (Stenhouse,  Scharling.) 

Freparation,  The  balsam  is  digested  with  alcohol,  and  the  crystals 
which  separate  after  ]  2  hours  are  collected,  and  purified  by  repeated 
recrystallisation  with  a  little  animal  charcoal.  One  pound  of  balsam 
yields  an  ounce  of  myroxocarpin.     (Stenhouse.) 

Properties.  Broad  thin  prisms,  more  than  an  inch  long,  belonging  to 
the  right  prismatic  system,  and  having  the  lustre  of  nitrate  of  silver. 

00  P.  oP.  oo  i^Qo  .  P  00.  2poo  .  Poo  .  2Poo  (oo  P  :  00  P  =  102"*  12';  f «   : 

oP  =  127*'  4';  2Poo  :  oP  =  llO''  41';  Ipoo  :  oP  =  133°  7';  2Poo  :  oP 
=  115^  5\  Ratio  of  the  principal  axis  to  the  lateral  axes  =  1  :  0,9363  : 
0-7553.     (Miller.) 

Hard  and  brittle.  Tasteless.  Inodorous.  Neutral.  Does  not  lose 
weight  at  100^  Melts  at  11 5°  to  a  transparent  glass  which  does  not  crys- 
tallise on  cooling,  but  only  after  solution  in  alcohol.     (Stenhouse.) 

Stenhouse. 
.    Calculatioii  aeoording  to  Stenhonse.  mean, 

48  C  288    ....     77-63    77-10 

35  H  35     ....       9-43     9-51 

6  O  48     ....     12-94     13-39 

awH»0«  371     ....  100-00    100-00 
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DeeompasUionA  Wben  healed  iibove  the  meltiiig  point,  ii  cmbHmes 
but  partially,  the  residue  beiii^  changed  into  redn,  with  formatioii  of  ft 
laige  quantity  of  aoetic  acid.  —  2.  Sospended  in  water  it  is  Tory  elowlj 
ohaaged  into  a  chlorinated  teeia,  which,  after  being  washed  with  water 
and  dissolved  in  alcohol,  imparts  to  it  an  acid  reaction.  *^  3.  By  strong 
niirie  ctcid  with  the  aid  of  heat,  it  is  slowly  changed  into  oxidic  aei{ 
withoat  formation  of  picric  acid  or  any  particular  acid.     (Stenhonee.) 

Does  not  dissolve  in  water,  either  cold  or  hot. 

Does  not  dissolve  in  acids  or  alkalis,  and  is  not  changed  by  boiling 
potash. 

Dissolves  partially  in  cold  alcohol,  and  in  ether,  readily  in  the  same 
liquids  when  warm.     (Stenhoase.) 


Eesin  from  Tola-bcJsam. 

Frbmy.     Ann.  Chim.  Fhya.  70,  199;  Ann.  Pharm,  30,  337. 
H.  Dbvillb.     iV.  Anft.  Chim,  Phya,  3,  163. 
E.  Kopp.     Ccmpt.  chim,  1849,  150. 

According  to  Ytomj,  the    resins  of  Peru-balsam,  of  Tolu-balsam,. 
and  of  benzoin    are  the  same,  and  have    the  same    composition    as 
the  resin  produced  by  oil  of  viiriol  from  cinniittiein,  vix.  C**H**0**  =t: 
ciunamein   +   water.     They  give  a  beautiful  red  coloration  with  oil  of 
vitriol. 

Fremy. 

a,                      b.  c. 

C    7M05     69-97     ....  lO'iS 

H 6-94     6-2ti     ....  6-58 

O  22-01     23-83     ....  22*94 


100-00     lOOrOO     ....  100-00 

From  balsam  of  Tolu,  Kopp  obtained  a- and /3-reein;  Beville  only 
obtained  a-resin  agreeing  with  Kopp's  /3-resin.  (But  by  his  method  of 
preparation,  a-resin  tnight,  by  absorbing  oxygen,  pass  into  /S-resin. 
Fremy^B  analyses  agree  with  a  mixture  of  a-  and  /8-resin.     Kr.) 

a-resin,  Tolu  balsam  freed  from  volatile  oil  and  From  cinnamio  acid 
is  exhausted  with  cold  alcohol;  the  solution  is  evaporated,  and  the  resi- 
dual broWB,  brittle  feaito,  to  which  alcohol  tenaciously  adheres,  is  boiled 
with  water  containing  hydrochloric  acid,  to  extract  the  carbonate  of  soda 
as  completely  as  possible,  then  powdered  and  dried  in  vacuo,  first  at  the 
ordinary  temperature,  and  afterwards  at  lOO"".  It  is  obtained  perfectly 
pure  by  drenching  it  with  cold  alcohol,  pouring  off  the  alcohol  after  a  short 
time,  evaporating  the  solution,  and  treating  the  powdered  residue  four  or 
five  times  for  five  minutes  with  alcohol  or  ether.  The  last  solution  leaves 
pure  a-resin  on  evaporation. 
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Brown^  lustroas  Jtesin.      Brittle  when  cold.      Cakes   together  after 
being  powdered  even  at  16°>  and  melts  completely  at  60"". 


86  C  

18  H 

....  216 
....     18 

....     72-48     .. 
6*04     .. 

£.  Kopp. 

72-19 

6*38 

8  O  

64 

21-43 

C»HW08    ... 

298 

....  100-00     .. 

10000 

The  resin  contained  0*5  per  cent,  of  carbonate  of  lime  and  carbonate  of  Boda,  which 
were  allowed  for  in  the  calculation. 

Decampimtions.  When  exposed  in  the  state  of  powder  to  moist  air 
and  to  light,  it  becomes  darker  and  faeayier;  afterwards  gires  up  but 
little  cinnamic  acid  to  dilute  aqaeons  carbonate  of  soda;  and  is  no  longer 
completely  soluble  in  cold  alconol^  but  leaves  a  residue  of  /3-resin.  Dis- 
solved in  potash  it  absorbs  oxygen;  acids  then  precipitate  /3-resin. 

2.  Bums  with  a  bright  fuliginous  flame. 

3.  By  dry  distillation  it  yields  gases  consisting  of  carbonic  oxide 
and  carbonic  acid^  an  oil  which  is  changed  by  caustic  potash  into  toluol 
and  benzoic  acid,  and  another  clear  neutral  oil,  which  boils  above  250^, 
and  is  carbonised  by  oil  of  vitriol. 

4.  It  is  coloured  red  by  oil  of  vitriol,  and  dissolved  even  in  the  cold; 
after  a  short  time,  water  precipitates  a  red  resiif  free  from  sulphuric  acid; 
after  a  longer  action  of  the  oil  of  vitriol,  water  produces  no  precipitate, 
the  red  solution  then  containing  a  conjugated  sulphuric  acid. 

5.  By  treating  the  resin  with  nitric  acid,  coloured  amorphous  benzoic 
acid  (xii,  46)  is  formed,  together  with  oil  of  bitter  almonds,  hydrocyanic 
acid,  a  little  carbonic  acid,  and  much  nitrogen.  No  picric  acid  is  pro- 
duced at  the  same  time. 

6.  On  distilling  the  resin  with  concentrated  potash-ley,  toluol  and 
water  pass  over;  from  the  residue  in  the  retort  after  solution  in  water, 
acids  precipitate  benzoic  acid  and  resin.     (Kopp.) 

It  colours  water  yellow  after  long  boiling.  Dissolves  easily  in  aqueous 
caustic  alkalis;  by  concentrated  potash,  a  brown  resinate  of  potash  is 
precipitated,  which  dissolves  iu  pure  water. 

Dissolves  readily  in  cold  alcohol  and  in  ether. 

^retin.  Remains  after  the  balsam  has  been  exhausted  with  cold 
alcohol.  Powdered  balsam  of  Tolu,  freed  from  volatile  oil  and  cinnamic 
acid,  is  treated  eight  or  ten  times  with  renewed  quantities  of  cold  alcohol 
and  ether;  and  the  residue  is  boiled  with  slightly  acid  water  in  order  to 
remove  the  alcohol.  (Kopp.)  Balsam  of  Tolu  is  boiled  with  as  little 
potash-ley  as  possible,  and  the  liquid  is  greatly  diluted  and  saturated 
with  carbonic  acid,  by  which  the  resinate  of  potash  is  partially  decom- 
posed and  resin  is  precipitated.  Chloride  of  calcium  is  then  added  ; 
the  precipitate  of  carbonate  and  resinate  of  lime  collected  on  a  filter,  and 
decomposed  by  hydrochloric  acid;  the  residue  dissolved  in  alcohol;  and 
the  solution  precipitated  by  water.     (Deville.) 

Fraperties.  Pale,  yellowish  brown,  brittle,  easily  pulverisable, 
inodorous,  and  tasteless  resin,  which  melts  only  above  100"*.  (Kopp.) 
Rose-red  powder,  the  colour  of  which  appears  to  be  changed  by  air  and 
light.  Smells  faintly  of  vanilla.  Readily  attracts  moisture.  When  pure, 
it  remains  pulvemlent  at  102°  to  103°  0.     (Deville.) 

u  2 
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36  C     

20  H     

10  0     

216 

20 

80 

....     68*35     .. 
....      6-32     . 

....         JkO'Av        . 

Derffle. 

68-24 

6-60 
2516 

Kopp* 

....    68-29 
....       6-41 
....     25-30 

C»H»O>0 

316 

....  10000     .. 

100-00 

....  100-00 

After  mbtracting  2-5  p.  c.  ash.    (E.  Kopp.) 

Decomponiions,  1.  With  faming  nitric  acid,  it  takes  fire  and  bums. 
(Deyille.)  It  is  changed  bj  nitric  acid  like  a-resin.  Nitric  acid  con- 
taining chlorine  (bat  not  that  which  is  free  from  chlorine),  converts  it  into 
oxalic  acid.  (Kopp.) —  2.  When  treated  with  concentrated  potash-ley,  it 
yields  at  first,  very  little  volatile  oil,  which  is  formed  only  at  a  very  high 
temperatare  and  when  the  mass  has  become  dry,  and  finally  it  carbonise 
(Kopp.) 

Dissolves  in  cold  oU  of  vitriol  with  reddish  brown  colour;  the  solution 
becomes  violet  by  attracting  moisture  from  the  air.  Dissolves  in  potash 
(even  very  dilute,  according  to  Deville)  with  dark  brown  colour. 
(Kopp.) 

Dissolves  in  alcohol  (Deville);  is  but  sparingly  soluble  in  cold  alcohol 
and  ether.     (Kopp.) 


Cinnasiic  Anhydride. 

C»5Hi*0*  =  C"H'0«,C"H'0«. 

Gerhardt.     (1852.)    N.  Ann.  Chim,  Phy$.  37,  285;  Ann,  Pharm.  87, 
76;  TraUi  3,  387. 

Anhydrout  einnamic  acid,  Zimmisdure-Anhydrid,  wa$9eirfreie  Zimmitliwre. 
dnnamaie  einnamigue  ou  de  dnnamyle. 

m 

Formed  by  the  action  of  chloride  of  cinnamyl  on  oxalate  of  potash,  or 
of  pentachlonde  of  phosphorus  on  cinnamate  of  soda. 

Preparation.  Six  parts  of  cinnamate  of  soda  are  treated  with  one 
part  of  pentachloride  of  phosphorus,  as  in  the  preparation  of  anhydrous 
benzoic  acid  (xii,  93),  and  the  product  is  washed  with  cold  water  and 
aqueous  carbonate  of  soda,  and  crystallised  from  boiling  alcohol. 

White  crystalline  powder,  consisting  of  microscopic  needles.  Fuses 
at  127°  C. 


36  C 

14  H 

60 


Groriuirdt. 

mean. 

216 

•  ••• 

77-69    .. 

77-43 

14 

•  ••« 

503    .. 

5-08 

48 

•  ••• 

17-28     .. 

17-49 

C«H"0«    278     ....  10000     100-00 

Becomes  acid  with  boiling  water.     Does  not  dissolve  in  water,  and 
scarcely  in  cold  alcohol,  but  more  easily  in  boiling  alcohol. 
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Aceto-cinnamic  Anhydride. 

C"H»»0*  =  OHK)»,C"H'0». 

Gbrhardt.     (1852.)    N.  Ann,  Chim.  Phy$.  37,  385.     • 

Ankjfdroui  ae€tO'eiM$uimie  acid.  Acetate  de  eumamyle,  dtmamate  d'aeetyle. 

Chloride  of  acetyl  acts  with  considerable  disengagement  of  heat  on 
oinnamate  of  soda,  forming  a  product  which  smells  strongly  of  acetic 
anhydride,  and  continually  giyes  off  carbonic  acid  when  washed  with 
aqueous  carbonate  of  soda.  Ether  extracts  from  the  residual  pasty  mass 
an  oil  mixed  with  cinnamic  acid,  which  is  exactly  like  benzo-acetic  anhy- 
dride. 


Benzo-cinnasdc  Anhydride. 

Gerhardt.     (1852.)    N.  Ann.  Chim,  Phya.  ST,  385. 

Obtained  by  the  action  of  7  parts  of  chloride  of  benzoyl  on  10  parts  of 
cinnamate  of  soda. 

Fatty  oil.     Sp.  gr.  1  -1 84  at  23^ 

In  moist  air  it  gmdually  becomes  acid.  It  is  changed  by  alkalis  into 
alkaline  cinnamate  and  benzoate.  By  distillation  it  is  decomposed  and 
yields  a  yellowish  oil  smelling  of  cinnamene,  which  gradually  deposits 
crystals  of  anhydrous  benzoic  acid  and  an  acid  liquid.  Soluble  in 
carbonate  of  80<{a. 


lodine-nwleus  C"IH^ 

lodocinnamic  Acid. 

((?»IH'0*  =  C>»IH',0*)1 

Hbrzog.     N,  Br.  Arch,  20,  167. 

When  cinnamic  acid  is  melted  with  excess  of  iodine,  and  the  dark 
brown  mass  is  boiled  with  water  till  all  the  free  iodine  is  evaporated, 
the  liquid,  on  cooling,  yields  colourless  crystals  of  iodocinnamic  acid. 

Crystallises  from  alcohol  in  small,  stellate  crystals,  which  become 
somewhat  yellow  in  the  air.  Dissolves  easily  in  hot  water  and  in 
alcohol. 
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Bromine-nvuileus  C^BrH'. 

Bromociimainic  Acid. 

(C"BrH'0*  =  C"BrH',0*)  1 

HERZoa     N.  Br.  Arch.  20,  166. 

Bromiae  vapour  is  passed  oyer  oiDnamate  of  silver  until  exiseaa  of 
bvomiue  shows  itself  in  brown  yellow  vapoara  in  the  closed  vessel;  the 
decomposed  salt  is  treated  with  ethev ;  and  the  solution  is  filtered  and 
left  to  evapovat&  A  thick  oil  then  remains^  which  is  colourless  at  first, 
bat  becomes  pale  yellow  in  24  houra  This  oil  dissolves  partially  in 
potash,  a  colourless  oil  of  penetrating  aniseed  odour  remaining  undis- 
solved (probably  a  bromide  of  carbon)  which  is  produced  by  the  action 
of  bromine  upon  the  ether.  The  alkaline  solution,  after  being  saturated 
with  hydrochloric  acid,  deposits  in  48  hours  small  white  crystals  of  bromo- 
cinnamic  acid. 

Decomposes  somewhat  on  solution  in  water  and  evaporation.  Forms 
easily  soluble  salts  with  all  bases.  Does  not  precipitate  nitrate  of 
silver. 


Chlorine-nticleus  C'^CIH^. 

Chloride  of  Cinnamyl, 

C»*H'ClO»  =  C"H'C1,0«. 

Frbmy.     Ann,  Chim,  Phys.  70,  196;  Ann,  Pharm,  SO,  336. 

Oahours.     Campt.  rend.  22,  846;    Ann,  Phai^m.  QO,  254;    N,   Ann, 

Chim,  Phys,  23,  341;  J,pr,  Chem,  45,  140;  Ann,  Phai'm,  70,  42. 
B^CHAMP.     Compt,  rend.  42,  224;  J.pr,  Chem.  68,  489. 

Formation.  ].  By  the  action  of  pentachloride  of  phosphorus  on 
cinnamic  acid.  (Cahours.)  —  2.  By  the  action  of  terchloride  or  terbro- 
mide  of  phosphorus  on  cinnamic  acid.     (B^champ.) 

2Ci8H80^  +   PC13  =.  HCl   +   PO^HO   +   2C«H7C10«. 

3.  By  treating  styracin  with  chlorine,  a  body  is  formed  whicb  appears  to 
possess  the  properties  of  chloride  of  cinnamyl. 

Preparatwn.  1.  When  cinnamic  acid  is  treated  with  pentachloride 
of  phosphorus,  hydrochloric  acid  is  given  off  in  abundance,  and  oxy- 
chloride  of  phosphorus  and  chloride  of  cinnamyl  pass  over.  This  product 
is  rectified;  the  fraction  between  250°  —  265°  is  collected  separately  and 
washed  with  a  small  quantity  of  cold  water,  which  is  poured  off;  and  the 
chloride  of  cinnamyl  is  dried  over  chloride  of  calcium  and  rectified. 
(Cahours.)  —  2.  Dry  cinnamic  acid  is  placed  in  a  fiask  provided  with  a 
drawn  out  tube,  terchloride  of  phosphorus  added, and  the  whole  gradually 
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heated  to  between  60° — 120^  as  long  as  hydrochloric  acid  is  disengaged. 
The  mixture  melts^  and  forms  two  layers,  the  npper  of  whieh  consisting 
of  chloride  of  cinnamyl,  is  decanted  and  distilled.     (Bechamp.) 
Heavy  oil  of  sp.  gr.  1  -207.     Boils  at  262^ 


18  C     

7  H     

108      ....     64-90     ... 

7                 4*20 

Calionre. 

64-60 

4-00 

CI    

2  0     

85-6  ....     21-28     ... 

16      ....       9-62     ... 

21-42 

9-98 

C«H'C10»    .... 

166-6  ....  10000    ... 

lOO'OO 

Ii}  moist  air  it  rapidly  becomes  acid,  forming  hydrochloric  a<?id  and 
beantifnlly  crystallising  cmnamic  acid.     (Cahours) 

With  dry  ammoniacal  gas  it  yields  sal-ammouiac  and  a  white  solid 
substance^  which  dissolves  in  boiling  water,  and  crystallises  on  cooling  in 
delicate  needles  like  benzamide.     (Cahours.) 

Distilled  with  cyanide  of  potassium  or  cyanide  of  mercury,  it  yields 
chloride  of  potassium  or  of  mercnry  and  ej&mde  of  cinnamyL 

With  alcohol,  it  becomes  strongly  heated  and  forms  cinnamic  ether, 
which  is  precipitated  by  water  as  an  oil. 

With  aniline  it  forms  cinnanilide,  with  (Considerable  evolution  of  beat 
(Cahonrs.) 


Chlorooinnamic  Acid. 

C^^CIH'O*  =  C«C1H^0*. 

K  Kopp.    Compt.  rend,  24,  614;  N.  J".  Fharm.  16,  426;  J,  pr.  Chem. 

41,  425. 
ToEL.    Ann.  Pharm,  70,  7. 

ChlorzimnUaauret  Aeide  chloroeinnamigue. 

Formation,  By  passing  chlorine  into  a  cold  solution  of  cinnamic  acid 
in  concentrated  carbonate  of  soda.  (Kopp.)  By  the  action  of  potash  on 
chlorostyracin,  with  simultaneous  formation  of  a  chlorinated  oil  a^d  of 
chloride  of  potassium.  (Toel.)  The  product  which  Herzog  obteined  (N;  Br. 
Arch.  20,  165  ;  23,  17)  by  the  action  of  chlorine  on  dry  cinnamic  add,  appears  to  be 
chlorobensoic  acid.    (See  page  272.) 

PrepetraHon.  When  alcoholic  chlorostyracin  is  mixed  with  excees  of 
alcoholic  potash,  the  mixture  soon  solidifies  t^  a  magma  of  chloride  of 
potassium  and  chlorocinnamate  of  potash .  This  is  collected  on  a  filter 
and  washed  with  alcohol,  pressed,  dissolve4  in  a  little  boiling  alcohol, 
and  mixed  with  excess  of  hydrochloric  acid  :  on  cooling,  chlorooinnamic 
acid  crystallises,  and  is  purified  by  recrystallisation.     (Toel.) 

Properties,  Long,  lustrous,  flexible  needles.  Melts  at  132";  may  b^ 
snbHmed  at  a  strong  heat.  Inodorous  in  the  cold.  The  vapour  strongly 
excites  coughing.     Reddens  litmus. 
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Tod. 

18  C  108      ....  69-23  59-35 

CI  35-6  . ..  19-41  19-00 

7H  7      ....  3-82  4-04 

4  0  32      ....  17-54  17-61 


CWKnH^O*    182-6  ....  100-00    100-00 

Sparingly  soluble  in  cold  water  (less  easily  than  chlorobenzoic  acid, 
Kopp);  more  easily  in  hot  water.  When  it  is  boiled  with  a  little  water, 
the  undissolved  portion  melts  to  an  oil.     (Toel.) 

The  chlorocinnamates  crystallise  less  readily  than  the  chlorobensoates. 
(Kopp.) 

CMarodnriamate  of  Ammonia,  —  Arboriform  curved  needles,  containing 
1  atom  of  water  of  crystallisation. 

Tod. 

NHH)  26      ....     12-41     12-91 

C«»C1H«0»    173-6  ....     83-22 

Aq    9      ....       4-37 

.  ■ 

C«»NH*C1H«0*  +  Aq   ....  208-6    ...  10000 

CMorocinnamate  o/Fotagh  forms  lustrous,  pearly  flakes.     (Toel.) 

CMorocinnamate  of  Baryta,  —  Obtained  by  precipitating  the  ammonia- 
salt  with  chloride  of  barium,  as  a  white  powder  soluble  in  boiling  water, 
and  crystallising  out  in  lustrous  laminso.  When  ignited,  it  leaves  the 
baryta  as  chloride  of  barium.  After  being  dried  over  oil  of  vitriol,  it 
loses  3*80  p.  c.  in  a  current  of  air  at  110°,  and  then  nothing  more  at 
270^. 


BaO 

18  C 

76-6  ....  29-51  .... 

108   ....  41-76  .... 

Tod. 
....  29-50 
....  41*29 

CI  

6  H 

35-6  ....  13-69  .... 

6   ....   2-31  .... 

....  13-63 
2-44 

3  0  

Aq  

24   ....   9-26  .... 

9   ....   3-47  .... 

....   9-34 
...   3-80 

CWBaClH«0<  +  Aq 259-2  ...  100-00     10000 

CMorocinnamaie  of  Lime.  —  Resembles  the  ammonia-salt.  Sparingly 
soluble.    (Toel.) 

Chlorocinnamaie  of  Silver. — Obtained  by  double  decomposition  from 
hot  solutions,  in  the  form  of  slender  needles  which  blacken  in  the  light. 
Contains  no  water  of  crystaUisation.     (Toel.) 

Dried  at  200^  Tod. 

AgO :.  1161  ....     40-08     40-03 

C>»C1H70«    173-6  ....     5992 

Ci8AgaH«0<  289-7  ....  10000 

t 

Chlorocinnamic  acid  dissolves  easily  in  alcohol  and  in  etker,  (Toel.) 
In  alcohol  less  easily  than  chlorobenzoic  acid.    (Kopp.) 
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Chlorinated  Oil  from  Cinnamic  Acid. 

Herzoo.     iV.  Br,  Arch.  20,  165;  23,  17. 

J.  Stbmhousb.     Phil.  Mag.  J.  19,  38;  J.  pr.  Chem.  26,   126;  Ann. 

Pharm.  55,  3;  Phil,  Mag.  J.  7,  27, 130;  Ann.  Pharm.  57,  79;  J.  pr. 

Chem.  37,  288;   PhU.  Mag.  J.  27,  366. 
E.  Kopp.    Compt.  rend.  24,  614;  i^.  J.  Pharm.  11,  426;  J.pr.Chem. 

41,  425. 

Formation  By  the  action  of  chlorine  upon  dry  cinnamic  acid 
(Herzog),  of  chlorine  (chlorate  of  potash  and  hydrochloric  acid :  Hof- 
mann),  or  hypochlorite  of  lime,  on  a  warm  aqueous  solution  of  cinnamic 
acid  (Stenhouse);  by  passing  chlorine  into  a  heated  solution  of  cinnamic 
acid  in  carbonate  of  soda  (Kopp).  In  all  these  cases,  chlorobenzoic  acid  or 
benzoic  acid  is  simultaneously  formed. 

Preparation.  When  the  mixture  of  ohlorobenzoate  of  potash  and 
chlorinated  oil,  —  obtained  as  described  at  page  272,  6,  by  treating  with 
carbonate  of  potash  the  product  of  the  action  of  chlorine  on  cinnamic 
acid,  —  is  digested  with  animal  charcoal,  the  charcoal  extracts  the  oil  and 
gives  it  up  agun  to  alcohol.     ^Herzog.) 

2.  When  cinnamic  acid  is  aistilled  with  a  saturated  solution  of  hypo- 
chlorite of  lime,  this  oil  passes  over,  together  with  water  and  acid; 
it  is  washed  with  water,  and  then  placed  in  contact  with  pieces  of  caustic 
lime  and  chloride  of  calcium,  in  order  to  free  it  from  hydrochloric 
acid  and  water.  The  oil  which,  after  being  poured  off,  is  strongly 
alkaline,  yields  by  distillation,  first  a  colourless  neutral  distillate,  and 
then,  with  decomposition,  an  acid  and  yellowish  distillate;  the  latter 
distillate  emits  rapours  of  hydrochloric  acid,  and  is  therefore  distilled 
again  with  water  (resin  then  remaining),  and  the  distillate,  which  is 
now  colourless  and  neutral,  is  dried  in  vacuo  over  oil  of  vitriol.  (Sten- 
house.) 

Properties.  Heavier  than  water.  Has  a  peculiar  aromatic  smell,  at 
once  like  oil  of  bitter  almonds  and  oil  of  winter-green.  Has  a  sharp, 
burning  taste,  like  cress.     Neutral.    (Stenhouse.) 


StenhouBe. 

a. 

b. 

c. 

c 

67-33  .. 

68-84-  .... 

70-55 

H 

4-89  .. 

5-35  .... 

5-46 

CI 

24-62  .. 

24-17  .... 

18-36 

96-84  .. 

98-36  .... 

94-37 

a.  The  first  neatral  portion  distilled  alone,  titer  standing  with  lime  and  chloride 
of  calcinm.  b  and  c.  Products  of  different  preparation  distilled  with  water  and  dried 
over  oil  of  vitriol. 

Appears  to  be  a  hydrocarbon  in  which  hydrogen  is  replaced  by  chlorine. 
(Stenhouse.) 

Decompositioni.  May  be  easily  set  on  fire,  and  bums  with  a  green 
flame,  giving  off  hydrochloric  acid' vapours.     When  heated,  it  is  coloured 


298         PRIMARY  NUCLBU9  C>«H«:  CHLORINE-NUGLKUS  OHUm*. 

red  h J  ail  of  vUriolf  and  then  carbonised.  When  it  is  heated  with  nitric 
acid,  binoxide  of  nitrogen  is  evolved  in  abundance,  and  on  cooling,  crys- 
tallised nitrobenioio  aoid  is  formed.  It  is  not  okanged  eithev  by  aqoeons 
ammonia  or  bj  ammoniacal  gas.  Bj  boiling  with  potash-ley ^  it  is  par- 
tially decomposed,  with  formation  of  chloride  of  potassium.  With  sodiumj 
it  gives  off  gas,  which  is  perhaps  hydrogen,  becomes  hot,  and  at  length 
takes  fire  with  explosion.     (Stenhouse.) 

Dissolves  with  difficulty  in  water,  easily  in  aloohol,  and  is  precipitated 
by  water.     (Herzog.) 

With  this  oil  is  probably  identical  the  oil  which  Toel  obtained  by  acting 
with  alcoholic  potash  on  an  alcoholic  solution  of  chlorostyracin  (p,  299), 
filtering  off  the  liquor  from  the  resulting  chloride  of  potassium  and  chloro- 
cinuamate  of  potash,  evaporating  the  alcohol,  and  precipitating  with 
water.  According  to  Toel,  it  is  a  tolerably  colourless  oil  which  may  be 
distilled  with  water  without  decomposition,  has  a  peculiar  odour,  and  a 
sharp  burning  taste.  It  rapidly  becomes  brown  in  the  air,  bums  with 
green-edged  flame  when  set  on  fire,  and  dissolves  with  tolerable  ikcility 
in  water. 


Chlorine-nucleus  C"C1*H«. 

Tetrachlorocinnamyl. 

C»C1*H*0»  =  C>*C1*H*,0*. 
DvKAS  &  Pbuqot.    Ann.  C^im.  Phys,  57,  31 6. 

TeiracMordnnamyl,  Chlorocinnoee,  Hydrure  de  guadrichhroeinnamyle. 

Oil  of  cinnamon  is  distilled  four  or  five  times  in  a  stream  of  chlorine, 
until  the  distillate  in  the  receiver  solidifies  in  long  white  needles,  which 
may  be  obtained  pure  by  pressing  between  paper. 

Beautiful,  dazzling  white  neeales.  Melts  and  sublimes  unchanged  at 
a  gentle  heat. 

Dumas  & 
Peligot. 

18  C  108  ....  3994     3933 

4  CI  142-4  ....  52-66     52*75 

4H  4  ....  1-48     1-85 

2  O  16  ....  5-92     6  07 

C»«C1^H^0»  270-4  ....  100-00     100-00 

It  is  not  changed  by  boiling  oil  of  vitriol.  Not  altered  by  distilla- 
tion in  dry  ammoniacal-gas. 

Dissolves  in  boiling  tdcohol,  and  crystallises  on  cooling. 


CHLOROSTYRACIN.  299 


Chlorostyracin. 

C»C1*H«0*  =5  C"Cl*H»0,C"irOM 

ToBL.     Ann,  Fharm,  70,  6. 
Strecker.     Ann,  Pharm,  70,  10. 
£.  Kopp.     Compt.  chim.  1850,  144. 

Dry  cbloriDe  is  passed  over  stjracin,  ultimately  at  100°,  and  the  pro- 
duct is  freed  from  excess  of  oklorin*  by  tepeated  solution  in  alcohol  and 
evaporation. 

bellow,  tough,  sticky  mass.  Smells  like  balsam  of  copaiva.  Has  a 
sharp  and  grating  taste. 

Tocl. 

36  C     216      ....     53*68     53*64 

4  CI    142-4  ....     35'38    36W> 

12  H     12      ....      a-98 

4  O     32      ....       7-96 

C»Cl*HiK)*    402-4  ....  WO-OO 

Toe]  at  tot  proposed  the  (ormula  C^l7H>iO<^. 

Its  alcoholic  solution  left  to  stand  with  excess  of  alcoholic  potash, 
decomposes  into  chloride  of  potassium,  chlorocinoamate  of  potash,  and  a 
chlorinated  oil,  which  remiuns  dissolved  in  alcohol  (p.  29^).     (Toel.) 

Distilled  in  a  stream  of  chlorine,  it  yields  a  volatile  chlorinated  oil, 
and  a  crystallisable  chlorinated  acid  which  forms  salts  very  readily 
crystallisable.     (£.  Kopp.) 

Chk>rost3rTa4nn  does  not  dissolve  in  watCFi  It  dissolves  in  hot  alcohol 
and  ether,  from  which  it  again  separates  as  an  amorphous  mass.     (Toel.) 


C^noffen-ntideui  C^'CyH'. 

Cyanide  of  Cinnamyl. 

C«NH^O»  =  C'«CyH',0*i 

Carodrs.     N.  Ann,  Chim.  Phya,  23,  341;  J.  pr,  Chem.  45,  140;  Ann. 
Pharm.  70,  42. 

In  the  distillation  of  chloride  of  cinnamyl  with  C3ranide  of  potassium 
or  cyanide  of  mercury,  a  liquid  passes  over  which  rapidly  becomes  brown 
in  the  air,  while  hydrocyanic  acid  and  cinnamic  acid  are  formed.  This 
liquid  still  contains  chlorine,  but  is  composed  for  the  most  part  of  cyanide 
of  cinnamyl. 
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red  by  oU  ofviiriol,  and  then  carbonised.  Wben  it  is  heated  with  nitric 
acid,  binoxide  of  nitrogen  is  evolved  in  abandance,  and  on  cooling,  crys- 
tallised nitrobensoic  add  is  femied.  It  is  not  dianged  eithev  by  aqoeoas 
ammonia  or  by  ammoniacal  gas.  By  boiling  with  potash-ley,  it  is  par- 
tially decomposed,  with  formation  of  chloride  of  potassium.  With  Bodium, 
it  gives  off  gas,  which  is  perhaps  hydrogen,  becomes  hot,  and  at  length 
takes  fire  with  explosion.     (Stenhouse.) 

Dissolves  with  difficulty  in  water,  easily  in  aloohol,  and  is  precipitated 
by  water.     (Herzog.) 

With  this  oil  is  pn)bably  identical  the  oil  which  Toel  obtained  by  acting 
with  alcoholic  potash  on  an  alcoholic  solution  of  chlorostyracin  (p,  299), 
filtering  off  the  liquor  from  the  resalting  chloride  of  potassium  and  chloro- 
cinuamate  of  potash,  evaporating  the  alcohol,  and  precipitating  with 
water.  According  to  Toel,  it  is  a  tolerably  colourless  oil  which  may  be 
distilled  with  water  without  decomposition,  has  a  peculiar  odour,  and  a 
sharp  burning  taste.  It  rapidly  becomes  brown  in  the  air,  bums  with 
^en-edged  flame  wben  set  on  Are,  and  dissolves  with  tolerable  fiictlity 
m  water. 


Chlorine-nucUui  C"C1*H*. 

Tetrachlorocinnamyl. 

C»«Cl*H*0»  =  0>*C1*H*,0*. 
DvKAS  &  Pbuoot.    Aim.  Ckim^  Pi^9,  57,  316. 

Te&acMordnnffimifh  Chlorocinnoee,  B[ydrur€  de  guadriehiorQcmnamyk' 

Oil  of  cinnamon  is  distilled  four  or  five  times  in  a  stream  of  chlorine, 
until  the  distillate  in  the  receiver  solidifies  in  long  white  needles,  which 
may  be  obtained  pure  by  pressing  between  paper. 

Beautiful,  dazzling  white  needles.  Melts  and  sublimes  unchanged  at 
a  gentle  heat. 

Dumas  & 
Peli^t. 

18  C     108      ....  39-94     3933 

4  CI    142-4  ....  52-66    52-75 

4H     4      ....  1-48     1-85 

2  0     16      ....  5-92     6  07 

Ci«Cl*H*0»  270-4  ....  100-00    10000 

It  is  not  changed  by  boiling  oil  of  vitriol.  Not  altered  by  distilla- 
tion in  dry  ammoniacal-gas. 

Dissolves  in  boiling  alcohol,  and  crystallises  on  cooling. 


CHLOROSTYRACIN.  299 


Chlorostyracin. 

C«H31*H»"0*  ;=  C"C1*H»0,C"H'0M 

TosL.    Ann,  Pharm,  70,  6. 
Strecker.     Ann,  Pharm,  70,  10. 
E.  Kopp.     Compt,  chim.  1850,  144. 

Dry  chlorine  is  passed  over  styracin,  ultimately  at  100^,  and  the  pro- 
dnct  is  freed  from  excess  of  okloiiiM  by  repeated  solution  in  alcohol  and 
evaporation. 

Vellow,  tough,  sticky  mass.  Smells  like  balsam  of  copaiva.  Has  a 
sharp  and  grating  taste. 

Toel. 

36  C     216      ....     5a-68     53-64 

4  CI    142-4  ....     35-38    3550 

12  H     12      ....      2-98 

4  O     32      ....       7-96 

C»C1<H»0^    402-4  ....  WOOO 

Toel  at  fint  propoied  the  f9rm«lt  C^FH^O". 

Its  alcoholic  solution  left  to  stand  with  excess  of  alcoholic  potash, 
decomposes  into  chloride  of  potassium,  ohlorocinnamate  of  potash,  and  a 
chlorinated  oil,  which  remains  dissolved  in  alcohol  (p.  29S).     (Toel.) 

Distilled  in  a  stream  of  chlorine,  it  yields  a  volatile  chlorinated  oil, 
and  a  crystal lisable  chlorinated  acid  which  £[>nns  salts  very  readily 
orystallisable.     (E.  Kopp.) 

Chlorostjrraoin  does  not  dissolve  in  water*  It  dissolves  in  hot  alcohol 
and  ether,  from  which  it  again  separates  as  an  amorphons  mass*     (Toel.) 


Cyanogen-nucbeui  C'^OyH^. 

Cyanide  of  Ginnamyl. 

C^NH'O*  =  C'»CyH',0*. 

Gahours.     N.  Ann,  Chim.  Phy»,  23,  341;  J,  pr.  Chem,  45,  140;  Ann, 
Pharm.  70,  42. 

In  the  distillation  of  chloride  of  cinnamyl  with  cyanide  of  potassium 
or  cyanide  of  mercury,  a  liquid  passes  over  which  rapidly  becomes  brown 
in  the  air,  while  hydrocyanic  acid  and  cinnamic  acid  are  formed.  This 
liquid  still  contains  chlorine,  but  is  composed  for  the  most  part  of  cyanide 
of  cinnamyl. 
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20  C  

N 

7  H 

...  120 
....     14 
....      7 

....     76-35 
....       901 
....       4-45 
....     1019 

Gaboon. 

72-23 

7-44 

4-39 

2  O  

....     16 

15^94 

C«NH70> .... 

...  157 

....  lOO'OO 

100-00 

I^itro-nueleM  C"XH'. 

Nitrocmnamic  Acid. 

MiTSOHBRLiCH.    (1841.)    N,  Attn,  Ghim.  Phys,  4,  73;  7,  5;  J,  pr,  Chfm. 

22,  192. 
E.  Kopp.     Compt,  rend.  My  614;  ^-  J*  Pharm,  11,  426;  J,pr.  Chem. 

41,  425;  Gampt  chim.  1849,  146. 
J.  WoLPP.     Ann,  Pkarm,  75,  303. 

NitrozimmtsaUre,  ZimmiiolpeteraaUre. 

Fai'nuition,  1 .  By  the  action  of  concentrated  nitric  acid  on  cinnamic 
acid.  (Mitacherlich,  Kopp.)  —  2.  Bj  heating  stjrone  with  nitric  acid, 
with  addition  of  urea  (p.  257).     (Wolff.) 

Preparation.  Concentrated  nitric  acid  is  freed  from  nitrous  acid  by 
boiling,  and  after  cooling,  about  one-eighth  of  cinnamic  acid  is  added. 
The  cinnamic  acid  dissolves  in  a  few  minutes,  without  disengagement  of 

r,  the  liquid  becomes  heated  to  40°,  and  a  mass  of  crystals  is  deposited, 
order  to  obtain  larger  quantities,  cinnamic  acid  is  triturated  with 
nitric  acid,  and  cooled,  so  that  the  temperature  may  not  rise  above  50°; 
the  mass  is  washed  with  cold  water,  till  all  nitric  acid  is  removed, 
then  dissolved  in  boiling  alcohol,  and  filtered;  and  the  resulting  crystals 
are  washed  with  cold  alcohol.  (Mitscherlich.)  Kopp  dissolves  1  part 
of  powdered  cinnamic  acid  in  3  parts  of  mouohydrated  nitric  acid,  freed 
from  nitrons  acid  by  passing  a  dry  stream  of  air  through  it,  the  mixture 
then  solidifying  almost  immediately  in  consequence  of  the  crystallisation 
of  the  nitrocinnamic  acid;  washes  the  magma  with  water;  then  dries  and 
sets  it  aside  for  24  hours  with  4  parts  of  cold  alcohol,  which  removes  any 
benzoic  acid  that  may  be  present. 

Properties,  Very  small,  white  crystals,  with  a  faint  yellowish  tint 
Melts  at  about  270^  and^solidifies  to  a  mass  of  crystals  on  cooling.  Boils 
a  little  above  270°  with  decomposition.     (Mitscherlich.) 


18  C   

N  

7  H  

...  108 

....     14 

7 

....     55'95 
....       7-25 
....       3-62 
....     33-18 

Mitscherlich. 

55-57     .... 

7-73 

3-64     .... 

33-06 

Wolff. 
55-6 

4*0 

8  O  

....     64 

C»XH70<  . ... 

....  193 

....  100*00 

100*00 

NITROCINNAMATE  OF  ETHYL.  301 

Forms  oarbostyril  with  ttUphide  of  ammonium.  (Chiozza.)  When 
nitrooinnamic  acid  la  dissolved  in  alcoholic  salphide  of  ammonium^  sulphur 
separates  on  gently  wanning  the  liquid,  while  a  yellow  resin  and  an 
alkaloid  remain  dissolved.  The  latter  is  colourless  and  crystallisahle, 
does  not  dissolve  in  water^  but  is  soluble  in  alcohol  and  in  ether,  and 
forms  difficultly  crystallisable  salts.     (E.  Kopp.) 

Nitrooinnamic  acid  may  be  boiled  with  excess  of  alkali  without 
decomposition. 

Nitrooinnamic  acid  scarcely  dissolves  in  cold  water,  and  very  little 
in  boiling  water.     It  does  not  melt  to  an  oil  when  boiled  with  water. 

It  is  slightly  soluble  without  decomposition  in  boiling  hydrochloric 
acid.  With  bases,  it  acts  as  a  feeble  acid  and  expels  carbonic  acid.  The 
salts  with  alkaline  bases  are  obtained  by  dissolving  the  acid  in  the 
aqueous  base;  the  rest  are  obtained  by  precipitating  with  the  ammonia- 
salt.  The  nitrocinnamates  of  ammonia,  potash^  and  soda,  are  readily 
soluble;  the  others  are  sparingly  soluble,  or  insoluble.  Strong  acids 
decompose  them,  liberating  nitrooinnamic  acid. 

NiirocinnamaU  of  Ammonia,  —  The  solution  gives  off  ammonia  when 
evaporated^  and  deposits  nitrooinnamic  acid  in  indistinct  crystals. 

Nitrocinnamate  of  Potask,  —  Deposited  in  nodules  when  the  solution  is 
evaporated;  on  addition  of  caustic  potash,  it  is  deposited  in  distinct  prisms. 
Permanent  in  the  air. 

Nitrodnnam^xte  of  Magnesia,  —  With  magnesia-salts,  nitrocinnamate 
of  ammonia  forms,  after  some  time,  nodular  crystalline  groups  which 
dissolves  with  tolerable  facility  in  water. 

Nitrocvnnam<U€  of  Silver  is  precipitated  in  the  pulverulent  form  on 
adding  the  ammonisrsalt  to  nitrate  of  silver.  After  being  dried  at  1 00^, 
it  does  not  give  off  water  at  1 40^  at  which  point  decomposition  begins. 
When  carefully  heated,  it  decomposes  so  gradually  that  no  silver  escapes 
as  dust.     Very  sparingly  soluble  in  water. 

Dried  at  100**.  MitscherUch. 

AgO  116     ....     38-66     38-18 

CWXH«0» 184     ....     61-84 

C«AgXH«CH ....  300     ....  10000 

Nitrooinnamic  acid  dissolves  in  327  parts  of  absolute  alcohol  at  20^ 
(Mitscherlich.) 


Nitrocmnamate  of  Ethyl. 

C«NH"0«  =  C*H»0,C»XH«0«. 

Mitscherlich.     (1841.)    J,  pr.  Chem.  22,  194. 

E.  Kopp,     Compt.  rend,  24,  615;  N.  J.  Fkaim.  11,  72. 

Niiroeinnamie  ether,  Nitrozimmtvineiter,  Zvntnttalpetertaure-naptAa. 
Formation.    By  heating  together  nitrooinnamic  acid  with  alcohol  and 
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oil  of  vitriol.     (Mitaoheriioh.)     By  tkd  aotioa  of  ooBMBtrated  mitrie  aoid 
on  oinnamio  ether.     (E.  Kopp.) 

Preparation.  When  1  part  of  nitrocinnatnio  aoid  is  keated  witli  30 
parts  of  absolute  alcohol  and  a  little  oil  of  vitriol,  at  a  temperatnre  oot 
exceeding  80°,  the  acid  gradually  disflolves^  and  the  ether  crjstalliaes  oat 
on  cooling.  It  is  dissolved  in  alcohol  containing  ammania,  and  allowed 
to  crystallise. 

Prisms  which  itdt  at  136^     Boils  at  abont  300^  with  decomposition. 


es  C  132  ....     69-73    58-38 

N 14  ....  6-34 

11  H 11  ....      4-97     4-96 

8  O 64  ....  28-96 

^^  II --  I  -  _     -  T  ^   -   -  - ^ ' ' • ^~ 

C«NH»0* 821     ....  100-90 

By  boiling  with  potash  it  is  converted  into  nitrocinnamate  of  potash 
and  lUcohol. 


Nitrocinnamic  Anhydride, 

C*N»H»0"    =  C«XH*0»,C»XHH)». 

Chiozza.    (1853.)  iT.  Ann,  Chim.  Phys.  89,  231;  Compt.  rend.  36,  631; 
Gerhardt,  TraitS  3,  388. 

Formed  by  the  action  of  oxy  chloride  of  phosphorus  on  nitrocinnamate 
of  potash. 

Melts  in  boiling  water  more  easily  than  nitrocinnamic  acid,  forming 
a  yellow  resin  which  is  easily  kneaded. 

Readily  takes  up  water,  and  is  converted  into  nitrocinnamic  acid. 
With  ammonia  it  easily  forms  nitrocinnamide  and  nitrocinnamate  of 
ammonia.     With  alcohol  it  forms  nitrocinnamic  ether. 

Sparingly  soluble  in  ether. 


OxyamidogenrnucUuB  C"AdH*0*. 

Carbostyril. 

C"NHW  =  C"AdH»OM 

L.  Chiozza.     Oompt,  rend.  34,  598;  J,  pr.  Dhem.  70,  278. 

When  nitrocinnamic  acid  is  heated  with  sulphide  of  ammonium  to  the 
boiling  point,  sulphur  is  separated,  and  on  supersaturating  the  mixture 
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with  hjdrocfalorio  aoid,  a  liquid,  coloured  brown  bj  a  resin,  is  produced. 
This  liquid,  when  evaporated,  yields  crystals,  which  are  freed  from  adhe- 
rent resin  by  recrystallisation  from  boiling  alcohol. 

White  silky  needles.  When  heated,  it  melts  to  a  colourless  oil, 
which  solidifies  in  the  crystalline  form  on  cooling,  and  sublimes  in  lustrous 
needles,  at  a  higher  temperature. 


18  C  

N ...,» 

108 

....     14 

71  •& 

....          #  Y    w          ....« 

...»                   V     V             ...k) 

....         4  9       ....I 

....     10-7     

Chiozsa. 
mean, 

...     74-6 
...     10*0 

7  H  

7 

5-1 

2  O 

....     16 

...     10-3 

C"NB[70»    ... 

....«  440 

..*.  lOO'O    .... 

....  100-0 

Remains  unchanged  when  heated  with  oil  of  vUrioL  Caustic  potcuh 
readily  dissolves  carbostyril,  and  on  heating  a  volatile  base  appears  to 
be  formed. 

Nearly  insoluble  in  cold,  but  readily  soluble  in  boiling  water.  Dis- 
solves in  hydrochloric  acid,  not  in  ammonia. 


ConjttgcUed  compounds  containing  C^H",  or  a  derived  nuclevs. 

Ciimanilide. 

C«NH*H)«  =  C"(C»H»)AdH«,0". 
Cahouius.    N.  Ann,  Chim.  Phys.  23,  344;  J,pr,  Chem.  45,  142. 

Formation  and  FreparcUion.  Aniline  becomes  strongly  heated  wiih 
chloride  of  cinnamyl.  The  resulting  solid  mass  is  repeatedly  washed 
with  water  and  dilute  potash,  and  the  residue  dissolved  in  hot  alcohol: 
cinnanilide  then  crystallises  out  on  coolinfi^. 

Delicate  needles,  which  melt  at  a  moderate  heat,  and  distil  without 
decomposition  at  a  higher  temperature. 


30  C  

N 

13  H 

2  0  

180 
14 
1.3 
16 

....    80-72     

....       0*^0     .... 

....         d*o«5      .... 
T»17 

Cahonrs. 

....     80-46 

...       6-41 

6*13 

....      7-00 

C*»NH»K)> 

223 

....  10000     .... 

....  100-00 

It  is  scarcely  attacked  by  potash-ley.     When  distilled  with  hydrate 
of  potash,  it  decomposes  into  aniline  and  ciunamate  of  potash. 
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Ginnanitranisidine, 

C»K*H»*08  =  C"AdXH»0,C"H'0». 

Cahours.     iV.  Ann.  Ohim.  Phys,  21  y  252. 

dnnanmdide    nitrigue,    Azoture    de    einnamylef    de    methyl-nUropMnyUt    ei 
d*hydroffine. 

When  crystals  of  nitranisidine  are  introdaced  into  chloride  of  oiu- 
namjl,  hydrochloric  acid  is  liberated,  and  a  solid  mass  is  formed  which 
may  be  purified  like  benzonitranisidine. 

Crystallises  from  hot  alcohol  in  yellowish  needles. 

Gahours. 

32  C  192  ....  64-43  64-52 

2  N  28  ....  9-39 

14  H 14  ....   4-69  4-82 

8  O  64  ....  21-49 

C'N'HWO^    ....  298    ....  100-00 
It  ifl  therefore  cinnamate  of  nitraniBidine  minui  2HO  (Cahours.) 


Hydrocinnamide. 

C«*N»H>*  =  C«AdNH»l 

Dumas  &  Pelioot.    Ann.  Chim.  Fhy$.  57>  325. 
Laurent.    Rev,  scient,  10,  ll9j  J,  pr.  Chem.  27,  309. 
Bbrzbltus.     Jahresher,  23^  442. 
Cahours.     Compt.  rend,  25,  458. 

Hydrure  d^azoeinnamyle,  Cinnhydramide,  dnnamyl-mbnitrUr. 

Oil  of  cinnamon  recently  prepared  from  Ceylon  cinnamon,  is  treated 
with  dry  ammonia,  and  the  viscid  product  is  dissolved  in  ether-alcohol, 
from  which  beantifnl  crystals  of  hydrocinnamide  crystallise  on  cooling  : 
they  are  pnrified  by  recrystallisation.     (Lanrent.) 

Properties,  Colonrless,  rectangular  prisms.  (Laurent)  Lustroiu 
silky  tufts.  (Dumas  and  Peligot.)  The  base  is  replaced  by  two  rectan- 
gular faces,  intersecting  at  a  very  obtuse  angle.  Melts  and  solidifies  on 
cooling,  to  a  transparent,  gummy,  non-crystalline  mass.  (Laurent.) 
Permanent  in  the  air.     (Duma«  and  Peligot.) 

Laurent. 

54  C     324     ....     86-17     85-4 

2N    28     ....       7-44     7-6 

24  H    24     ....      6-39    6-5 

C"N«H« 376    ....  100-00     99*5 
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Acoording  to  Dumas  and  Peligot,  it  is  C^HK>*,NH'  and  contains  U'O  p.  c. 
ammonia,  inasmuch  as  these  chemists  found  that  100  parts  of  oil  of  cinnamon  take  up 
12*3  parts  (11*56  Mulder)  of  ammonia. 

DecamposUions.  1 .  It  is  decomposed  by  dry  distillation,  yielding  an 
oil  and  a  solid  substance.  (Laurent.)  —  2.  Not  decomposed  bj  water. 
(Dumas  and  Peligot.)  —  3.  When  dissolved  in  alcohol^  it  is  changed  bj 
sulphureUed  hydrogen  into  thiocinnol.  (Cahours.)  —  4.  It  is  not  altered 
by  boiling  Ay JrocA^oric  acid,  or  boiling  alcoholic  potas^i.  (Laurent.)  — 
5.  Decomposed  by  boiling  nitric  acid,  yielding  a  substance  which  melts 
in  boiling  water.     (Laurent) 

Dissolves  in  alcohol  and  in  ether,  and  crystallises  out  on  cooling. 
(Dumas  and  Peligot.) 


Triphenylamine  or  Bicinnamylamine. 

C»H"N  =  CW(C»H')NH«,H«. 

GossMANN.    Ann.  Fharm.  100,  57;  J,pr.  Chem.  70,  288. 

According  to  GQssmann,  it  is  triphenylamine  »  (CUHS)'  N.    (See  xi,  334.) 

Preparation.  Recently  prepared  bisulphite  of  cinnamic  aldehyde- 
ammonia  is  distilled  with  lime,  and  by  careful  heating,  a  dark  yellow, 
oily  and  aqueous  distillate  is  obtained.  This  liquid  is  boiled  with  dilute 
aqueous  potfish,  or  carbonate  of  soda  in  order  to  remove  the  ammonia 
and  the  hydrocarbons;  freed  from  alkali  by  repeated  washings  with 
continually  smaller  quantities  of  hot  water;  dried  as  far  as  possible, 
and  heated  in  a  stream  of  hydrogen,  at  first  to  remove  the  last  traces  of 
water;  and  then  distilled,' the  temperature  being  kept  at  140°  — 150° 
as  long  as  possible.  If  the  temperature  were  raised  to  strong  ebullition, 
decomposition  would  ensue. 

Propertiez.  Colourless  oil,  heavier  than  water.  Smells  feebly  of  oil 
of  cinnamon.    EEas  an  alkaline  reaction. 

Deoomponttons.  1.  In  moist  air  it  becomes  yellow^  then  reddish, 
owing  to  the  formation  of  a  red  colouring  matter  very  difficult  to  remove. 
—  2.  Dissolves  readily  in  iodide  of  ethyl,  with  slight  rise  of  temperature; 
after  24  hours,  the  liquid  becomes  ^lled  with  large  crystalline  plates, 
which  decompose  after  a  few  days,  the  liquor  then  becoming  turbid,  and 
denositing  hydrate  of  ethyltriphenylamine  (or  ethylbicinnamylamine)  as  a 
red  oil. 

Camhinations.  Dissolves  with  difficulty  in  water.  The  salts,  with 
the  exception  of  the  platinum  double  salt,  readily  change  in  the  air, 
especially  in  aqueous  or  alcoholic  solution,  a  red  colouring  matter  being 
formed, 

Hydrochloraie  of  Bicinnamylamine,  —  Concentrated  hydrochloric  acid 
does  not  alter  colourless  bicinnamylamine;  alcohol  of  95  per  cent,  causes 
the  mixture  to  solidify  to  a  colourless  mass  of  crystals,  which  must  be 
washed  with  alcohol. 

TOL.    XIII.  X 
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Lub'trousi  somewhat  reddish  laminw.  Not  very  changeable  when 
moist  air  is  ercluded. 

When  dissolved  in  water/  alcohol  or  ether,  it  rapidly  changes,  and 
then  crjstallijies  only  after  beiog  eyaporated  in  vacuo  over  oil  of 
vitriol. 

Dissolves  easily  in  water  and  alcohol,  less  readily  in  anhydrons  alcohol 
and  ether.  When  ether  oontaining  alcohol  is  poured  on  it,  it  is  deposited 
as  an  oil^  and  dissolved  on  the  addition  of  alcohol 

The  CMoromercuraU  crystallises  in  laminsa  and  decomposes  on  being 
recrystallised. 

Bicinnamylamine  forms  with  nitrate  of  silver,  a  whitish  yellow 
compound,  which  presents  but  little  appearance  of  crystallisation,  and 
soon  acquires  a  chestnut-brown  colour,  probably  from  adhering  cinnamic 
aldehyde.    • 

Bkhlonde  of  Platinum  with  BicinnamylnUne.  When  neutral  alcoholic 
bichloride  of  platinum  is  added  to  aqueous  bicinnamylamine,  a  bright 
chestnut- brown,  bulky,  granular,  crystalline  salt  precipitates  When 
freshly  precipitated,  it  readily  attracts  moisture,  but  is  permanent  in  the 
air  alter  drying.  Heated  with  soda-lime,  it  is  but  partially  decomposed^ 
with  formation  of  ammonia.    Dissolves  readily  in  aioohol  and  in  water. 


N  ...; 

216 

14 

....     52*Uq     .. 

....            O'dO 

..-      3-62 
....     23*80 
....     lf-12 

GtemBnn 

15  H  

15 

Pt 

99 

2  01 

70 

C»NH«.PtCl«  

414 

....  100-00 

Chlaroplatinate  of  Bicinnamylamine,  — When  an  alcoholic  solution  of 
bicinnamylamine  is  mixed  with  a  recently  prepared  and  moderately 
strong  alcoholic  solution  of  bichloride  of  platinum,  dark  yellow  bulky 
flakes  are  precipitated,  which  may  be  washed  with  ether,  {if  wudifld  with 
alcohol,  the  flakes  cake  together  to  a  resinous  mass.) 

Crystallises  from  an  alcoholic  solution  on  evaporation  over  oil  of 
vitriol,  in  chestnut-brown  crystals  belonging  to  the  regular  system,  which 
attain  the  size  of  0' 3  to  0' 5  m.m.,  and  have  a  glassy  lustre.  It  is  per- 
manent in  the  air  after  drying,  provided  no  excess  of  bichloride  of  plati'- 
num  adheres  to  it 

Gdssmann. 

36  C  216  ....  47-88  47-49 

N  14  ....  3-10 

16  H  16  ....  3-55  3-51 

Pt  99  ....  21*86  2218 

3  01  106-5  ....  23-61  tS-50 

C*NH«  HCl  +  PtCP  451-5  ....  lOO'OO  ^ 

Oxalate  of  Bicinnamylamine.  — Deliquescent  needles  obtained  by  dis- 
solving bicinnamylamine  in  alcoholic  oxalic  acid,  and  repeated  oiystal- 
lisation  from  alcohol. 
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Ethylbicinnamylamine. 

C40NH"  =  C"(C*H')(C»ff)NH*,H». 

GossMANN.    Ann.  Fharm.  100,  65. 

According  to  GSssmonDi  it  is  the  hjdrated  oxide  of  ethyltriphenYlammoniam 
=  C«NH»0,HO.     (See  xi,  336.) 

Bicinnamyl amine  is  enclosed  with  excess  of  iodide  of  ethyl  in  glass 
tubes,  and  the  mixture  left  for  several  weeks  or  heated  in  the  water-oath, 
until  the  crystalline  mass,  which  is  at  first  formed,  disappears,  and  an  oily 
layer  which  separates  and  floats  on  the  surface,  no  longer  increases.  The 
tuoes  are  then  opened,  the  contents  dissolved  in  alcohol,  the  strongly  acid 
solution  digested  with  excess  of  oxide  of  silver,  and  filtered,  and  the  dis- 
solved oxide  of  silver,  precipitated  by  a  little  hydrochloric  acid.  When  a 
liitle  water  is  added  to  the  alcoholic  solution,  the  base  is  deposited  as  an 
oil,'  but  when  the  alcoholic  solution  is  poured  into  a  large  quantity  of 
water,  the  solution  merely  becomes  turbid,  owing  to  the  presence  of  cer- 
tain hydrocarbons  which  may  be  removed  by  filtration  through  a  wet 
filter. 

Inodorous  oil  having  a  strong  and  pleasantly  bitter  taste,  and  a  strong 
alkaline  reaction. 

Dissolves  with  some  difficulty  in  water;  the  solution  deposits  oil-drops 
when  boiled. 

The  salts  of  ethylbicinnamylamine  are  deliquescent.  The  base  dis- 
solves oxide  of  silver. 

Platinum  Salt  — «-  Neutral  bichloride  of  platinum  precipitates  frotn 
hydrochlorate  of  ethylbicinnamylamine,  an  abundant  cream-coloured 
crystalline  precipitate;  the  filtered  solution,  if  rapidly  concentrated 
deposits  yellowish  red,  lustrous  plates. 

When  boiled  with  a  quantity  of  water  insufficient  for  i(s  solution,  i 
melts  to  a  resin.    The  solution  slowly  evaporated  deposits  dark  brick-red, 
regular  crystals  of  a  glassy  lustre,  which  at  90° — 100°  become  darke 
and  lose  their  lustt'e^  and  then  experience  no  further  change  at  120° 


40  C     

....  240 

....     50-08     .. 
....       2-92    .. 
....       4-17     .. 
....     20-60     .. 
....     22-23     .. 

Goiamann. 
49-96 

N    

20  H    

....     14 
....     20 

......       2-91 

4-25 

Pt    

3  CI    

....     99 
....  106-5 

20-78 

21-80 

C«NH'9  Ha  +  PtC12  .... 

....  479-5 

....  10000     .. 

99-70 

Ethylbicinnamylamine  dissolves  easily  in  alcohol. 


X    2 
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Primaiy  NudeuM  C^W\ 

Phloretic  Acid. 

C"H»<»0«  =  C«H",0«. 

Hlasiwetz.  (1855.)  Wien.  JJcad.  Ber.  17,  382;  J,pK  Chem.  67, 105; 
abstr.  Ann,  Phartn.  96, 118 ;  J.  pr.  Chem,  69,  107 ;  Ann.  Fharm, 
102, 145 ;  Wien.  Akad.  Ber.  24,  237  ;  Ohem.  Gentralbl.  1857,  721; 
J.  pr.  Chem.  72,  395. 

Preparation.  PUoretin  is  dissolved  in  so  much  potash-ley  of  sp.  gr. 
1  '25,  thai  there  shall  be  about  200  c.c.  of  liqaid  to  half  an  ounce  of  phlore- 
tin,  and  the  solution  is  concentrated  by  boiling,  until  the  mass  becomes  thick 
and  gelatinous.  This  is  dissolved,  treated  with  carbonic  acid,  and  again 
evaporated;  the  residue  is  boiled  with  alcohol;  and  the  solution,  which  has 
become  clear  by  standing  and  has  been  poured  off  from  some  phlorogln- 
cate  of  potash  which  separates  as  an  oil,  is  mixed  with  ether,  ivhereupon 
phloretate  of  potash  separates  as  an  oily  layer  at  the  bottom.  The  super- 
natant ether  is  decanted;  the  phloretate  of  potash  dissolved  in  water;  the  last 
traces  of  ether  are  expelled  by  boiline;  and  the  solution,  again  evapo- 
rated to  a  syrup  and  cooled,  is  mixed  with  a  large  excess  of  hydrochloric 
acid,  whereupon  it  solidifies  to  a  crystalline  magma,  which  is  purified  by 
pressing,  recrystallising  from  strong  alcohol,  which  leaves  chloride  of 
potassium,  and  then  from  water  to  which  a  little  animal  charcoal  has 
been  addeil: 

C>0H"OW  +   2H0  «  CWH*^  +   C^H«0«. 

The  phloroglucin  which  forms  at  the  same  time,  remains  with  the 
carbonate  of  potash,  if  the  above-named  quantity  of  potash  has  been  taken. 
With  less  potash,  alcohol  would  dissolve  some  of  it. 

Properties.  Crystallised  from  water,  it  forms  brittle  prisms  belonging 
to  the  oblique  prismatic  svstem,  an  inch  long,  and  with  non-reflecting 
&ces;  crystallised  from  ether  it  forms  thick  crystals  an  inch  long  and 
half  an  inch  broad,  with  imperfectly  reflecting  faces.  Crystalline  system, 
the  oblique  prismatic.  oP.  ooPw .  —  Poo .  -f  f  Poo .  [Poo  ]  +  F  u.n.  — 
Poo  :  ooP»»  =  138°  51';  +  |Poo  :  ooPoo  =  143°  19';  [Poo]  :  oP  = 
114°,  15'. 

Melts  at  128 — 130°  without  loss  of  weight,  and  becomes  crystalline 
on  solidifying.  Permanent  In  the  air.  Has  a  bitter,  astringent  taste,  and 
strong  acid  reaction. 


18  C  

10  H 

108    ....     65-06    .. 

....     10     ....       6*02     .. 

Hlasiwetz. 
mean, 

64*93 

6*25 

6  O 

48     ....     28*92     .. 

28-82 

CWfl>0O«  .... 

....  166     ....  100*00     ... 

100*00 

Hlanwetz  first  gave  the  formula  C^Hi^OS  which  Gerhardt  (TraiU  4,  10G8), 
and  Hlasiwetz  himself  afterwards,  changed  to  C^H^^^O".  fSee  also  Lieb,  Kopp^ 
Jahre§ber.  1857,  327,  and  Wurtz,  iV.  Ann,  Chim,  Phys,  52,  336.)  Homologoas  with 
salicylic  acid. 
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Deeompositians.    1,  When  heated,  it  gives  off  suffocating  odours^  burns^ 
and  leaves  verj  little  charcoal.  — 2.  With  bromine  it  forms  bibromophlo- 
retic  acid.  —  3.  Pulverised  phloretio  acid  placed  in  a  flask  filled  with 
c/dorine,  melts,  with  disengagement  of  heat,  the  colour  of  the  chlorine 
disappearing,  and  hydrochloric  acid  appearing  in  its  place.     The  product 
dissolves  in  alcohol  and  in  ether,  but  not  m  water;  the  solution  when 
evaporated,  leaves  a  soft,  sticky  mass,  which  forms  with  soda  a  compound 
solidifying  after  some  time  to  a  deliquescent  crystalline  mass.»-  4.  With 
hydrochloric  acid  and  chlorate  of  potash,  it  assumes  at  first  a  reddish 
brown  colour,  gives  off  abundance  of  gas  when  heated,  again  becomes 
yellow,  and  partially  changes  into  yellow  flakes.  —  5.  Triturated  with 
pentaehloride  of  phosphorus,  phloretio  acid  becomes  warm  and  liquid, 
and  gives  off  much  hydrochloric  acid  gas  with  effervescence.      On  distil- 
lation, oxychloride  of  phosphorus  passes  over  at  100°,  and   a  fuming 
liquid  remains,  which  decomposes  with  water,  into  phloretio  acid,  hydro- 
chloric acid,  and  phosphoric  acid,  and  at  a  higher  temperature  becomes 
brown,  froths  up,  and  gives  off  a  small  quantity  of  oxychloride  of  phos- 
phorus, leaving  charcoal  as  a  residue.  —  6.  When  concentrated  nitric  acid 
IS  poured  on  phloretio  acid,  it  dissolves,  forming  a  red  solution,  with  disen- 
gagement of  heat,  intumescence,  and  liberation  of  red  vapours;  the  solu- 
tion on  cooling  becomes  filled  with  yellow  crystals  of  binitrophloretic  acid. 
If  the  temperature  be  not  kept  down,  oxalic  acid  is  also  formed.  —  Pow- 
dered phloretio  acid  gradually  added  to  cold  concentrated  nitric  acid, 
dissolves  without  formation  of  red  vapours,  and  after  some  time  binitro- 
phloretic acid  crystallises  out.      If  nitric  acid  be  added  to  warm  aqueous 
phloretio  acid,  effervescence  takes  place,  hyponitric  acid  is  disengaged, 
the  liquid  becomes  coloured,  and  brown  resinous  drops  separate,  which  by 
continued  heating  with  addition  of  a  little  nitric. acid,  disappear,  while 
binitrophloretic  acid  crystallines  out  after  a  little  while.  —  7.  Phloretate 
of  baryta  mixed  with  caustic  lime  and  a  little  powdered  glass,  and  heated, 
yields  phloretol  as  a  brown  oily  distillate: 

C«HMO«  +   2BaO  «  C^HWO*  +  2(BaO,C03). 

The  same  compound  is  obtained  by  distilling  phloretate  of  lime  with 
formiate  of  lime.  —  8.  With  chloride  of  acetyl  (or  chloride  of  butyryl  or 
chloride  of  benzoyl)  it  gives  off  hydrochloric  acid  and  forms  peculiar 
acids. 

Comlinations.  Wilh  water,  Phloretio  acid  is  somewhat  less  soluble 
in  water  than  in  alcohol.  The  solution  may  be  boiled  continuously  with- 
out decomposition.  With  ammonia  it  assumes  a  reddish  colour  in  the  air; 
with  solution  of  hypochlorite  of  lime,  it  becomes  transiently  reddish 
brown;  with  sesquichloride  of  iron,  green.  The  solution  supersaturated 
with  ammonia  reduces  nitrate  of  silver  on  the  application  of  heat. 

Phloretio  acid  is  bibasic.  It  forms  neutral  (semi-acid)  salts  C^^H'M'O*, 
and  acid  (mono-)  salts  C"H»MO'.  HIasiwetz  writes  the  semi-acid  salts  C"H90«,  2M  O 
aad  assumes  that  they  contain  no  water ;  bat  it  appears  more  probable  and  more  in 
accordance  wiih  the  salicylates,  to  write  them  C**1I^(>*,  2M0  and  to  assume  1  atom  of 
water  in  them.  Moreover  this  may  be  HIasiwetz 's. view  {J.  pr,  Chein,  72, 402)  which  is 
supported  by  his  statements  respecting  the  waier  of  crystallisation  of  the  copper  and  baryta 
salts. 

Phloretio  acid  readily  decomposes  carbonates,  mostly  forming  acid- 
salta  The  phloretates  are  all  crystallisable.  The  acid-salts  have  a  neutral, 
the  neutral  salts  an  alkaline  reaction.  When  heated,  they  emit  the 
odour  of  carbolic  aoid. 
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Phhreiale  of  Fotash.  —  Neutral.  —  1.  Obtained  from  carbonate  of 
potash  and  aqueous  phloretic  acid.  —  2.  Aqueous  phloretio  acid  is  mixed 
with  potash'ley,  the  liquid  saturated  with  carbonic  acid  and  evaporated; 
the  dry  mass  exhaustea  with  strong  alcohol;  and  the  resulting  salt  puri- 
fied by  pressure  and  recry stall isation.  By  spontaneous  evaporation  of  the 
alcoholic  solution^  it  is  obtained  in  colourless  radiating  laminsB,  or  tole- 
rably large  prisms.  Has  a  warm^  saline  taste.  Effloresces  in  the  air. 
At  100^  it  gives  off  its  water  of  crystallisation  completely.  Its  alkaline 
solution  becomes  brown  when  exposed  to  the  air. 

At  100^  Hlasiwetx. 

18  C     108  ....  52-88  62-36 

9  H     9  ....  4-40  4-91 

5  O     40  ....  19-59  19-99 

KO 47-2  ....  2313  22-74 

C"H9KO«    204-2  ....  100-00     10000 

Phlaretate  of  Soda,  —  Acid.  —  Prepared  like  the  potash-salt  Crys- 
tallises from  the  very  concentrated  solution^  which  easily  becomes 
reddish  in  the  air^  in  radiating  prisms  which  effloresce  on  exposure  to 
the  air. 

At  100%  Hlasiwetx. 

C'8H»0»     157     ....     83-51 

NaO  31     ....     16-49     16-15 

CWRONaO*    188     ....  10000 

FhlordcUs  of  Baryta.  —  a.  Neutral.  —  Very  concentrated  baryta- 
water  precipitates  from  a  boiling  solution  of  h,  a  bulky  precipitate, 
which  when  quickly  pressed  and  recrystallised  from  boiling  water,  is 
obtained  in  nodules.  It  has  an  alkaline  reaction  and  is  decomposed  by 
carbonic  acid.  At  100°  it  contains  4  At.  (Ann.  Pkarm,  102,  140) 
[5  At.  (J.pr.  Chem.  72,  402)]  water  of  crystallisation,  which  are  given 
off  at  160  .  ^ 

At  100%  Hlasiweti. 

18  C     108      ....     31-19     31-60 

13  H     13      ....       3-75     3-81 

^^O     ^2      ....     20-81     20-33 

2  BaO    153-2  ....     4425     44-26 


CWH«Ba20»  +  5Aq   ....  346-2  ....  10000  lOO'OO 

Dried  at  lOQo  (1 60*?).  HlasiweU. 

18  C     108      ....  34-81  34-40 

^5    9      ....  2-91  3-00 

i2    • 40      ....  12-88  13-03 

2  BaO 153-2  ....  49*40  49-57 


C«H8Bt'0«  +  Aq 310-2  ....  10000     100-00 

b.  Acid, —  The  aqueous  solution  of  phloretic  acid  is  warmed  and 
saturated  with  carbonate  of  baryta.  Beautiful,  long,  flat,  transparent 
ptwms,  which  become  duH  at  100°  »' .      '     ««p«:«uii 
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Ai  icon  Hladwets. 

18  C     108      .M.  46*23  4608 

9  H     9      ....  3-85  4-14 

5  0    40      ....  1713  17-46 

BaO 76-6  ....  32-79  32*32 


C»H9BaO«  233-6  ....  10000     100-00 

Phlorelate  of  Lime,  —  Acid.  —  Precipitated  when  a  solution  of  lime  in 
sugar- watei*  is  added  to  a  concentrated  aqneons  solution  of  acid  phloretate 
of  lime  nntil  it  exhibits  alkaline  reaction.  Crystallises  in  yacuo  in  white 
laminsB^  hayinfi^  an  alkaline  reaction.  It  is  decomposed  by  carbonic 
acid. 

Phloretate  of  Magnesia.  —  From  carbonate  of  magnesia  and  solution 
of  phloretic  acid.     Coloarless  crystalline  geodes  resembling  warellite. 

FAloretate  of  Zinc,  —  a.  Neviral.  —  Appears  to  be  formed  as  an 
insolable  precipitate  when  phloretic  acid  is  boiled  with  excess  of  carbonate 
of  zinc,  and  remains  nndissolved^  while  h  passes  into  solation« 

h..Acid. — Obtained  like  the  baryta-salt.  Crystallises  immediately 
from  a  solution  filtered  at  the  boiling  heat,  in  flat  prisms  and  laminsB  of  a 
velvety  lustre,  and  resembling  cholesterin.  Permanent  in  the  air. 
Very  sparingly  soluble. 


At  100'. 
108 

....     54-68 
....       4-56 
....     20-25 
....     20-51 

Hlanweti. 
........    54*47 

9  H      «...• 

9 

6*04 

5  0    

ZnO    . 

40 

40-5 

• 

C»H»ZnO«  197*6  ....  10000 

Phloretate  of  Lead.  —  Aqueous  phloretic  acid  precipitates  basic  acetate 
of  lead. 

a.  Neutral.  —  Phloretic  acid  is  saturated  with  carbonate  of  lead^  the 
liquid  filtered,  and  the  hot  solution  mixed  with  basic  acetate  of  lead,  by 
which  a  heavy  bulky  precipitate  is  formed.  This  is  rapidly  filtered 
off,  and  vrashed.  It  is  somewhat  decomposed  during  washing.  When 
differently  prepared,  it  has  a  somewhat  different  composition. 

Hlasiw0ts. 
At  ]00^  mean. 

18  0     108      ....  28*39  27*26 

.»H    9      ....  2*37  2*92 

6  0     40      ....  10*52  11'53 

2  PbO    ..„ 223*6  ....  58*72  58*29 

CMH»Pb»0«  +  Aq 380*6  ....  10000    10000 

*  According  to  Hlaiiwetx,  It  is  C«H«0»,2PbO. 

K  Sesquihadc.  —  In  the  cold,  basic  acetate  of  lead  precipitates  from  a 
solution  of  phloretic  aoid  which  has  been  saturated  with  carbonate  of  lead, 
a  salt  richer  in  oxide  of  lead,  very  nearly  corresponding  to  the  formula 
CH'O*,  3PbO  +  «Aq. 
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FhlontaU  of  Copper.  —  a,  ITewtral  —  When  tbe  ethereal  eolation  of 
h  is  continuously  warmed,  or  boiled,  this  salt  separates  in  beantifnl 
lustrous  bluish  green  spangles.  Dried  at  100^  it  contains  31*97  p.  o.  CnO, 
and  is  therefore  C^H^Cu'O*  +  2Aq.  [CWH»0«,2CttO  +  Aq.  {Ann,  Phwrm. 
102. 150);  CWHW.2CUO  +  Aq.  {J,pr.  Chem,  72, 403),  Hlaslwetx],  which  requires 
32-29  per  cent.  CuO. 

At  120*.  HlashreU, 

18  C     108  ....  45-65     4551 

9  H    9  ....  3-80    4*10 

5  O     40  ....  16-91 

2  CuO    79-6  ...  33-64 


CWH8Ca»0«  +  Aq 2366  ....  100*00 

According  to  Hlasivretz,  it  is  C»H90«,2CuO  it  120^ 

b.  Prepared  like  salicylate  of  copper  b  (xii,  253.) 

Emerald-green  crystals,  which  lose  8 '56  p.  c.  of  water  at  100^ 
(2 At.  =  8*38  p.  c.)  Sparingly  soluble  in  water  and  alcohol;  readily 
soluble  in  ether  with  intense  emerald-green  colour. 


18  C     

9  H    

....  108      ....     54-91 

Hlasiweti. 

64-88 

4-89 

6  0     

....     40      ....     20*34 

19-72 

....     39*8  ....     20-18 

20-51 

C'8irCuO«  .... 

....  196-8  ....  100-00 

100-00 

Mercurous  Phloretate, — Phloretic  acid  gives  with  mercurous  nitrato 
a  crystalline  precipitate  consisting  of  needles. 

Mercwic  FhloretaU.  —  Neutral  mercuric  nitrate  forms  a  crystalline 
precipitate  with  solutions  of  phloretic  acid.     Transparent  tables. 

• 

Phloretate  of  Silver,  —  Acid,  —  Phloretate  of  soda  is  precipitated  by 
nitrato  of  silver.  The  liquid  solidifies  to  a  crystalline  niagma^  which 
must  be  filtered  in  the  dark,  washed  with  cold  water,  and  then  dried, 
first  between  paper,  and  afterwards  at  100°» 

Dazzling  white  needles,  which  when  moist  blacken  readily  in  the 
light.     Dissolyes  easily  in  ammonia  and  in  acetic  acid. 


18  C    .. 

9H    .. 

5  0    .. 

AgO 


Hbstwets. 

108      ....    39-54    .. 

39-11 

"       ....       3*29     •« 

I.....        lS'**o 

40      ....     14-64     .. 

14-78 

116-1  ....     42-53     .. 

42-78 

C»H»AgO« 273-1  ....  100-00    100-00 

FhloretaU  of  Urea,  —  Obtained  crystallised  from  a  solution  of  3  parts 
of  urea  and  1  part  of  phloretic  acid. 

Broad  lustrous  laminss,  or  feathery  striated  crystals. 
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Hladweti. 

38  C 228  ....  58'16    58-84 

2N 28  ....      7'U 

24  H 24  ....      601     6-42 

14  O 112  ....  28-69 

2CWH»0«,C«N'H*0«  392    ....  100-00  . 

Hlasiwcts  originally  gave  the  fommla  2{C"H»'>0*),C-H^N20»,HO ;  but  according 
to  the  correction  which  he  afterwArds  made  in  the  composition  of  phloretic  add,  the 
above  appears  the  more  probable. 


Sulphophloretic  Acid, 

Nachbaur.     Wien.  Ahad.  Ber.  30,  122;  Chem.  Centr.  1858,  593. 
PMoretinsehvftfeisdure, 

Preparation,  Vapour  of  anhydroaa  salpliario  acid  is  passed  over 
palyerised  pbloretlc  acid  placed  in  a  flask,  which  is  kept  cool,  until  it 
IS  conyertea  into  a  soft,  pasty  mass.  This  is  treated  .with  cold  water 
which  leayes  the  nnchanged  phloretic  acid,  and  the  liquid  is  filtered  and 
saturated  with  carhonate  of  haryta.  The  solution  of  sulphophloretate  of 
baryta  filtered  from  the  sulphate  and  from  the  excess  of  carbonate  of 
baryta,  is  decomposed  by  sulphuric  acid;  the  excess  of  sulphuric  acid 
is  remoTed  by  carbonate  of  lead;  and  the  small  quantity  of  oxide  of  lead 
which  dissolves  is  remored  by  sulphuretted  hydrogen.  The  solution 
filtered  from  the  precipitates  Is  eraporated  in  the  water-bath,  whereupon 
sulphophloretic  acid  remains  as  a  &intly  coloured  very  aoid  syrup,  which 
crystallises  with  difficulty. 

Dissolves  very  readily  in  water. 

Sulphophloretic  acid  is  blbasio.  It  forms  neutral  (semi-acid)  and  acid 
(mono-acid)  salts.     The  neutral  salts  have  alone  been  investigated. 

Sulphophloj'etafe  of  Soda. — Neutral.  —  The  solution  of  sulphophlo- 
retate of  baryta  is  decomposed  by  sulphate  of  soda;  on  evaporating  the 
filtered  solution,  the  sulphophloretate  is  obtained  in  faintly  yellowish, 
crystallino  crusts. 

Loses  its  water  of  crystallisation  completely  at  200°.  Dissolves  easily 
in  water,  but  not  in  alcohol  or  ether. 


18  C 108 

8  H 8 

2S  32 

2NaO 62 

10  O  80 


Nachbaur. 

37-24    .. 

37-34 

2-76    .. 

2-99 

11-04 

21-38    ., 

,    21-30 

27«58 

CWH8Na«0«,2SO» ....  290    ....  100-00 

Sulphophloretate  of  Baryta.  —  Neutral.  —  Crystallises  on  evaporating 
the  solution,  in  tolerably  laj^e^  hard  ozyBtals^  which  are  probably  rhom- 


314  PRIM  ART  NUCLBV8  C»H>*. 

bohedral;     Contains  12*4  per  cent,  of  water  =  6  At.  (calculation  11*2 
per  cent.)  which  are  completely  given  off  only  at  160°^ 
Does  not  dissolve  in  aloohol  or  ether. 

Nacfabtnr. 

18  C     108      ....     28-33    25*60 

8  H     8      ....       2-09     3-31 

2  8     32      ....       8-36 

2BaO 152-2....    40*18     39*92 

'    10  O     80      ....     21-04 

CWH8Ba«0«,2SO'....  380-2  ....  100-00 

Sulphophloretaie  of  Lime,  —  Nevlral,  —  Obtained  by  saturating 
phloretic  acid  with  carbonate  of  lime,  and  remains  as  a  crystalline  mass 
when  the  solution  is  evaporated. 

Dried  in  the  air,  it- contains  20*7  p.  c.  of  water,  which  are  giyen  off  at 
170""  =  8  At.     (Calculation  =  18*3  per  cent.) 

At  170^  Nachbaar. 

18  C  108  ....  38-02     38-22 

8  H 8  ....      2-81     300 

2  S  32  ....  11-29 

2CaO 56  ....  19-71     . .     19*85 

10  O 80  ....  28-17 

CWH8CrfO«,280« ....  284    ....  100-00 

Sulphopliloretate  of  Ha^ffiesia* ^-^The  solution  obtained  by  saturating 
sulphophloretio  acid  with  carbonate  of  magnesia,  leaves  on  evaporation 
in  the  air  a  gummy  mass,  which  afterwards  becomes  hard  and  pulve- 
risable.  Contains  11*02  per  cent,  water  =  4  At.  Calculation  =  I1'84, 
per  cent. 

. 

.    Nachbaar. 

18  C  108  ..;.  40*29  40-56 

8  H 8  ....   2-98  3-38 

2  8  32  ....  11-96 

2MgO 40  ....     14-92     15*08 

10  O 80  ....  29-85 

CWH8Mg«0«,2SO«....  268     ....  100-00 
Sulphophloretio  acid  dissolves  yery  readily  in  aloohol. 


Ethylphloretic  Acid. 

C»H«0«  =  C*H«0»,C»H«0*. 

Hlasiwetz.    Ann,  Pharm.  102,  151. 
Phloretate  qf  ethyl,  Acidpkloretie  ether, 

Fhloretate  of  potash  (or  of  silver)  is  heated  with  excess  of  iodide  of 
ethyl  and  a  little  alcohol  in  a  closed  tube  for  some  hours  in  the  water- 
bath.    When  almost  all  the  iodide  of  potassium  has  separated  from  the 
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mixture,  wbich  at  first  is  quite  homogeneous,  the  faintly  yellowish  liquid 
is  heated  in  the  wat«r-bath  to  driye  off  the  alcohol  and  excess  of  iodide 
of  ethyl;  the  residue  heated  in  the  oil-bath  to  230''  or  240°  to  volatilise 
all  foreign  matters,  then  distilled  over  the  open  flame;  and  the  distillate  is 
agitated  with  silver  and  rectified. 

Colourless,  viscous.     Does  not  boil  at  265^     Faint  smell  and  grating 
taste.     Makes  oil-spots  upon  paper. 

Hlasiwetz. 

22  C     132      ....     6804     68'15 

14  H     14      ....       7-22     7-55 

6  0     ;...     48      ....     24-74     24-30 


CaH"0« 194      ....  100-00    10000  . 

Cannot  be  set  on  fire.  Heated  on  platinum,  it  gives  off  suffocating 
odours.  In  contact  with  ammonia  it  forms  phloretamic  acid.  With 
nitric  acid  it  forms  ethylbinitrophloretic  acid. 

Dissolves  in  alcohol  and  ether,  and  is  precipitated  from  the  solutions 
by  water. 


Amylphloretic  Acid. 

C"H«>0»  =  C*«H"0*,C"H«0*. 

Hlasiwetz.    Anii.  Fkarm.  102,  154;  J,  pr.  Ckem.  72,  407. 
Phloretaie  of  amyU 

Preparation,  Very  concentrated  alcoholic  phloretate  of  potash  is 
heated  with  iodide  of  amyl  in  the  oil- bath  for  a  long  time  to  boiling; 
the  liquid  when  cool  is  poured  off  from  the  iodide  of  potassium  and 
heated  to  140°  as  long  as  any  thin?  passes  over;  and  the  residue  is 
treated  with  warm  water,  which  dissolves  iodide  of  potassium,  and 
deposits  amylophloretic  acid  as  a  coloured  heavy  oil.  The  water  is 
expelled  from  this  product  by  heating,  a  small  quantity  of  iodine  is 
removed  by  silver;  the  liquid  is  heated  for  some  time  to  140°  until 
nothing  more  passes  over;  and  the  residue  is  distilled  over  the  open  fire 
in  a  bentj  sharply  inclined  tube. 

Colourless,  very  viscid.  Feeble,  rancid  odour.  Sharp^  biting  taste. 
Boiling  point  above  280°. 

Hlasiwets. 

28  C  168     ....     71-18     71*42 

20  H 20     ....       8-47     8-43 

6  O  48    ...•    20-35    20*16 

C«H«0«    236    ....  100-00    10000 

By  nUric  acid  it  is  converted  into  a  crystalline  compound  like  ethyl- 
binitrophioretio  aoid. 

Dissolves  in  alcohol  and  ether  like  ethylphloretlc  acid* 
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Appendix, 

Fhloretol. 

Hlasiwetz.    Ann.  Pharm,  102,  166. 

A  mixture  of  pbloretate  of  baryta  with  canstio  lime  and  a  little 
powdered  glass  is  distilled  in  small  portions  over  the  open  fire^  and  the 
brown  oilj  distillate  is  dehydrated  by  decantatlon  and  drying  over  oil  of 
vitriol,  and  tiren  rectified. 

Colourless,  strongly  refracting  oil,  which  becomes  thicker  at  1 8°,  and 
boils  at  190° — 200"*.  Sp.  gr.  1*0374  at  12''.  Has  an  aromatic  odour, 
suggestive  of  carbolic  acid,  and  a  burning  taste.  Placed  on  the  skin  it 
causes  a  burn.  Coagulates  albumen  almost  as  rapidly  as  carbolic  acid. 
A  splinter  of  pine-wood  dipped  in  aqueous  phloretol,  and  then  soaked 
with  hydrochloric  acid,  assumes,  when  dried  in  the  sun,  a  colour  similar 
to  that  produced  in  like  manner  by  carbolic  acid.  Vapour  densit 
=  4-22. 


Hlasiwetz. 

16  C  

96 

•..•     7o*Dd 

78-70 

10  U 

10 

....       8-19     ., 
....      lo'li)     •• 

8-17 

2  O 

16 

13-13 

QISHIOQS 

122 

....  10000     .. 

100  00 

Vol. 

Density. 

•  C-vapour 
H-Kas    ... 

16    

10     

...     6-6560 
...     0-6930 

O-gas    ... 

1     

..     1-1093 

Vapour  of 

pliloretol  . 

2     

1     

..     8-4.583 
..     4-22'U 

Isomeric  wuh  phenetol.     Stands  in  the  same  relation  to  phloretic  acid,  as  catbclic 
acid  to  salicylic  acid. 

Decompositions.     1,  In  vessels  containing  air,  it  becomes  yellow  is 
and  then  smells  of  styrol.  —  2.  A\'hen  soaked  up  into  a  wick,  it  may 
be  set  on  fire,  and  then  bums  with  a  bright,  fuliginous  flame.  —3.  Die- 
solves  in  oil  of  vitriol;  the  solution,  after  standing  some  time,  is  no  longer 
precipitated  by  water,  but  then  contains  a  conjugated  sulphuric  acid  com- 
pound, which  forms  with  baryta  a  soluble  easily  crystallisable  salt  — 
4.  When  bromine  is  poured  oli  it.  hydrobromio  acid  is  liberated,  and  after 
the  excess  of  bromine  is  expelled,  a  white  crystalline  substitution-product 
is  left,  which  is  soluble  in  alcohol,  but  not  in  water.  —  6.  With  chlorine 
it  forms  a  substitution-product. — 7.  When  dropped  into  strong  nitric  acid 
it  hisses  like  a  red-hot  metal,  and  forms  temitrophloretol  with  violent 
action  and  disengagement  of  hyponitrio  aoid. 

Phloretol  is  but  sparingly  soluble  in  water*     It  mixes  with  aloohol^ 
and  ether  in  all  proportions* 
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T^mitrophloretol. 

C"N»H'0"  =  <?«X»H»,0». 
ASIWBTZ.    Ann.  Fhaitn.  102,  167. 

Phloretol  is  carefallj  dropped  into  strong  nitric  acid;  the  mixtare  Is 
eated  until  the  resinous  drops  disappear;  and  the  resulting  crystals 
after  being  heated  for  some  hours,  are  washed  with  cold  water,  and  crystal- 
lised rom  alcohol.     Contains  15*56  p.  o.  N.     (Calculation  16*34  p.  c.) 


Oxygenrnudetu  C**H*0*, 

Gumaric  Acid. 

Dblalamdb.  N.  Ann,  CHm*  Fhy%.  6,  343 ;  J.  pr.  Cliem,  28,  350 ;  Ann, 

Fharm.  45,  332. 
Blbibtrbu.    Ann,  Pharm,  59^  183. 

CumarinMdure,  Cuman&uref  Acide  eumarigue. 

Preparation.  Cumarin  is  boiled  with  concentrated  potash-ley 
(to  which  sticks  of  hydrate  of  potash  are  added :  Bliebtren) ;  the  mass  is  dissolred 
in  water,  and  the  cnmaric  acid  is  precipitated  by  a  stronger  acid. 
(Delalande.) 

Bleibtreu  frees  the  cumaric  acid  from  a  small  quantity  of  salicylic 
acid  formed  at  the  same  time,  by  recrystallisation  from  boiling  water  and 
washing  with  cold  water,  until  the  liquid  which  drops  through,  no  longer 
colours  ferric  salts  violet.  In  order  to  remoye  any  cumarin  which  is 
still  undecomnosed,  he  dissolyes  the  acid  in  ammonia;  expels  the  excess 
of  ammonia  by  boiling;  precipitates  by  nitrate  of  silver;  collects  the 
yellowish  white  precipitate;  washes  it  with  water,  and  then  with  alcohol 
and  ether;  decomposes  it  with  hydrochloric  acid;  extracts  the  cumaric 
acid  with  ether;  eyaporates  the  ether;  and  reczystallises  the  acid  from 
boiling  water. 

Properties.  Transparent  lamines  haying  a  strong  lustre.  (Dehi« 
lande.)  Brittle.  Melts  towards  1 90"".  (Bleibtreu.)  Has  a  bitter  taste. 
(Delalande.)    Reddens  litmus. 

At  100^  Delalande.     Bleibtrea. 

18  C  ........M......  108  ....  65'85  65-34  ....  66-61 

8  H  ...•   8  ....   4-88  5-03  ....   4*98 

6  0    48    ....    29-27     2d-63    ....     2941 


QUHSQC  164    ....  100-00    100-00    ....  10000 

Decompositions.     1.  By  distiliation,  it  yields  vapours   smelling  like 
benxoio  acid,  together  with  a  volatile  oil>  which  reddens  ferric  salts, 


1 
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combines  with  potash^  and  leayes  resin  as  a  residue.  (Delalande.) 
Heated  above  190°  it  partially  decomposes,  white  lustroas  crystals  sub- 
liming, and  a  brown  residue  remaining.  (Bleibtreu.) — 2.  By  fusion 
with  hydrate  ofpotmh,  it  is  changed  into  salicylic  acid  : 

Ci3H80«  +  8H0  =  C"H«0«  +   4C0»  +   lOH. 

(See  below.)  Acetic  acid  appears  to  be  formed  at  the  same  time^  probably 
according  to  the  eq^uation ; 

CWH«0«  +  2(KO,HO)  -  C*H»KO*  +  C"H»KO*  +  2HO,  CWozza.  (/.pr,  Chem,  6 1, 255.) 

Cumaric  acid  dissolyes  in  boiling  water,  and  crystallises  on  cooling. 

It  neutralises  bases  completely.  (Delalande.)  It  expels  carbonic 
acid  from  carbonates.     (Bleibtreu.) 

It  reddens  ferric  salts  ^Delalande),  but  only  when  it  is  contaminated 
with  salicylic  acid.     (Bleibtreu.) 

The  ammonia-salt  does  not  precipitate  haryta-mlts;  from  acetate  of  lead 
a  white  powder  soluble  in  water  is  precipitated.     (Bleibtreu.) 

Cumarate  of  JSilver.  —  a.  From  excess  of  cumarate  of  ammonia 
containing  free  ammonia,  nitrate  of  silver  precipitates  orange-yellow 
flakes,  which  turn  brown  in  the  air,  and  are  immediately  decomposed 
at  100°.    (Bleibtreu.) 

h.  The  neutral  ammoniarsalt  is  precipitated  by  nitrate  of  silver.  Yel- 
lowish white  powd  jr,  which  quickly  subsides.  In  the  air  and  at  100°,  it 
remains  unchanged.     (Bleibtreu.) 

Delalande.      Bleibtreu. 

Id  C     

7H     


60 


108      .... 

39-84     .... 

....        A\f  a 

•«*t 

40*00 

/             ••»• 

2-68     .... 

2*6 

•  ••• 

2-64 

108-1  .... 

39-86     .... 

•.*•      Otf'O 

•  ■•• 

39-72 

48      .... 

17-72     .... 

....     18-1 

•  ••• 

17-64 

C»»AgH'0«  271*1  ....  10000     100*0    ....  10000 

Cumaric  acid  dissolyes  easily  in  alcohol  and  ether,    (Bleibtreu.) 


Insolinic  Acid. 

C«HH)»  =  C"H»0*,0». 

-A.  W.  HoPMAWir.    (1856.)    Ann.  Pharm,  97, 197;  abstr.  OompL  rend. 
41,718. 

Acide  cunUnocynuniqiie.    (Peraoz.) 

First  observed  by  Persoz  in  1842  {Cbmpt,  rend^  13,  433;  J.pr.  Chem.  25,  59), 
investigated  hj  Hofmann. 

Foifnatton,     By  boiling  Roman  oil  of  carraway,  cnminol,  euminic  acid 
or  cymene  with  bichromate  of  potash  and  sulphuric  acid. 

Preparation.  1  part  of  euminic  acid,  or  cymene  or  Roman  oil  of  carra- 
way  is  neated  slowly,  and  with  ffood  condensing  apparatus,  with  a  mix- 
,iiure  of  Ipt.  biohromate  of  potash,  8  parts  of  oil  of  vitriol  and  12  parts 
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of  water^  lo  that  the  diatiliate  flows  back,  until  on  oooling  neither  oil 

nor  crystals  are  deposited,  but  the  whole  is  changed  into  pulverulent 

insolinic  acid  and  semifnsed  insolinate  of  chromium.     The  mixture  is 

filtered;  the  r/Midue  washed  with  water  and  boiled  with  ammonia;  the 

liquid  filtered  from  the  separated  oxide  of  chromium;  and  the  filtrate 

supersaturated  with  hydrochloric  acid:  insolinic  acid  then  separates  as  a 

white  powder,  and  is  purified  by  boiling  with  water  and  afterwards  with 

alcohol.  (Hofmann.)  Penoz  allowed  a  mixture  of  1  part  bichromate  of  potash, 
2*2  parts  oil  of  ▼itriol  and  8  parts  water  to  act  on  Roman  oil  of  cumin  at  60"  —-  70% 
filtered  from  the  cuminic  acid  which  separated  and  then  heated  the  mixture  to  boUing  : 
the  liquid  then  frothed  up  and  his  acide  cunUnO'Cyminique  was  deposited. 

Properties,  White  powder  consisting  of  microscopic  orystala  In- 
odorous, tasteless.  Melts  at  a  very  high  temperature.  Sublimes  par- 
tially undecompoaed*  (Hofmann.)  Volatile  without  melting.  Heavier 
than  water.  (Persoz.)  When  dissolved  in  boiling  water,  it  has  a  strong 
acid  reaction.    (Hofmann.) 


18  C  

8  H 

108     ....     6000    .., 

8     ....       4-44     .., 

Hofmann, 
mean, 

59-70 

4-30 

8  O 

64     ....     35-56     .. 

36-00 

C»8HK)8    ... 

180     ....  100-00     ... 

100*00 

DecomposUions.  1 .  It  is  partially  decomposed  by  distillation,  forming 
benzoic  aoid|  benzol,  carbonic  acid  and  charcoal: 

C»H80»  »  C"H«0*  +  C0«  +  3C  +  2H0. 

2.  It  is  not  changed  by  long  boiling  with  Aromate  of  potaA  and 
sulphuric  acid,  or  by  continued  boilincr  with  concentrated  nitric  acid.  ~«- 

3.  Distilled  with  caustic  baryta,  it  yields  benzol  and  leaves  carbonate  of 
baryta  and  charcoal : 

CMHso*  -  C"H«  +   3C0»  +  3C   +   2H0. 

4.  When  it  is  suspended  In  alcohol  and  hydrochloric  acid  gas  is  passed 
through  the  liquid,  or  when  its  silver-salt  is  heated  with  iodide  of  ethyl 
in  a  sealed  tube,  it  forms  insolinate  of  ethyl  and  ethylinsolinic  acid, 
which  are  separable  by  potash.    (Hofmann.) 

Camhinaiions,  Insolinic  acid  scarcely  dissolves  (not  at  all,  according 
to  Persoz)  in  cold,  somewhat  more  in  boiling  water,  and  is  precipitated  on 
cooling  as  an  indistinct  crjstalline  powder. 

Dissolves  in  cold  and  in  boiling  oil  of  vitriol  without  blackening,  and 
is  precipitated  unchanged  by  water*  (Hofmann.)  It  is  not  dissolved 
by  oil  of  vitriol,  but  after  being  boiled  with  it  for  a  few  minutes^  becomes 
soluble  in  water.     (Persoz.) 

Insolinic  acid  is  bibasia  It  forms  acid  (mono-acid),  neutral  (semi-acid), 
and  double  salts.  It  completely  neutralises  the  fixed  alkalis  and 
ammonia,  and  decomposes  the  carbonates  on  boiling. 

Insolinate  of  Potash, — a.  Neutral,  —  Precipitated  by  strong  alcohol 
from  the  saturated  solution  of  insolinic  acid  in  potash-ley.  Ciystalline 
powder,  with  a  silky  lustre  after  being  dried.    Decomposed  by  acids 
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with  aeparation  of  69*28  p.  o.  insoliuio  aoid.     (Calculation  =  70*31 
per  cent.) 

Hoftmmnt 

C"H«0» 178    ....    69-54 

2K    78     ....    30-46    30-36 


■»■ 


CWH«K«0«    ....  256    ....  100-00 

5.  Acid.  —  WheD  the  salt  a  is  boiled  with  excess  of  insolinic  acid 
and  filtered  hot,  crystalline  plates  separate  on  cooling.  Decomposed  by- 
acids,  with  elimination  of  82*11  per  cent,  insolinic  acid.  (G^^H^KO" 
requires  82*56  per  cent.) 

^  IruolinaU  ofFoUuk  and  Soda,^-V^hen  the  solation  of  the  potash-salt 
5  is  neutralised  with  carbonate  of  soda  and  precipitated  by  alcohol,  a 
salt  precipitates,  which,  on  being  decomposed  by  hydrochloric  acid,  yields 
74-47  per  cent,  insolinic  acid.  (Calcalation  750  p.  c.)  Cannot  be  obtained 
by  crystallisation. 

Hofmann. 

CWNaH«0» 201     ....    8375 

K  39    ....     16-25     16 16 

C»«H«KNa08 240    ....  100-00 

IfMolinate  of  Baryta.  ^  Neutral, — Dilute  insolinate  of  ammonia  does 
not  precipitate  baryta-salts;  but  if  concentrated  it  produces  a  white,  more 
or  less  crystalliue  precipitate,  which,  after  washing  with  cold  water  and 
dr^ngat  120''  to  140%  yields  56*74  per  cent,  insolinic  acid  when  decom- 
posed by  hydrochloric  acid. 

Hofnumn. 

C«H«0« 178     ....     56-51 

2  Ba  187     ....     43-49     43-65 

C"H«Ba208  315    ....  100-00 

Insolinate  of  Lime,  —  Neutrat  —  Obtained  like  the  baryta-salt,  which 
it  resembles.  It  loses  its  water  at  120**-—  ISO'',  and  then  contains -18*67 
per  cent,  calcium.     (Calculation  18**35  per  cent.) 

Hofmann. 

C>»H«0« 178     ....    65-50 

2  Ca  .!. 40    ....     14-70    14-96 

6  HO 54    ....     19*80    19-90 


«a>irfai 


C"H«Ca«08  +  6Aq 272    ....  100-00 


Insolinate  of  Copper  is  thrown  down  as  a  bright  blue  precipitate  on 
mixing  neutral  solutions  of  sulphate  of  copper  and  a  salt  of  insolinic 
acid.  Contains  32*57  p.  c.  Cu,  and  is  probably  represented  by  the 
formula  C^^u»HW+CuO,HO,  which  requires  3278  p.  c.  Cu. 

Insolinate  of  ^tZvei'.«— Precipitated  from  insolinate  of  ammonia  by 
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nitrate  of  silver  aa  a  white,  amorphous,  curdy  precipitate.     It  must  be 
washed  in  the  dark  for  a  long  time.    (Hofmanu.) 


1Q  P 

.....  108 

....    27-41 
....      1-52 
....     54-82 
....     16-25 

Hofmaim. 
27'25 

6  H 

f> 

1»51 

2  Ag 

8  0 

216 

64 

54-64 

16-60 

C»Ag»HH)» 

....  394 

....  100-00 

„.•....  100-00 

Insolinic  acid  is  insoluble  in  iUcohol  (Persoz);  almost  insoluble.  (Hof  • 
mann.)    It  is  insoluble  in  dher. 


OxygenrnudeuB  C"HK)*. 

Cumarin.    o»H»o*. 

A.  VoGEL.    GUh.  64,  161;  J.  Pharm.  6,  805. 

OuiBOUBT.    Drogues  simples. 

BouLLAY  &  BouTBON-CHAkLARD.    J.  Fharm,  11,  480. 

Tbautwein.     ReperL  24^  98. 

BucHNBR.    Repert,  24,  126. 

GuiLLBMBTTB.     J.  Pharm.  21,  172;  Ann.  Pharmi  14,  924. 

Delalandb.    N.  Ann,  Chim.  Phys.  6,  343;  J.  pr,  Chem,  28,  256;  Ann, 

Pharm.  45,  332. 
KossHANN.    i\r. «/.  Pkarm.  5,  393 ;  J.  pr.  Chem.  33,  55 ;  Ann.  Pharm. 

52,  387. 
Lbroy.     If.  J.  Pharm.  11,  87. 
Hebrh.  Bleibtbeu.    Ann.  Pharm.  59,  177. 
Goblet,    ii^.  J.  Pharm.  17,  348;  /.  pr.  Chem.  50,  286. 
A.  Fbafolli  k  Ghiozza.    Ann.  Pharm.  95,  252;  J.  pr.  Chem.  66,  342. 
GbssMANir.     Ann.  Pfuirm.  98,  66. 
G.  &  C.  Bley.     iT.  £r.  Arch.  142,  32;  Pharm.  Centr.  1858,  827. 

Cumarine,  Tonka-eamphor. 

ComariQ  was  first  remarked  hj  Vogel  (1820),  who  mistook  it  for  benzoic  acid ; 
Gnibourt  discovered  that  it  was  a  new  substance ;  and  it  was  more  closely  investigated 
bj  Delalande  in  1842,  and  by  Bleitreu  in  1846. 

Sources.  Found  in  tonkarbeans.  ^-  In  Melilotus  officinalis  (Fontana, 
Pharm.  Centr.  1833,  684;  Chevallier  &  Thubeuf,  J.  Chim.  med.  10,  350, 
Guillemette,  Bleibtreu);  in  Aspertda  odorata  (Vogel,  Kossmann),  and  in 
Anthoxanthum  odoratum  (BleibtAu);  in  the  fruit  of  Afyroxylon  tolui/erum 
(Leroy),  in  the  leavesyof  Angraecum  fragrans  (Gobley),  and  in  the  herb 
of  Orchis  fusca.  Jacq.    (Bley.) 

It  appears  that  in  fresh  tonka-beans,  the  cumarin  is  dissolved  in  an  oil 
from  which  it  gradually  separates  in  white  crystals,  which  are  chiefly 

VOL.  xm.  Y 
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deposited  between  the  outer  earfacefi  df  th^  dotjledona  And  tKe  deeil* 
envelopes.     (Bleibtreu.) 

Preparation,  a.  From  Tonkorbeans.  1.  The  powdered  beans  are 
exhausted  with  ether,  and  after  the  ether  has  been  erapofated,  the  residual 
cumarin  is  dissolred  in  alcohol  of  35°  B.  which  leaves  a  tesidne  of  fat  The 
solution  is  then  evaporated,  the  dirty  yellow  crystals  thus  obtained  are 
a<];ain  dissolved  in  alcohol;  and  the  solution  is  boiled  with  animal  charcoal^ 
filtered  and  evaporated,  until  it  begins  to  crystallise.  (Bdullay  &  Boutron- 
Charlard.)  A  portion  of  the  cumarin  remains  with  the  residue  of  fat, 
from  which  it  may  with  great  difficulty  be  extracted  by.aloohoL  (Bleib- 
treu.) —  2.  The  beans  are  chopped  up  or  puK-erised  and  exhausted  with 
cold  alcohol  of  36°  (Delalande),  or  digested  with  strong  alcohol  (Bloib- 
treu);  the  tincture  is  then  evaporated  to  the  consistence  of  syrup,  and 
allowed  to  cool,  and  the  crystals  which  form  are  purified  by  repeated 
crystallisation  (Delalande),  and  by  treatment  with  animal  charcoal. 
(Bleibtreu.) — 3.  Finely  chopped  tonka-beans  are  heated  for  a  long 
time  nearly  to  boiling  with  an  equal  bulk  of  alcohol  of  80  p.  c;  the 
whole  is  then  filtered  and  the  residue  again  treated  in  the  same  manner; 
the  extracts  are  mixed  together  and  the  alcohol  is  distilled  from  them  till 
the  residue  grows  turbid,  whereupon  it  is  mixed  with  four  times  its  volume 
of  water,  which  precipitates  cumarin  in  the  crystalline  state.  The  whole 
is  now  heated  to  boiling  and  filtered  through  a  moistened  filter  which 
retains  the  &tj  and  the  filtrate  is  then  cooled,  the  greater  part  of  the 
cumarin  crystallising  out  pure.  The  remainder  is  obtained  by  evapo- 
rating the  mother-liquor  and  treating  the  resulting  crystals  with  animal 
charcoal.  1  lb.  of  tonka-beans  yields  7  grammes  of  cumarin.  (Goas- 
mann.)  —  4.  When  the  beans  are  distilled  with  water,  the  distillate 
deposits  cumarin  after  24  hour&     ^Bonllay  &  Charlard.) 

6.  From  MelUotus,  Asperula,  XrUhoacantkum^  or  Angraecwn  fragram. 
1.  The  coarsely  powdered  flowers  of  Meliloius  are  exhausted  in  a 
digesting  funnel  with  alcohol  of  35°,  and  the  alcohol  is  distilled  from  the 
yellowish  green  tincture  until  the  weight  of  the  residue  is  equal  to  half 
of  that  of  the  flowers  employed;  it  is  next  poured  into  a  dish;  the  layer 
of  fat  which  forms  after  a  time  is  removed;  the  liquid  is  evaporated  to  a 
syrup;  the  crystals  which  are  then  deposited  arQ  collected  on  a  piece  of 
linen;  and  the  mother-liquor  (yielding  a  few  more  ory8tiB.ls  on  farther 
evaporation)  ii^  allowed  to  flow  otiT.  The  residue  is  washed  with  cold 
water  and  purified  by  recrystallisation  from  boiling  water  and  treatment 
with  animal  charcoal.  (Guillemette.)  —  2.  Bleibtreu  lakes  Aspenda 
odorata  or  AnthoxajUhum  odoralum,  gathered  and  dried  shortly  before  or 
whilst  it  is  in  blossom  ;  digests  it  with  alcohol ;  distils  the  alcohol  from 
the  tincture  (the  last  portioti  of  the  distillate  deposits  a  little  cumarin); 
boils  out  the  residual  syrupy  liquid  with  water;  filters  off  the  chlorophyll, 
and  shakes  the  filtrate  with  ether,  which  takes  up  the  cumarin  and 
deposits  it  on  evaporation  as  a  yellow  residue  resembling  honey;  and 
dissolvids  this  residue  in  boiling  water,  whereupon  the  solution  on  cooling 
first  becomes  milky,  and  thdn  deposits  large  crystals  of  cumarin.  The 
crystals  are  obtained  perfectly  white  ^v  three  brvsiallisations,  but  they 
still  deposit  brownish  black  flakes  when  melted  ;  they  are  therefore 
recrystallised  after  tnelting.  —  In  the  Silme  way^  Gobley  extracts  cumarin 
ironi  Angraecum  fragrans,  and  Kossmaun  employs  a  similar  process  in 
the  extraction  froih  Aiperula  odorata,  using  ether  as  well.  — 3.  TThe  herb 
of  Orchis  fusca  is  bruised^  the  sap  pressed  •out,  and  the   solid  portion 
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6±liati0ied  with  aiodbol  of  Bp.  gr.  0*867.  The  alcoholic  extraci  is  Ihm 
miled  with  the  expre«aed  atup ;  the  Whole  purified  by  deeantation 
ftud  filtration  j  the  alcohol  didiilledoff  j  and  the  re8idn<^  left  to  evapomtej 
In  a  few  dajs^  an  abundant  crop  of  crystlJs  iiEl  formed  in  the  ^rup^ 
which^  after  thej  have  been  treated  with  animal  ehareoal  and  reetyBtal* 
lieed^  amount  to  0*95  p.  Oa  of  the  freeh  plant.    (9i  it  0.  Blej.) 

Properties.  8mall>  <jolourIeM,  reetftngttlaf  lamin»  baring  a  fellkf 
lUfttTO  and  belonging  to  the  riffht  prismatie  system.  (Fiff .  85.)  u*  :U  ^  98  j 
t  :  I  ss  110"  19';  iifisz  104^  28'j  sometimeel  n]M  thidc,  jellowifih  pristtis 
with  lateral  faces  u  %if,  but  without  well  defined  ends.  (De  la  Pro- 
vofitaye.)  Very  hard ;  cracks  between  the  teeth.  (Delalande.)  Of 
smooth  fracture.  (Boullay  &  Charlard.)  Melts  at  50°  (Bnchner,  Dela- 
lande) ;  at  40^.  (Kossmann.)  Gumarin  prepared  from  Mdilottis  or 
Angraeeum  does  not  melt  below  120°,  but  that  which  is  prepared  from 
tonka-beans  melts  at  a  lower  temperature  because  it  contains  fat. 
(Qobley.)  Solidifies  on  cooling  in  a  transparent  confusedly  crystalline 
m«S8 )  tolatilises  and  sublimes  (Boullay  A  Charlard)  in  white  needles 
smiling  of  bitter  almonds.  (Guillemette).  Boils  at  270^  (Delalande.) 
Heavier  than  water.  Neutnil.  Smells  strongly  aromatic  (Boullay),  like 
MdUotus  (Buchner,  Guillemette),  and,  like  bitter  almonds,  especially 
when  rubbed  between  the  fingers.  (Gobley.)  The  vapour  strongly  afiects 
the  braiii.  (DelalaHde.)  Tastes  hot  and  pungent  (Boullay),  bitter  and 
firomatic  (Btichtier),  fiery,  like  rolktlle  oil  (Delfdande).  Gumarin  prepared 
froift  Jfelitotiu  atia  Aiigrdecum,  has  h  bitter  and  then  pungent  taste ;  that 
prepared  from  tonka-beans  has  a  pute,*  bitter  tast^.  (Gobley.)  Gumarin 
in  large  quantities  acts  as  a  narcotic.     (Bleibtreu.) 

Delalaude.  Bl^btreo. 

fn^Afi.  a.  S. 

18  C  ;  108  ....  7S-9;  *  72-91  ....  73-98  ....  78-85 

6  H  ; 6  ».«   4-11  ..- 4*78  ....   4*38  ...;   4*24 

4  0  32  ....  21-92  22-36  ....  21-64  ..*.  21-91 

C«H«0* 146  ....  100-00  100-00  ....  100-00  ....  100-00 


O.  Henry.  Ooblejr. 

18  C  108  ....  73-97  7640  ....  76-12 

6  H 6  ....   4*11  •». 3*9"  ....  4*1Z 

4  0 32    ....    21-92     19-61     ....  19-76 


Ci8H«0<  146    ....  100-00 10000    ....  10000 

Henry  (/.  PAarm.  21,  272}«  Delalande  and  Bleibtreu  (b)  myestigated  cnmarin 
from  tonka-beani ;  Bldbtreii  (a)  from  Agperula  odoratum,  and  Gobley  from  Angraeturtt, 
Henry  gaTe  the  formula  C^H*6* ;  Delalande,  the  formula O^H'O^  j  Dumas  {TVaiU  7, 
163)  and  Bleibtreu,  that  which  is  here  adopted. 

DewntpotUvms.  Vaponlr  of  cumarin  take%  fire  in  contact  with  fiaming 
bodies,  and  bums  with  a  white  fiame.  (Buohner.)»-2.  Gumarin  is  imme- 
diately charred  by  od  of  wJtriol,  (Delalande.)  —  3.  Tincture  of  iodine 
converts  it  into  a  crystalline  mass  baring  a  golden  lustre.  —  4.  Deoom- 
posed  hwhrwnine  and  Morine,  with  formation  of  white  crystalline  bodies. 
—  5.  Boiling  concentrated  hydrodUoric  acid   is  without  action  upon 
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enmarin.  (Delalande.)  —  6.  Cold  faming  nU7*ie  atid  converts  it  iftto' 
nitrocumarin;  if  cumarin  is  boiled  for  a  lon^  time  with  commercial  nitric 
acid,  and  the  distillates  are  poared  back,  it  is  completely  converted  into 
picric  acid.  (Delalande,  Bleibtreu.)  No  oxalic- acid  isprodaced  by  the  actioo 
of  nitric  acid  oq  cumarin.  (Guillemette.)  — -  7.  Cumarin  is  not  altered  by 
ammonia,  either  in  solntion  or  in  the  gaseous  state.  (Delalande.)  — 
8.  By  boiling  concentrated  solution  of  potash  (when  the  hydrate  of 
potash  begins  to  fuse),  it  is  converted  into  cumarate  of  potash.  Cumarin 
fused  with  hydrate  of  potash  is  converted  into  salicylate  of  potash  (Dela- 
lande), with  evolution  of  hydrogen  and  formation  of  carbonate  of  potash. 

(Bleibtreu.)  According  to  Delalande,  hydrogen  ia  evolved  in  the  formation  of 
enmaric  acid,  and  a  combostible  hydrocarbon  C'^H^,  of  aromatic  odour  in  the  con^er- 
fion  of  the  cumaric  add  into  salicylic  acid.  In  the  first  case,  Bleibtreu  was  unable  to 
discover  any  evolution  of  gas,  except  that  arising  from  any  traces  of  salicylic  add  that 
might  be  formed ;  and  in  the  conversion  of  cumaric  add  into  salicylic  add,  he  only 
obtained  hydrogen,  the  odour  and  luminous  properties  of  which  he  considers  to  be  due 
to  an  admixture  of  hydrate  of  phenyl  arising  firom  the  action  of  the  potash  upon  the 
talicylic  acid.  Alcoholic  potash  also  produces  cumaric  acid,  but  more 
slowly,  so  that  part  of  the  cumarin  remains  undecomposed  after  prolonged 
treatment: 

Ci8H<0<  +  2HO  -  Ci8H80«.    (Bldbtr«u.) 

When  cumarin  is  boiled  with  a  solution  of  pentachloride  qfanUmony  in 
hydrochloric  acid,  gas  is  evolved  and  the  cumarin  is  converted  into  yellow 
crystals  containing  chlorine  and  antimony.  (Delalande.)  (See  below.) 
— 10.  Cumarin  when  swallowed,  passes  unchanged  into  the  urine.  (Hall-- 
wachs,  Ann,  Fharm.  105,  210.) 

C<nnhinations,  Cumarin  is  scarcely  soluble  in  cold  water,  readily  in 
boiling  water.  —  The  solution  of  1  pt.  of  cumarin  in  45  pts.  of  boiling 
water  becomes  milky  on  cooHng;  the  solution  of  1  pt.  of  cumarin  in  200 
pts.  of  water  remains  clear  at  25°,  but  when  slowly  cooled  to  15°  yields 
long  prisms ;  that  of  1  pt.  of  cumarin  in  400  pts.  of  water  remains 
unchanged,  even  in  the  cold.  (Buchner.)  An  excess  of  cumarin  heated 
to  boiling  with  water,  melts  to  an  oil  which  solidifies  in  a  tolerably  hanl 
mass  on  coolinji;.  Yields,  when  distilled  with  water,  a  distillate  smelling 
of  mclilot.     (Guillemette.) 

Dissolves  sparingly  in  oil  of  vitriol  (Leroy),  abundantly  (Guillemette), 
and  may  be  precipitated  by  addition  of  water. 

Dissolves  in  concentrated,  or  in  warm  diluted  phosphoric  acid. 
Insoluble  in  cold  ammonia.     (Guillemette.) 

Cumarin  is  readily  dissolved  by  potash  (without  evolution  of  ammonia^ 
Buchner),  and  forms  a  coloured  solution  from  which  acids  precipitate 
cumarin  unchanged.     (Delelande,  Bleibtreu.) 

The  aqueous  solution  of  cumarin  is  very  abundantly  precipitated  by 
subacetate  of  lead.     (Guillemette.) 

With  Terohloi'ide  of  Antimony,  —  A  solution  of  pentachloride  of  anti- 
mony in  hydrochloric  acid  is  boiled  with  cumarin;  on  cooling,  yellow 
crystals  are  deposited,  which  are  decomposed  by  heat  and  deliquesce 
with  water  after  a  time.  The  aqueous  solution  of  these  crystals  soon 
deposits  a  white  powder  and  needles  of  silky  lustre,  which  app^  to  be 
cumarin. 
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Calculatioii  aooordiog  to  Ddalands.  Delalande. 

18  C  108      ....  38-94  34-65 

7H  7      ....  2-19  2-60 

4C  32      ....  1005  6-45 

\  Sb  64-5  ^..  20-26  22-40 

3  CI  106-8  ....  3a-56  34-00 

CMH'CM,Sb4Cl»  318-3  ....  10000    100*00 

It  is  perhaps  a  compound  of  pentachloride  of  antimony  with  cnmarin,  containing 
chlorine.    (Delalande.) 

Camarin  dissolves  mnob  more  readily  in  acetic  acid  (Buoliner)^  and  in 
tartaric  acid  (Gnillemette)^  than  in  water. 

Dissolves  very  readily  in  alcohol,  —  Dissolves  readily  botb  in  volatile 
and  in  fatty  oils/  (Boullay  &  Charlard.) 


Forpurin. 

C"HW  =  C»H«0*,O*. 

Colin  &  Robtqubt.    Ann,  Chim.  Phys,  34,  244;  J,  PAarm.  12,  407; 

Bei^,  Jahresh.  7,  265;  J,  Pharm,  13,  447;  Berz,  Jahresb,  8,  273. 
Gaultier  db  Claubby  &  J.  Persoz.  Ann,  Chim,  Phys,  48,  09;  N,  Tr. 

25,  2,  186. 
Persoz.    Ann,  Chim,  Phys,  51,  110. 

F.  F.  RuNOB.    J,  pr.  Chem.  5,  362;  Ann.  Chim.  Phys.  63,  282. 
RoBiQUET.    Ann.  Chim,  Phys,  63,  297. 
J.  ScHiBL.     Ann.  Pharm.  60,  74. 

Debus.     Ann,  Pharm.  66,  351;  86,  117;  N,  Ann.  Chim.  Phys.  38,  490. 
J.  Wolff  &  Strbckbr.     Ann,  Pharm,  75,  1;  Pharm,  Centr,  1850,  593; 

C^iem.  Soc.  Qu,  J,  3,  243. 
RocHLEDEB.     ff^icn,  AJccLd.  Ber,  6,  433;  J.  pr,  G^em.  55,  385;  Ann. 

Pharm,  80,  321;  Wien,  Akad.  Be7\  7,  806;  Ann.  Phai-m.  82,  205; 

J.pr.  Chem.  66,  85. 

Purpurin,  (Colin  &  Robiqnet.)  Matih'e  colorante  rote,  (Ganltier  de  Claabrj  & 
Persoz).  Afa<f<f«r-/mf7>/e  (Range,  Schiel).  Oxj/lizarie  acid  {Debut), ^-Diacovtred  by 
Colin  and  Robiquet  in  1826,  bnt  apparently  first  obtained  completely  pure  by  Debus  and 
by'V^olff  &  Strecker ;  the  latter  also  determined  the  formula  of  purpurin.  According  to 
Schunck  {Phil.  Mag,  J,  b,  510;  Ann.  Pharm,  SI,  349,)  purpurin  is  a  mixture  of 
alizarin  and  yerantin  in  varying  proportions  ;  Debus  was,  however,  unable  to  decompose 
purpurin  by  treating  its  alcoholic  solution  with  acetate  of  copper,  whilst  according  to 
Schunck,  verantiu  is  precipitated  by  this  treatment  and  alizarin  remains  in  solution. 

Sources*    In  madder-root 

Formation.  Alizarin  is  oonTorted  into  purpurin  in  the  fermentation 
of  madder.  (Wolff  &  Strecker.)  When  alizarin  is  treated  with  aqueous 
chlorine,  it  seems  to  undergo  no  change;  hut  after  the  chlorine  has  been 
remoYed,  it  gives  with  potash  a  deep  red  solution  like  purpurin,  and  with 
baryta  a  purple-red  precipitate;  it  has  therefore  probably  been  converted 
into  purpurin.     (Wolff  dc  Strecker.) 
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PrepareUum.  1.  Alsace  or  Avignon  madder  is  eiirped  «p  with  yeast 
and  water  and  allowed  to  ferment  in  a  warm  place  ont  of  contact  with  the 
air;  when  the  fermentation  is  over,  the  madder  is  washed  with  water 
and  the  residue  is  boiled  with  a  concentrated  solution  of'  alum  which 
assumes  a  beautiful  deep  red  colour,  appearing  orange-yellow  by  reflected 
light.  On  cooling  the  solution  and  adding  sulphuric  acid,  it  deposits  red 
flakes  of  purpnrin,  which  are  freed  from  an  admixture  of  small  quantities 
uf  alumina  by  boiling  with  hydrochloric  acid,  and  are  then  recrystallised 
from  alcohol  or  ether.  (Wolff  &  Strecker.)  When  Ayignoa  madder  is 
exhausted  with  boiling  water,  the  decoction  precipitated  by  sulphuric 
aoidi  t)ie  prenipitatp  washed  and  while  still  moist  boiled  with  a  concen-  * 
trated  solution  of  chloride  of  aluminum,  the  colouring  matters  dissolve 
and  leave  a  residue  of  dark-colonred  substances.  On  mixing  the  solution 
with  a  little  hydrochloric  acid,  fiery-red  and  sometimes  crystalline  flakes 
are  precipitated,  consisting  of  alizarin  and  purpurin  which  still  retain 
resin.  When  the  flakes  are  dissolved  in  alcohol  or  in  dilute  ammonia,  and 
freshly  precipitated  hydrate  of  alumina,  which  combines  with  the  colour- 
ing matter,  is  added,  and  the  resulting  compound  is  boiled  with  concen- 
trated carbonate  of  soda,  purpnrin  is  dissolved  with  dark-red  colour,  while 
•  alizarin-alumina  remains  in  the  residue.  It  is  difficult  however  to  obtain 
pure  purpurin  from^this  solution.     ^Wolff  &  Strecker.) 

2.  Powdered  madder-root  is  boiled  witb  a  large  quantity  of  water 
to  which  sulphuric  acid  is  added  in  the  proportion  of  90  grammes  of  acid 
to  each  kilogr.  of  madder,  whereby  the  gum  is  soon  coqverted  into  sugar 
and  the  madder  may  now  be  readily  waAed  out  with  water.  After ,  the  ' 
root  has  been  thus  treated  ^d  washed  out.  it  is  exhausted  by  twice  boil* 
ing  with  carbonate  of  soda;  the  residue  is  then  washed  with  water  as  long 
as  the  water  becomes  coloured,  and  the  solutions  are  set  ^ide  for  the  pre- 
paration of  alizarin.  When  the  madder-root  which  has  been  exhausted 
with  soda  is  boiled  with  a  solution  of  alum,  it  yields  a  beautiful  cherry-* 
red  extract;  this  is  filtered  and  mixed  with  a  slight  excess  of  hydro- 
chloric acid  or  sulphuric  acid,  whereupon  a  beautiful  red  precipitate  is 
formed,  which  is  collected  on  a  filter,  well  washed,  and  purified  by  solu- 
tion in  alcohol  and  evaporation.  (Gaultier  &  Persoz.)  Or  the  madder 
boiled  with  sulphuric  acid  is  treated  with  3  p.  c.  of  pit)tochloride  of  tin 
and  a  small  quantity  of  potash,  in  which  the  colouring  matters  dissolve. 
On  adding  an  acid  to  the  solution,  red  flakes  are  precipitated  whidh  are 
carefully  washed  and  then  treated  with  a  solution  of  alum,  whereupon 
alizarin  remains  undissolved  but  purpurin  dissolves;  the  last  solution  is 
precipitated  with  sulphuric  acid,  and  the  purpurin  dissolved  in  alcohol  or 
in  ether  and  crystallised  by  evaporation.     (Gaultier  &  Persoz.) 

3.  Four  pounds  of  Levant  madder-root  is  coarsely  chopped  (the  washing 
out  of  the  ground  root  is  tronblesome  and  attended  with  loss)  and  macerated  for 
12  hours  in  hot  water,  and  then  thoroughly  washed;  by  this  treatment  the 
root  becomes  very  soft  and  may  be  easHy  pounded.  It  is  next  boiled  with 
12  lbs.  of  alum  and  70  lbs.  of  water  for  an  hour,  and  strained;  the  residue  is 
again  boiled  with  6  lbs.  of  alum  and  70  lbs.  pf  water  for  half  an  hoar;  the 
liquid  is  again  strained;  and  the  united  extracts  are  set  aside  for  four  days 
in  order  that  they  may  deposit.  The  madder-root  which  had  heen  twice 
boiled  may  be  boiled  a  third  time  with  70  lbs.  of  water,  and  this  decoction 
used  for  extracting  fresh  root  On  mixing  the  decanted  alum  solution, 
which  ia  of  a  beautiful  rose-colour,  with  3  iba  of  sulphurio  acid  and  8  Iba. 
of  water,  it  deposits  yellowish  red  flakes  and  becomes  pale  yellow.  The 
whole  is  allowed  to  stand  for  several  dsys*  then  filtered,  and  t^  r^sida^ 
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10  ooll^t0(i|>  whor^bjFf  oPt  of  iinpiir^  porpurin,  still  coDttUQlug  maddcr- 
^0d>  minlder-yellqw^  and  alamina,  aro  obtained.  The  product  muat  there* 
fore  ha  washed  with  water,  boiled  with  water  |coi) tain ing  hydrpchluric 
acid,  dissolved  in  aloohol  of  90  p.  c.  and  the  solution  evaporated  until  it 
begins  to  crjstaUise  oii  the  surface;  the  crystals  thus  obtained  are  again 
crystallised  from  aloohol  and  finally  recrystallised  from  ether.  (Runge.) 
Scbielj  after  washing  tb^  impure  purpurin  with  water,  dissolves  it  in  a 
boiling  solution  of  ali^m,  filters  the  liquid  from  the  deposit  which  is 
formed  on  cooling,  and  repreoipitates  with  sulphuric  acid:  he  thep  con- 
tinues the  purification  as  above*  Purpuriu  thus  prepared  still  contains 
other  colouring  matters  which  remain  ip  solution  when  the  purpurin  i)s 
dissolved  in  alcohol  and  treated  with  oxide  of  sinC|  while  a  pure  compound 
of  purpurin  and  oxide  of  zinc  is  precipitated.     (Debus.) 

4.  Zealand  madder  is  boiled  3  or  4  times  with  1 5  to  20  pts.  of  water,  and 
the  decoction  is  boiled  with  excess  of  hydrated  oxide  of  leadj,  whereupon  a 
part  of  the  oxide  of  lead  dissolves  and  the  colouring  matters  are  precipi- 
tated with  the  remainder,  in  the  form  of  an  insoluble  compound.  The  well- 
washed  precipitate  is  decomposed  by  warming  with  dilute  sulphuric  acid, 
and  the  resulting  mixture  of  colouring  matters  with  sulphate  of  lead  is 
washed  with  water,  and  boiled  with  alcohol,  which  takes  up  the  colour- 
ing matter,  and  leaves  sulphate  of  lead  together  with  a  dark  brown  sub- 
atance.  The  alcoholic  solution  is  now  shaken  up  with  oxide  of  zinc,  which 
is  added  in  small  portions  as  long  as  it  continues  to  be  coloured  red;  the 
whole  is  then  boiled  in  order  that  the  precipitate  may  settle  down  more 
readily;  the  resulting  compound  of  the  colouring  matters  with  oxide  of 
zinc  is  decomposed  with  dilute  sulphuric  acid ;  the  liberated  colouring 
matters  are  dissolved  in  ether,  which  leaves  a  brown  resin;  and  the  ethe- 
real solution  is  again  shaken  with  oxide  of  sine,  whereby  the  colouring 
matters  are  reprecipitated  and  fat  remains  in  solution.  When  this  zino 
pompound  is  again  decomposed  by  dilute  sQlphuric  acid,  it  deposits  a  mix- 
ture of  alizarin  and  purpurin,  which  is  washed  and  repeatedly  boiled  with 
a  concentrated  solution  of  alum.  On  cooling  the  decoctions,  alizarin- 
alamina  is  deposited  and  purpurin  remains  dissolved;  and  on  adding  a 
little  sulphuric  acid  to  the  solution,  purpurin  is  slowly  deposited  and  is 
obtained  pure  by  boiling  with  dilute  hydrochloric  acid;  washing  with 
water,  and  recrystallisation  from  a  large  quantity  of  warm  alcohol 
{Debus.) 

5,  Oriental  madder«root  is  out  up  and  immersed  in  boiling  water,  and 
to  the  reddish  yellow  extract  acetate  of  lead  is  added,  which  precipitates 
all  the  purpurin  and  alizarin  together  with  a  little  fat,  citric  acid,  and 
traces  of  ruberythric,  rubichloric,  sulphuric,  and  phosphoric  acids.  The 
violet-coloured  precipitate  is  washed  with  water  and  decomposed  by  sul- 
phuretted hydrogen,  and  the  liquid  is  separated  from  the  precipitate  of 
sulphide  of  lead,  with  which  fat,  alizarin  and  purpurin  remain.  The  pre- 
cipitate is  then  boiled  with  alcohol,  and  a  dark  brownish  yellow  solu- 
tion of  fat,  purpurin  and  alizarin  is  thus  obtained;  and  on  adding  water 
to  this  eolotioQ,  it  deposits  gelatinous  flakes  of  alizarin  (containing  a  little 
fat  and  purpurin)  which  soon  cohere,  while  purpurin  remains  dissolved. 
(Rochleder.) 

Fropm^ies,  Crystallises  from  strong  alcohol  in  red  anhydrous  needles 
(Wollf  a^d  Strecker),  several  lines  in  length.  (Gaultier  and  Persoz, 
Debus.)  Jjight»  mostly  crystalline,  orange-yellow  powder.  (Runge.) 
Solid  mass  like  gamboge,  of  conchoidai  Iraotur^j    its  powder  is  of 
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beautiful  rose-oolonr*  (Oanltier  &  Peraos.)  Brilliant^  almost  dieny-ied 
X^owder.  (Scbiel.)  Melts  when  heated  (see  hydraied  pwrpurin)  and  sublimes 
(Colin  &,  Bobiquet)  at  225°  in  beautiful  cherry-red  crystals^  sometimes 
2^  contim.  in  length  (Sobiel),  leaving  a  residue  chiefly  of  charooaL  (Gaul- 
tier  &  Persoz,  Wolff  &  Strecker.)  Melts,  when  carefully  heated  in  a 
glass-tube^  to  a  dark  brown  viscid  liquid^  giving  off  red  vapours  which 
condense  not  in  needles,  but  as  a  red  sublimate  and  a  brownish  red  viscid 
mass.  The  sublimate  retains  unaltered  the  properties  of  purpurin,  but 
cannot  be  resublimed  without  partial  decomposition.  (Runge.)  Accords 
ing  to  Schiel,  sublimed  purpunn  has  a  different  composition  and  behaves 
differently  with  potash  and  solution  of  alum;  this  statement  is  not  con- 
firmed by  Wolff  &  Strecker. 


\ 


18  C  

At  120*. 
108 

....    66*67 

....               M^      UO               ... 

Debns. 
mtan. 
....    66*40 

6  H 

6 

3*86 

6  O  

48 

29-74 

C»HW.. 

162 

....  100*00     ... 

100-00 

Debni  formerly  gave  the  formula  C'^H^O'.  According  to  Kocbleder,  it  is  perhaps 
C^H^O^  er  3  alizarin  +  2Aq,  which  wonld  explain  the  formation  of  similar  prodncta 
from  alizarin  and  from  parpnrin.  When  purpurin  is  dried  between  115*"  and  120^,  it 
containSi  on  the  average  according  to  Schiel,  56'C8  p.  c.  of  C»  and  3*48  p.  c.  of  H,  and 
corresponds  to  the  formula  C^H^^O";  after  sublimation,  it  contains  53*30  p.  c.  of 
carbon,  and  5*19  p.  c.  of  hydrogen,  corresponding  to  the  formula  C^HiH)*^  But 
according  to  Debns  the  pnrpnrin  which  Schiel  inyestlgated  was  impure  (see  p.  326)- 

DfComposiUons,  1.  Purpurin  is  less  easily  attacked  by  nitric  acid 
than  alizarin:  after  it  has  been  completely  dissolved  and  the  excess 
of  nitric  acid  has  evaporated^  oxalic  and  phthalic  acids  are  obtained 
(p.  11). 

C"H«0«  +  HO   +   50  «  C"H80»  +   CHO*.    (Wolff  &  Strecker.)       . 

Diluted  nitric  acid  does  not  act  on  purpurin;  concentrated  acid  produces 
a  yellow  liquid  and  oxalic  acid.  (Gaultier  &  Persoz.)  —  2.  It  is  more 
readily  decomposed  by  chlorine  than  alizarin.     (Gaultier  &  Persoz.) 

Combinations, —  With  Water,  —  a.  Hydrate  of  Purpurin, — Crystal- 
lises from  weak  alcohol  in  fine,  soft,  orange-yellow  (reddish-yellow  : 
Debus)  needles,  which  give  ofi*at  100°  about  4*86  per  cent;  of  water  (Wolff 
&  Strecker) ;  4*9  p.  c.  water  =  1  At.  (calculation  requires  5*2  p.  c; 
(Debus),  and  assume  a  red  colour.  (Wolff  &  Strecker).  When  heated, 
it  melts  to  a'reddish  yellow  liquid,  which  solidifies,  on  csoling,  in  long 
needles  united  concentrically  and  of  the  colour  of  red  prussiate  of  potash. 
(Debus.) 

/9.  AgueouB  Purpunn.  ^^  Purpurin  dissolves  more  readily  in  water 
than  alizarin,  imparting  a  wine-red  (reddish,  Wolff  &,  Strecker)  colour. 
(Colin  &  Robiquet)  It  is  scarcely  soluble  (Gaultier  k  Persoz,  Schiel )| 
sparingly  (Runge,  Debus)  in  cold  water,  more  readily  in  boiling  water 
(Schiel,  Debus)  with  darK  rose-colour>  and  is  not  separated  from  the  solu- 
tion on  cooling.  (Runge.)  Dissolves  more  readily  in  water  after  being 
moistened  with  alcohol.  (Schiel.)  The  aqueous  solution  is  coloured 
yellow  by  aofds.    (Runge.) 
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When  purpnrin  is  boiled  with  dilate  acidSy  it  forms  a  yellow  solatioD, 
from  which  it  separates  in  orange-yellow  flakes  on  cooling.    (Range.) 

It  dissolyes  in  oil  qfmtriol,  imparting  to  it  a  beantifal  dark  red  colonr^ 
and  may  be  precipitated  by  water  unchanged.  (Ganltier  &  Persoz.) 
A  quantity  of  water  equal  to  a  quarter  or  one-third  of  the  sulphuric  acid 
solution  precipitates  the  purpurin  unchanged.  Even  when  the  solution  is 
heated  to  110'\  the  purpunn  is  not  changed,  but  is  again  separated  on 
slowly  pouring  the  hot  solution  into  cold  water.  (Schiel.)  In  the  pre* 
paration  of  garancin,  sulphuric  acid  should  therefore  be  employed  diluted 
with  a  quarter  of  its  bulk  of  water  (this  strength  of  acid  still  chars  the 
other  substances)  in  order  that  no  colouring  matter  may  dissolve  or  be 
splashed  away  as  fine  powder  on  addition  of  water.  (Schiel.)  Purpurin 
^ssolres  uncnanged  even  in  hot  fuming  tuiphurie  acidy  and  is  not  de- 
composed till  the  temperature  has  reached  200^>  when  it  blackens  and 
evolves  sulphurous  acid.     (Debus.) 

Purpurin  combines  with  bases  and  forms  red  or  violet  salts,  which, 
with  the  exception  of  the  potash,  soda  and  ammonia  compounds,  are 
insoluble  in  water  and  in  alcohol.     (Debu&) 

Dissolves  in  ammonia  with  magnificent  deep  red  colour.    (Runge.) 
Dissolves  in  cold  nUpkide  of  ammonium;  the  dark  red  solution  becomes 
still  darker  on  standing  with  an  excess  of  purpurin,  and  communicates  a 
beautiful  rose-coloured  dye  to  stud's.     (Graultier  &,  Persoz.) 

Dissolves  readily  in  alkalis;  and  the  solution  which  has  a  beautifully 
violet  colour  in  the  cold  turns  darker  when  warmed.  (Ganltier  &  Persoz.) 
The  solution  of  purpurin  in  alkalis  is  of  a  magnificent  dark-red  colour 
(Runge,  Schiel),  cherry-red  or  deep-red  without  olue  reflection.  (Wolff*  & 
Slrecker.)  According  to  Schiel,  purpurin  sublimed  or  strongly  heated, 
forms  a  violet  solution  with  potash;  this  was  not  confirmed  bv  Wolff  &  Streckcr. 
The  solution  loses  its  colour  in  the  air,  purpurin  being  precipitated 
(Gbiultier  &  Persoz),  (from  absorption  of  carbonic  acid,  Gm.)  Forms 
with  acids  a  flocculent  red  precipitate  (Schiel);  is  coloured  yellowish  red. 
(Ganltier  &  Persoz.)  If  the  alkaline  solution  of  purpurin  containing 
alizarin  is  mixed  with  aqueous  protosulphate  of  iron  and  allowed  to  stand 
in  a  stoppered  bottle,  a  black  precipitate  is  formed,  together  with  a 
brownish  yellow  solution,  which  rapidly  becomes  blood -red  in  the  air,  and 
when  mixed  with  hydrochloric  acid  deposits  flakes  of  purpurin.  (Roch- 
leder.)  Purpurin  dissolves  in  the  arsenites,  arseniates,  and  silicates  of  the 
alkalis.     (Ganltier  &  Persoz.) 

Purpurin  is  insoluble  in  cold  alkaline  carbonates  (Wolff  &  Strecker); 
it  dissolves  by  heat,  forming  an  archil-coloured  solution,  and  separates 
again  on  cooling.     (Ganltier  &  Persoz.) 

The  ammoliiacal  solution  of  purpurin  gives  a  purple  precipitate  with 
baryta  and  lime-salts.  (Wolff  and  Strecker.)  Purpurin  does  not  dissolve 
in  calcareous  spring-waters  till  all  the  lime  together  with  a  part  of  the 
purpurin  has  been  precipitated  in  the  form  of  a  dark -red  lake.  (Runge.) 
Dissolves  readily  in  alum  (with  dark-red  colour  (Colin  &  Robiquet) 
and  in  salts  of  alumdna,  forming  a  beautiful  cherry-red  solution.  (Ganl- 
tier &  Persoz.)  The  cherry-red  (bright-red,  Wolff  &  Strecker)  solution 
in  boiling  alum-liquor  retains  its  colour  after  cooling  and  does  not 
deposit  any  purpurin  (a  little,  according  to  Wolff  &  Strecker),  unless  the 
latter  was  present  in  excess  (Runge);  but  the  purpurin  is  precipitated 
by  sulphuric  acid.  (Wolff  &  Strecker.)  Dissolves  in  aluminate  of  potash. 
(Ganltier  &  Persoz.) 

Purpurin  is  insoloble  in  stannous  cMoiide.    It  dissolves  in  all  propor- 
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tipiyfl  10  stiMmoqA  oxide  mixed  with  a  few  drops  of  potusbi  fonning  a 

magniQcent  red  solutiqa  w^icb  djes  fabrici^  red.     (Gaultier  &  Peraoi.) 

Compound  of  Purpurin.  —  The  ammoniacal  eolation  of  purpurin  girea 
a  purple  precipitate  with  salts  of  lead.     (Wolff  &  Strecker.) 

^henan  alcoholic  solution  of  acetate  of  lead  is  added  in  such  quautitv 
to  ftp  alcoholic  solution  of  purparij;i  acidified  with  a  little  acetic  acidi 
th?bt  2iQ  excess  of  purpurin  remamsj  an  abundaptj  beautiful  yiolet  precipi- 
tate i^  formed.  The  compound  is  stable  at  160°,  is  insoluble  in  water, 
but  dissolves  in  acetic  acid  and  in  potash.  (Debus.)  Its  formuU  \s 
C^'H'OSPbO,  (Debus)  It  appears  to  be  a  mixture  pf  neutral  and  bfisiQ 
I^ft4-§*lfe    (Welff  &  Strecker.) 

Calculation  aocordiag  to  Wolfi  l»  StraekMr.  nt  IQQ^ 

90  C  640      ,.,.    87-61  „.„...    %^'9fk 

2j)  9  25      ....      1-74  ,      1-85 

25  O , 200      ....     13-9^  » 13-58 

6  PbO .: 6708  ....     4673  46-62 

5(Ci8H»0»),6PbO  ^.....  1435-8  ....  lOO'OO    ,..,.,..  IQO-OO 
Ptrhsps  the  formula  ia  caH^i«,4PliQ,    (Rochleder.) 

Purpurin  dissolves  in  cold,  and  still  more  abundantly  in  hot  alcohoL 
The  solution  is  of  much  deeper  red  than  that  of  alizarin.  (Wolff  & 
Strecker.)  Pnrpi;rin  also  dissolves  In  absolute  alcohol,  forming  an 
orange-yellow  liquid  which  leaves  a  crystalline  powder  when  evaporated. 
Addition  of  water  causes  the  liquid  to  assume  different  colours,  owing  to 
the  separation  of  needles  having  a  silky  lustre.  (Buuge.)  The  beanti«- 
ful  cherry-red  solution  turns  violet-red  when  treated  with  potashi  and 
after  a  time  deposits  purpurin.     ^Gaultler  &  Persoz.) 

Purpurin  dissblves  very  readily  in  ether*  forming  aistiU  more  brilliant 
red  solution  than  with  alcohol  (Gaultler  5c  PersQz)j  forming  an  orange- 
yellow  solntion.     (Rqnge.) 

Purpurin  dyes  fabrics  mordanted  with  ^etate  of  alumina,  from  deep 
red  to  purple-red  and  dark-brownish  red,  according  to  the  quantity  of 
purpurin  employed;  with  zinc-mordaut,  it  yields  a  rose-coloured  dye; 
with  acetate  of  lead,  puce;  and  with  iron-mordant|  a  yiolet-dye.  It  is 
incapable  of  forming  Turkey-red.  It  dyes  fabrics  mordanted  with 
copper-mordant  reddish  brown.  ^Runge.)  Caljco  previously  prepared 
with  alum-mordant  and  gradually  neated  to  boiling  with  an  excess  of  pur- 
purin, turns  light  brownish  red,  and  when  w^hed  with  soap,  fine  deep  red. 
Calico  prepared  for  Turkey-red  with  uil-mcfrdant  turns  brownish  red 
with  purpurin,  becoming  fiery  Turkey-red  when  washed  with  soap  and 
carbonate  of  soda.    (Wolff  &  Strecl^^er,) 


Bromine-nudeui  C**Br'H*, 

BibromopUoretic  Acid. 

C«3r»HW  ^  C»»Br»H«,0*. 

Hlasiwbts.    Ann.  Phatin,  108,  164;  J.pr,  Okem,  7t,  413. 

Bromine  is  added  by  drops  to  powdered  phloretio  acid  as  long  as  any 
action  ^kea  place  ai|4  hydrpbrpmi^  mi  lA  PYQlyedi  the  mass,  wbi«h  is 
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at  Imrt  dpqghy  bul  ^Urw^di  bard«i99,  \h  piix^d  well  tog0tli6?i  und  (be 
oxoesQ  of  bromine  ia  allowed  tq  pv^po^te;  tbn  rprnq^ining,  «lig)itljr 
coloured  powder  is  tben  repeatedly  washed  with  waiter,  dried  over  lime, 
and  crysti^llised  from  alcpbol.  Colourless  prisms  afe  thus  obtained,  and 
in  order  to  purify  them  completely,  they  are  dissolved  in  warm  dilute 
ammopiai  precipitate4  witb  bydrocblorio  acid,  i^nd  reprys^llised  f^om 
alitohol. 

}i»rdi  oolenrlMs  pmiw  ««ltipg  Ttry  M^ilyi 

Hla^lwets* 

18  C  109     ....    33-33    33-49 

iBr 160    ....     49-38     49-20 

8  H 8     ....       2-47     2-80 

6  O >..     48     ....     14-82     V.     14-51 

CWBi^H«0«  ....  324     ....  10000 10000 

Insoluble  in  water. 

Bibromophloretate  of  Ammonia, --^When  the  acid  is  saturated  witb 
warm  ammonia,  the  solution  on  cooling  deposits  short  oolonrlesa  needles. 
Gold  aloofaolio  bibromophloretio  acid  oeoomes  warm  on  adding  ammonia 
and  solidifies  in  a  orystalline  paste. 

Gives  oflP  ammonia  a4  a  gentle  heat.  DisselvM  slightly  in  oold 
water. 

Bihromophioi'eiaU  qf  Baryta  separatee  in  laige  qaaatities  on  mixiog 
the  ammonia-salt  with  chloride  of  barium. 

Prisms,  containing,  when  dried  at  120^^  19*61  p.  o.  of  baryta 
(C'<'Br*H70^BaO  requires  19*49  p.  e*) 

Bibromophloretic  acid  dissolves  readily  in  aiw)hoL  The  aleoholio 
solution  evaporated  in  vacuo  to  the  consistence  of  syrup,  often  fails  to 
yield  crystals,  but  when  removed^  soon  solidifies  in  a  bard  crystalline 
paste. 

Dissolves  readily  in  ethir. 


NUro-nucUm  C"X*H«, 
Binitrophloretic  Acid* 

C»N«H*0"  =  C"X*H*,0«. 

Hlasiwbts,    Ann.  Pkt^nt^  108,  l^jri  J,  pr*  Chmt  th  408. 

I^reparaiian,  1.  Powdered  phloretic  acid  is  added  to  nitric  acid  of 
ordinary  strength,  the  acid  beincjLepli  cool,  and  each  portion  of  the  sub- 
stance being  allowed  to  dissolve  oefore  the  next  is  added.  The  crystals 
formed  after  a  short  time  are  left  to  drain,  then  washed  and  recrystallised. 
-^  If  nitric  acid  is  poured  upon  phloretic  acid,  the  acid  dissolves  at  first 
with  frothing,  rise  of  temperature,  aud  evolution  of  red  vapours ;  but  the 
solution  on  cooling  becomes  filled  with  yellow  crystals  of  binitrophloretic 
acid.  —  2.  ]Sritrio  acid  is  a4de4  drop  by  drop  to  heated  aqueous  phloretic 
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acid^  wbereapon  the  liquid  becomes  eolonred^  efibrresces  and  eyolyes 
hjponitrio  acid  and  then  deposits  yellow  drops  of  resin.  The  latter  is 
made  to  dissolve  by  continued  heating  and  addition  of  a  little  nitric  acid, 
alter  which  the  solution  soon  becomes  filled  with  yellow  crystids. 

Properties,  Prepared  according  to  1,  it  forms  light  lemon-yellow 
prisms ;  prepared  according  to  2  :  beautiful,  very  brilliant,  laminas  and 
scales  of  a  dark  golden  yellow  colour.  Tastes  at  &Bi  scarcely  at  iall,  then 
slightly  bitter.  Colours  organic  substances  like  picric  acid.  It  does  not 
lose  weight  at  100^ 

HUsiweti. 

(1.)  (2.) 

....     4218     41-92     ....    42-65 

....     10-93     10-95     ....     10-91 

....      3-12     3-46     ....      3-37 

....    43-77     43-67    ....    43-07 


18  G     

108 

2  N    

28 

8  H    

8 

14  O    

112 

CWN^H^O" 256    ....  100-00    100-00    ....  10000 

Decompositions.  1.  Melts,  when  heated  on  platinum,  and  bums  with 
a  smoky  flame  without  explosion.  —  2.  Heated  in  a  small  tube,  it  yields 
a  brown,  oily  distillate  and  yellow  smoke.  —  3.  The  ammoniacal  solu- 
tion of  the  acid  treated  with  sidphuretted  hydrogen^  deposits  sulphur. 
The  dark  red  liquid  leaves  a  residue  on  evaporation;  and  if  this  be  dis- 
solved in  boiling  water,  filtered,  aud  the  solution  mixed  with  hydrochloric 
acid,  readily  soluble  crystals  (probably  hydrochlorate  of  biamidophloretic 
acid)  are  obtained. 

Combinations,  Dissolves  very  sparingly  in  cold  water,  forming  a 
yellow  solution.  Dissolves  readily  in  boiling  water  and  crystallises 
rapidly  on  cooling. 

fiinitrophloretic  acid  is  bibasic.  Its  normal  salts  are  obtained  by 
saturating  the  acid  with  carbonates  or  by  double  decomposition  from 
binitrophloretate  of  ammonia.  They  explode  when  heated.  The  so- 
lutions of  alkaline  binitrophloretates  have  an  intense  yellowish-red 
colour.  The  ammonia-salt  of  the  acid  prepared  according  to  1  (designated 
below  as  acid  a)  give?  crystalline  precipitates  with  chloride  of  barium  and 
chloride  of  calcium,  which  is  not  the  case  with  the  acid  prepared  accord- 
ing to  2  (acid  ^  below).  The  neutral  salts  are,  according  to  Hlasiwetz  {Ann. 
rharm,  102, 156),  represented*  by  the  formula  C*"H'X'M'0',  and  according 
to  another  determination  {J.  pr.  Chem,  72,  413)  by  C"H«X»M»0*,  the 
formula  here  adopted. 

Binitrophloretate  of  Ammonia.  —  Effloresces  in  dark  yellow  needles 
when  acid  fi  supersaturated  with  ammonia  is  evaporated  in  vacuo. 

Hlasiwets. 

18  C  108  ...  37-24 

4N 56  ....     19-31     18-29 

14  H 14  ....       4-83     5-04 

14  O  112  ....  38-62 

CWH«X2(NH*)«0« 290    ....  100-00 

According  to  Hlasiwetz's  determination  {Ann.  Pharm.  102, 159),  the  salt  contains 
an  additional  atom  of  water,  which  would  require  18*72  p.  c.  N,  and  5*01  p.  c.  H. 
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BmUrophloretaU  df  Pat<uh. — The  salt  prepared  from  acid  crys- 
tallises on  the  spontaneoiis  evaporation  of  its  weak  alcoholic  solationi  in 
dark  orango-red  prisms.  The  effloresced  salt  is  of  a  deep  red  colour  and 
appears  green  by  reflected  light.  It  dissolves  more  sparingly  in  dilate 
alcohol  than  in-  water. 

At  120^  HUsiwetz. 

C»H«XH)<    238      ....     71-68 

2  KO    94-4  ....     28-32    28-09 

C»H«X«IPO«  332-4  ....  100-00 

Binitrophlaretate  of  Baryta.  —  Acid  a  or  0  is  saturated  with  carbonate 
of  baryta,  or  the  solution  of  acid  a  is  neutralised  with  ammonia 'and 
precipitated  with  chloride  of  barium.  Prepared  from  acid  a :  orange- 
yellow  needles  which  become  deep  red  on  standing;  from  acid  /3  :  orange- 
yellow^  aggregated  nodules,  which  turn  red  at  1 20^.  The  salt  obtained 
from  acid  a  dissolves  with  difficulty  in  cold  water. 

Hlasiweti. 
At  120.'  a.  b. 

Ci«H«XK)*  238      ....     60-86 

2  BaO 153-2  ....  39-14  38-27  ....  38-36 

_J  I  I        ■!        - ■ • • • ■ 

C"H«X«Ba«0*  ....  391-2  ....  100-00 
a  was  prepared  from  add  a}b  from  /3. 

BinitrophloretaU  of  Lime,  —  Obtained  from  acid  a,  like  the  baryta- 
salt     Forms  yellow  needles. 

Binitrophforetate  of  ammonia  a  forms  with  acetate  of  zinc^  a  beautiful 
yellow  amorphous  precipitate;  with  stannotia  chloride,  a  yellowish  precipi- 
tate, the  solution  becoming  decolorised;  with  acetate  oiUad,  a  deep  red  pre- 
cipitate; with/<»*rtc  chldride,  a  light  brown,  flocculent  precipitate  ;  with 
cupric  ialiSs  a  yellow  precipitate;  with  mercuric  chloride  it  produces  a 
chrome-yellow,  amorphous  precipitate,  which  afterwards  becomes  crystal- 
line and  is  soluble  in  an  excess  of  mercurous  chloride.  Binitrophloretate 
of  silver  a  is  red,  and  becomes  crystalline  on  standing. 

Binitrophloretate  of  an\pionia  /3  precipitates  acetate  of  zinc  and 
acetate  of  lead  red,  sulphate  of  copper  yellow,  and  m^ercuric  chloride 
reddish.  The  precipitates  for  the  most  part  become  crystalline  on 
standing.  ...  . 

Binitrophloretio  acid  dissolves  in  alcohol  and  crystallises  therefrom. 


Ethylbinitrophloretic  Acid. 


Hlasiwbtz.    Ann.  Pharm.  102,  154;  J.pr.  Chem.  72,  406. 

When  phloretate  of  ethyl  is  treated  with  nitric  acid,  it  is  converted 
without  violent  actioU  into  a  golden-yellow  oil,  which  afterwards  becomes 
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* 

solid  and  erv^tallintf;      This  {vfcfdiiul  is  washed  with  WAiet  ftiid  feorjstal- 
Used  from  aioohol. 

Light  yellbit,  slightly  hiiUst  efystttlH  HthUi^  mdl  With  fMilitjr* 

Uhbllwst*. 
22  C  .». ^  132    ....    46-44 46-76 

^  s^  ••.••••••••••••.     «vi     ••••       y  0/     ••••••••       y  0^ 

14  O 112     ....     39-47 

I    •  "I  *■  * 

C»H»«X»0«  ....  284     ....  10000 
Dissolyes  very  slightly  in  cold  UKUer,  readily  in  alcohol  and  in  ether. 


Nitrocumarin, 

Delalavdb.    N.  Ann.  Chim.  Fhps,  6,  845;  J.  pr.  Ohemi  98,  256;  Ann. 

Fharm.  45,  332. 
Bleibtreu.    Ann.  Phavm.  59, 190. 
F&APOLLi  &  Ghiozza.    Ann.  Fhaim.  d5,  ^62;  ^.  pr.  Ckem.  66,  d42. 

mtroe^MnlHMt 

PreparaH&H.  When  ouinftriii  to  added  to  •old  finning  hitiie  a«id,  it 
dissolves  almost  itftitiediiitelyf  with  ovolation  of  heat|  and  water  precipi- 
tates snow-white  flakes  from  the  solution.  (Delalande.)  The  liquid 
mast  not  be  allowed  to  boil,  otherwise  pi<$rio  aoid  will  be  formed.  (Bleib- 
trea.) 

Propirtie$i  When  crystallised  firoiti  water^  alcohol  oif  etheri  nitro« 
camarin  forms  small  delicate  needles  having  a  silky  lustre  (Delalande) 
melting  at  170^/  ftfld  at  a  stfong  heat,  subliming  in  white  crystals  of  strong 
naoreotis  lustre;    (Bleibtreu.Jl 

Delalande*    Bleibtrea. 

ISC  « 4o...M«;.<..  108  ...<  66*S4    i.i 66*81     ...4    S6-09 

N    14  ....  7-34    7-64 

6  H    5  ....  2-62    3-05     ....      2-64 

8  0     64  ....  83-50    38-60 

CWXH»0< 191     ....  100-00    100-00 

Decompositions.  .  !•  Nitrocumarin  heated  witii  hydrate  of  potash 
evolves  ammonia,  the  yellowish  red  colour  of  the  solution  at  the  same 
time  passing  to  blue.  The  residue  dissolved  in  water  and  saturated  with 
an  acid,  deposits  a  reddish  brown  powder.  (DeliUande.)  —  2.  Converted 
into  cumarin  by  heating  with  dilute  acetic  acid  and  iron  filings.  (Frapolli  & 
Chiozsa.)  It  is  not  chanj^ed  by  nascent  hydrogen,  by  h^opho^phUe  of 
potash  or  hypophospUte  of  ammonia.    (Frapolli  &  Gfaiossa.)    When  an 


aiooholio  eoltttioH  of  tiilrO'cmmllriii  U  sUtiirMNl  witti  gaaeduft  ftttiiflofallij 
ftnd  the  de6}i'-]«d  liqald  thus  tibtltiaed  is  tiiltiirilted  With  snlphiilijtted 
hydrogen,  sulphur  id  dejidsited;  imd  on  fllterinf  iMid  etapotatin^  iM 
solution,  it  yields  a  velloir  tideid  maM  irtnellih|f  of  ^tlie  which  hittd^ftif 
in  the  air,  and  is  iiifliolttble  in  Wfttdf ,  biit  modemteljr  dolnbl«  in  ftloohdl  tthd 
in  ether.     (Bleibtrett.) 

ComhifuUions,  Dissolves  rather  sparingly  in  boiling  W0Uf^i  and  er^f^ 
tallisos  out  on  cooling.     (Bleibtreo.) 

Dissolves  in  ammonia;  the  solution  when  boiled  evolves  ammonia  and, 
on  cooling,  deposits  part  of  the  nitrpburaarin  out  in  white  crystals  which 
do  not  contain  ammonia.    (Bleibtreu.) 

Dissolves  in  cdkalis,  forming  a  reddish  yellow  solution  from  which  it  is 
precipitated  unchanged  by  acids.  (Delalande,  Bleibtreu.)  It  idso 
remains  unaltered  when  boilied  for  a  long  time  with  alcoholic  potash. 
(Bleibtreu.) 

Lead-compound, '^'S\ie  solution  of  niirocumarin  in  ammoniai  freed 
from  excess  of  ammonia  by  boiling  and  filtered  from  precipitated  nitro- 
cnmarin,  gives  with  acetate  of  lead  an  orange-yellow  precipitate,  which 
is  soluble  in  a  large  quantity  of  water,  forming  a  yellow  solution,  still 
less  soluble  in  alcohol  and  almost  insoluble  in  ether ;  it  is  therefore  puri- 
fied by  boiling  with  alcohol  and  ether.  It  is  decomposed  by  acids^  nitro* 
cumarin  being  separated.     (Bleibtreu.) 

At  100^  Bleibtren. 

CWXH'O^...* ;  191      ....    36-66 

3  PbO  335-4  ....    63-34    62  27 

C»8XH»0^3PbO ....  526-4  ..i.  100-00 

Silver-compound,  —  Beautiful  orange-^loured  precipitate,    obtaine 
with  nitrate  of  silver  in  the  same  manner  as  the  lead-compound;  behaves 
like  the  latter  with  water,  acidsj  alcohol,  and  ether.      Decomposes  when 
dried  in  the  water-bath.     Explodes  by  heat.    (Bleibtreu.) 

Dried  in  tacuo.  Bleibtrem 

C>«XH»0« 191      ....    45-17 

2  AgO 232-2  ....     54-83     63-97 

CuXH«04,2AgO  ...^....  423*2  ....  100-00 

Niirocumarin  dissolves  rather  sparingly  in  boiling  alcohol  and  in 
ether;  on  cooling  it  immediately  crystallises  in  needles.    (Bleibtreu.) 


Amidoffen-nUetetii  C'^AdH*. 

Fhloretylamio  Acid. 

C»NH"0*  s  C"AdH»,0*. 
Hlasiwetz.    Ann.  Fharm,  102,  162;  J.pr,  Chem,  72,  416, 

Phloretate  of  ethyl  (or  the  product  of  the  action  of  iodide  of  ethyl 
upon  phloretate  of  silver,  which  has  not  been  distilled,  but  freed  from 
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iodide  of  silver  bj  filtration  and  from  iodide  of  ethyl  by  heat)  is  left  in 
contact  with  strong  ammonia  in  a  closed  ressel,  the  whole  being  re- 
peatedly shaken,  till  the  ether  ^has  disappeared,  and  small  crystals  are 
deposited,  for  which  seyeral  weeks  are  necessary.  The  ammonia  and 
alcohol  are  then  evaporated  off,  and  the  residue,  which  on  cooling  solidi- 
fies in  a  crystalline  mass,  is  recrystalliBed  from  hot  water. 

Shorty  slender,  brilliant  prisms,  melting  between  110  and  115°  and 
soUdifying  in  a  crystalline  mass  on  co<^ng. 

Hlasiwets. 

18  C  108  .:..  65-46  65-75 

N 14  .„.  8-48  „  8-05 

11  H 11  ....  6-66  6-96 

4  O 32  ....  19-40  19-24 


C"NH"0*    ....  165    ....  10000    100-00 

Sublimes  partly,  when  heated  in  a  glass  tnbe,  and  evolves  large  qnan- 
tities  of  ammonia  at  a  stronger  heat. 

Dissolves  slightly  in  cold  wcUei',  The  solution  colours  sesquichloride 
of  iron  blue. 

Dissolves  in  alcohol  aud  in  ether. 


Cinclionidine. 

C«NH»»0  =  C»NH«,HO. 
WiTTSTEiN,    N.  Br.  Arch.  141,  32;  J.pr.  Chem.  72,  101. 

Source.  Found  in  the  bark  of  China  p^eudoregia,  a  cinchona  bark  of 
unknown  source,  to  the  amount  of  8^  per  cent. 

Preparation,  The  coarsely  powdered  bark  is  digested  with  warm  water 
containing  hydrochloric  acid,  and  the  strained  reddish  yellow  liquid  is 
allowed  to  stand  for  several  days  with  an  excess  of  milk  of  lime  and  then 
filtered.  The  precipitate  is  dried,  powdered,  and  repeatedly  treated  with 
warm  alcohol  of  90  per  cent.;  it  is  then  filtered,  the  greater  part  of  the 
alcohol  is  distilled  from  the  filtrate,  and  the  residue  is  slowly  evaporated. 
Almost  colourless  crystalline  masses  separate  out,  ilnd  are  removed  from 
the  brown  mother-liquor.  The  residue  from  the  latter,  after  complete 
evaporation  of  the  alcohol,  is  dissolved  in  water  containing  hydrochloric 
acid,  and  precipitated  with  ammonia.  The  precipitate  is  then  redissolved 
in  dilute  hydrochloric  acid,  the  solution  is  decolorised  with  animal  char- 
coal and  precipitated  with  ammonia;  the  precipitate  is  dissolved  in 
alcohol;  aud  the  solution  is  gently  evaporated  to  facilitate  crystallisation. 

JProperties.  Long,  colourless,  shining  prisms.  Melts  between  109°  and 
170°  C.  Inodorous.  Tastes  bitter.  Becomes  electrical  by  friction.  The 
alcohol  has  an  alkaline  reaction.     Does  not  lose  weight  at  160^. 
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Wittiteio. 

18  C 108  ....  7M4  77-32 

N 14  ....  1000  9-90 

10  H 10  ....  7-14  7-24 

O 8  ....  5-72  5-54 

C>«NHWO 140    ....  10000    -00 

DecompotUiona.  1.  Cinchonidine  turns  brown  when  heated  and 
barns  witli  a  smoky  flame.  —  2.  Dissolves  readily  and  without  colora- 
tion in  fresh  chlorine  wetter ,  and  is  thrown  down  by  ammonia  as  a 
greyish  white  precipitate;  an  excess  of  ammonia  dissolves  the  precipi- 
tate, forming  a  wine-yellow  solution.  —  3.  Yields,  when  distilled  with 
potash  of  sp.  gr.  1  '38^  a  yellow  oily  base  smelling  of  bitter  almonds. 

Combinations.  Dissolves  in  about  8287  parts  of  cold  and  596  parts 
of  boiling  water. 

Dissolves  unchanged  in  oU  of  vitriol,  in  concentrated  hydrochloric  acid, 
and  in  concentrated  nitric  acid,  even  on  the  application  of  gentle  heat. 

With  hydrochlorate  of  cinchonidine,  caustic  alkalis  and  their  car- 
bonates produce  a  white  precipitate;  phosphate  of  soda,  a  white  precipi* 
tate  which  afterwards  becomes  crystalline;  iodide  of  potassium,  a  white 
crystalline  precipitate;  chloride  of  mercury,  a  white,  flocculent  precipitate; 
and  terchloride  of  gold,  a  light  lemon-yellow  precipitate. 

Cldoroplatinate  of  Cinchonidine,  —  Precipitated  in  orange-yellow 
flakes  on  mixing  hydrochlorate  of  cinchonidine  with  bichloride  of  pla- 
tinum. The  salt  dried  at  110°  contains  28*5  p.  c.  of  platinum  (the  for- 
mula, C^«H"NO,HCl,PtCl»  requires  28* 8  p.  c). 

With  hydrochlorate  of  cinchonidine,  nitrate  of  palladium  gives 
an  orange-yellow  flocculent  precipitate;  sulphocyanide  of  potassium, 
a  white  crystalline  precipitate;  ana  tannic  acid  a  milk-white  flocculent 
precipitate. 

Cinchonidine  dissolves  in  88  pts.  of  cold,  and  in  19  pts.  of  boiling 
alcohol  of  sp.  gr.  0'8d8.  It  dissolves  in  898  pts.  of  cold  ether  of  sp.  gr. 
0-74. 


Oxyazo-nucleus  C»NH»0*. 

Gumaramine. 

C»*NH'0*  =  C"NH»0*,H». 

A.  Frapolu  &  Chxozza.    Ann.  Fharm.  95,  252;  J.  pr.  Chem.  60,  342. 

FomuUion  and  Pr^aralion.  Nitrocumarin  is  added  to  a  mixture  of 
dilate  acetic  acid  and  iron  filings,  and  the  action,  which  quickly  ensues-, 
iff  promoted  by  warming  the  whole  in  a  water- bath.  A  large  quantity  cf 
ferric  oxide  separates  out,  and  on  cooling,  yellow  needles  are  deposited 
on  the  sides  of  the  vessel.  After  24  hours,  the  precipitate  of  ferric  oxido 
is  filtered  from  the  ferrous  acetate;  the  filtrate  is  evaporated;  and  the 
ferric  oxide  formed  daring  the  evaporation  is  separated  by  repeated 
filtration  of  the  hot  solution,  which  is  then  allowed  to  cool,  whereupon 
yellow  crystalline  needles  of  camaramine  are  deposited.   The  precipitated 
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ferric  oxide  also  contains  cumaramine,  whicli  is  separated  hj  treating  the 
precipitate  witli  alcohol,  evaporating  tbe  alcoholic  solution  on  the  water- 
bath  and  redissolTing  the  residue  in  water.  The  whole  of  the  crystals 
are  purified  hy  repeated  recrjstallisation  from  water. 

Properties,  Beautiful,  reddish-yellow  needles  of  considerable  length . 
Melts  between  168°  and  170°,  and  yolatilises  at  a  higher  temperature  in 
yellow  vapours  which  condense  to  pale  yellow  lamina,  or  distils  when 
suddenly  heated,  as  a  heavy  oil  which  solidifies  on  cooling. 


18  C    

108 

...    67-08 

8-69 

....       4-34 

....     10-89 

Frapolli  &  Chiona, 
67*4 

N   

7  H    

14 

7 

........      9-1 

4-4 

4  0    

»••...     92 

19-1 

CWNH70*   .., 

,...•  161 

....  10000 

.......  1000 

DeeompaUions*  1.  Cumaramine  when  suddenly  keaied,  yields  a  small 
quantity  of  an  oil  smelling  like  aniline. 

.  2.  ft  is  quickly  decomposed  by  boiling  potash-leyj  acids  then  precipi- 
tating dark  brown  flocks« 

Combinations,  Cumaramine  dissolves  very  sparingly  in  cold,  easily 
in  boiling  water, 

ffydrockloritte  of  Cumaramine.  —  Cumaramine  unites  readily  with 
hydrochloric  acid,  forming  a  salt  which  crystallises  in  laminsB  and  dis- 
solves easily  in  water;  the  solution  mixed  with  ammonia  solidifies  into  a 
crystalline  magma  of  cumaramine. 

CUoroplatinaie  of  Cumaramine,  —  Bichloride  of  platinum  added  to  a 
solution  of  hydrochlorate  of  cumaramine,  produces  a  yellow  crystalline 
precipitate  insoluble  in  water. 

Frapolli  &  Chiosjnu 

C»«NHH)*C1» 267-2  ....    72-97 

Pt  990  ....     27-03    26-7 

C"NH70SHCl,PtCP  ....  3^-3  ....  10006 

Cumaramine  dissolves  in  ferrous  acetate  more  readily  than  in  vMxier, 
It  dissolves  in  boiling  alcohol,  the  saturated  solution  solidifying  as  it  cools. 
It  is  nearly  insoluble  in  ether. 


Primary  Nudeui  C"H» 

Gnmol  C"H". 

Pbllbtibb  a  Waltbr.     (1^37.)    Ann,  Chim.  Phyi.  67i  299;  Pogg. 

44,  81 ;  Pharm.  Centr.  1857,  551 . 
Gbrhabdt  &  Gahours.     (1840.)    JT.  Ann,  Chim.  Phgs,  1,  S?,  872; 

J,  pr.  Ohem,  28,  348;  Ann,  Pharm,  Z%,  88. 
G£RHARDT.    N,  Ann,  Chim,  Phys,  14, 107. 
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Abbl.    Ann.  Pharm.  63,  808;  Mem.  Chem.  Soa,  2,  441j  PhU.  Mag.  J. 

32,  63. 
Cahovrs.     Qmpt  rend,  24,  557;  30,  321. 
Mansfield.     (Them.  Soc,  Qu.  J,  1,  244;  Ann.  Pharm,  69, 179. 
Oebhardt  8c  Liis-BoDARt.     Compt.  rehd.  i9,  506;  Compt,  ehim.  1849, 

385;  Ann.  Pharm.  72,  293. 
RiTTHAUSBN.    J.  pr.  Chem,  61,  79;  Pharm.  Oentr.  1854,  350. 
Church.    Phil.  Mag.  J.  9,  256;  J.  pr.  Chem.  65,  383;  Pharm.  Cenir, 

1855,  400. 
LiEB-BoDART.    Compt.  rend.  43,  394;  Pharm.  Cenir.  1856,  797;  Ann, 

Pharm.  100,  352. 
Warren  de  la  Rue  &  H.  Mullbb.   Chem.  Oaz.  1856,  375;  J.  pr.  Chem, 

700,  30. 

Rethmyle  (PeUetnr  &  Walter)  ilCumine  (Gerhardt  &  Cahoun) ;  Cfume  (Om.). 

Source.  In  Burmese  naphtha,  that  substance,  when  aqaeons  yapour 
at  200^  is  passed  through  it,  yielding  hydrocarbons,  from  which  sulpho- 
cumolic  acid  is  produced  by  the  action  of  oil  of  vitriol.  (Warren  De  la 
Rue  &  H.  Muller.) 

Formation.  1.  In  the  distillation  of  cuminic  acid  with  excess  of 
baryta.  (Gerhardt  &  Cahours.)  —  2.  In  the  dry  distillation  of  the  resin 
oi  Pinus  maritime  (Pelletier  ^  Walter);  of  the  wood,  passing  over  into 
the  crude  spirit  (Cahours);  and  of  coal,  being  found  in  coal- tar  naphtha 
(Mansfield,  Ritthausen,  Church.)  —  3.  In  the  distillation  of  phorone  with 
anhydrous  phosphoric  acid.     (Gerhardt  &  Lies;  Lid&) 

PreparaUon.  1.  From  Cuminic  Acid,  —  1  pt.  of  cuminic  acid  is 
gradually  heated  in  a  retort  with  4  pts.  of  baryta.  When  the  heat  is 
carefully  applied,  and  not  more  than  6  grammes  of  cuminic  acid  are  used, 
nothing  but  colourless  cumol  passes  over,  while  carbonate  of  baryta 
remains  behind.  The  use  of  larger  quantities  at  once  is  not  to  be  recom- 
mended. (Gerhardt  &  Cahours!)  Abel  mixes  cuminic  acid  with  4  pts. 
of  lime  and  heats  the  mixture  nearly  to  redness  in  a  copper  retort  placed 
in  a  deep  sand-bath.  The  colourless  distillate  has  an  unpleasant  empy- 
reumatic  odour,  which  it  retains  even  after  rectification  over  hydrate  of 
potash.  Abel  therefore  distils  it  with  concentrated  chromic  acid  (which 
does  not  alter  the  cumol),  distils  (whereupon  the  bad  smell  is  completely 
destroyed,  and  the  pleasant  odour  of  cumol  becomes  perceptible)  and  dries 
over  chloride  of  calcium. 

2.  When  the  brown  oil  obtained  in  the  preparation  of  illuminating 
gas  by  the  dry  distillation  of  the  resin  of  Pinut  marvtimOy  is  subjected  to 
fractional  distillation,  toluol  passes  over  between  130°  and  160°,  and  then 
cumol.  The  latter  is  several  times  distilled,  with  separation  of  the  first 
portion  of  the  distillate,  which  contains  toluol,  then  treated  alternately 
with  oil  of  vitriol  and  caustic  potash,  and  each  time  distilled  (the  oil  of 
vitriol  removes  naphthalin,  but  likewise  destroys  the  cumol.  if  allowed  to 
act  too  louff),  and  finally  rectified  two  or  three  times  over  potassium 
(whereby,  however,  the  cumol  is  likewise  attacked,  with  formation  of 
carburet  of  potassium).     (Pelletier  &  Walter.) 

3.  From  Light  Coal-tar  Naphtha.  —  (Compare  xi,  136.)     Passes  over 
between  140""  and  145^  (Mansfield);  at  139%r  140^     (Ritthausen.)  — 
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4.  Passes  over  between  1^5"^  and  148*',  in  the  rectification  of  the  oil 
obtained  from  woodr9pirU  in  the  manner  described  at  vol.  xii.  175  (6). 
(Cahours.) 

Properties.  Golonrless,  stronfflj  refracting  oil.  (6erhardt& Cahours.) 
Transparent,  colourless,  less  mobile  than  toluol.  Sp.  gr.  0*87  at  43^. 
Telletier  8c  Walter.)  Boils  at  144°  (Gerhardt  &  Cahours);  at  148"" 
[Abel|  Cahours);  at  184'4^,  under  an  atmospheric  pressure  of  076  met. 
[Church);  at  150°  fPelletier  &  Walter);  at  153°  (Gerhardt);  and  vola- 
tilises uudecomposed.  —  Has  a  very  agreeable  odour,  like  that  of  benzol 
(Gerhardt  &  Cahours),  but  less  pleasant  (Ritthausen),  like  that  of  toluol. 
Its  state  is  pungent  and  rather  bitter.     (Pelletier  k  Walter.) 


Pe}letier&    Gerhardt  & 
Walter.'       Cahouni. 

lo  1^ •••.•.■    lUo      •..«      "V 09*4o      ....      o9*ol 

12  H 12     ...,     10     1008     ....       9-97 

C»H»    120    ....  100    99-56    ....    99-78 


Abel. 

18  C    90-34 

12  H  9-88 


Grerhardt  & 
....     10-2     . 


Lies. 

98-57 
10-28 


C"H»* 100-22 


99-85 


Vol.  Density. 

C-vapoor 18     7*4880 

H-gas    12     0-8318 

Cumol-vapour  2     8*3198 

1     4-1599 


Pelletier  &  Walter  examined  cumol  prepared  from  the  resin  of  Pinus  maritima  : 
Gerhardt  &  Cahours  and  Abel,  that  from  cuminic  acid ;  Gerbardt  and  Li^s  that  from 
phorone  (p.  342, 1);  and  Lids  that  from  phofone  (p  342^  2). 

DecoinjyosUioru,  1.  Cumol  is  converted  by  fuming  siUphwic  acid  into 
sulphocumolic  acid.  (Gerhardt  &  Cahours.)  —  2.  When  chlorine  is  passed 
into  boilini^  cumol,  and  the  volatilised  portion  is  cohobated,  a  thick  faint- 
smelling  oil  is  obtained,  which  burns  slowly  Yfiih  a  smoky  green-edged 
flame;  its  vapour  does  not  attack  the  eyes.  (Pelletier  &  Walter.^  — 
3.  By  fuming  nitric  acid,  it  is  converted  into  nitrocumol  (Cahours,  Nichol- 
son)^ also  by  boiling  with  strong  nitric  acid,  but  by  continued  boiling  it 
forms  a  peculiar  acid.  (Gerhardt  &  Cahours.)  If  the  boiling  bo  continued, 
the  nitrocumol  disappears  again  and  is  gradually  converted  into  a 
yellowish  crystalline  ma$6,  which  dissolves  in  ammonia,  with  the  excep- 
tion of  a  small  pulverulent  residue.  Hydrochloric  acid  added  to  the  solu- 
tion precipitates  nitrobeuzoic  acid.  (Abel,  Cahours.)  Dilute  nitric  acid 
converts  cumol  after  four  or  five  days*  boiling,  into  benzoic  acid.  (Abel.) 
—  Cumol  is  converted  and  turned  yellow  by  nitric  acid,  even  in  the  cold; 
on  boiling,  it  dissolves,  gives  off  a  large  quantity  of  nitrous  acid  gas 
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and  a  small  quantity  of  hydrocyanlo  acid;  with  a  sufficient  quantity  of 
nitric  acid,  a  colourless  solution  is  obtained,  which  deposits  white  flakes 
on  cooling.  These  flakes,  after  washing  with  water,  assume  the  appear- 
ance of  a  white  unctuous  matter,  which  dissolves  sparingly  in  water,  but 
easily  in  alkalis,  forming  a  deep  red  solution  from  which  acids  precipitate 
red  flakes.  (Pelletier  £  Walter.)  —  4.  A  mixture  of  fuming  nitric  and 
fuming  sulphuric  acid  converts  cumol  into  binitrocumol.  (Cahours.)  The 
action  takes  place  with  difficulty  and  requires  frequent  renewal  of  the 
nitric  acid  to  complete  it.  (Ritthansen.)  —  5.  Potassium  kept  for  some 
time  in  contact  with  cumol,  blackens  and  becomes  covered  with  a  black 
crust,  which  appears  to  be  carburet  of  potassium.  (Pelletier  &  Walter  )  — 
G.  It  is  not  altered  by  potash-ley  or  by  hydrate  of  potash  in  the  state  of 
fusion.     (Gerhardt  &  Cahours.) 

Combinations.    Cumol  is  insoluble  in  water.   (Gerhardt  &  Cahours.) 
With  the  aid  of  heat  it  dissolves  sulphur,  which  crystallises  out  on 
'cooling.     It  dissolves  iodine.    (Pelletier  &  Walter.) 

It  dissolves  readily  in  wood-spirit^  alcohol,  ether,  and   volatile  oils. 

(Gerhardt  &   Cahours.)      It  combines  with  oUs,  fats,  and  most  retins. 
Pelletier  <&  Walter.) 

Mesitylene  C*^H^»  described  at  page  17,  vol.  iz,  belongs  properly  to  this  place. 

Methol  O^a^,  partly  described  at  page  47,  vol.  iz.  The  following  obserrations 
have  since  been  made  by  Volckel.     {Ann,  Pharm.  86,  381.) 

The  light  oils  obtained  in  the  distillation  of  wood,  give  off  by  rectification  :  between 
70*"  and  100^  acetate  of  methyl  and  acetone;  between  100°  and  150*,  toloul,  xylol, 
and  oxide  of  mesityl^  together  with  a  small  quantity  of  methol ;  and  from  150"  to  200* 
oils  free  from  oxygen,  which  when  treated  with  sulphuric  acid,  as  described  at  page  A7, 
vol.  ix,  yield  pure  methol. 

The  methol  thus  obtained  begins  to  boil  at  155**,  and  distils  over  continuously  as 
the  boiling  point  rises  to  205*".  The  distillate  collected  in  five  separate  portions  has  a 
sp.  gr,  of  0-861  between  ISO*"  and  (160**  (a);  0867  between  160**  and  170"  (ft);  0'871 
between  170**  and  180**  {e)i  0*877  between  180^*  and  190*  (d)\  0-881  between  lyO"  and 
265*  (e).     It  has  a  peculiar  odour. 

a,  b.  c,  d.  e. 

18  C  89-60     ....     89-72     ....     8999     ....     8906     ....     89-83 

12  H 10-21     ....     1013     ....       9-99     ....     1025     ....     1025 

C«H"    99-81     ....     99-85     ....     99*98     ....     9991     ....  100-08 

It  is  therefore  (as  well  as  that  obtained  according  to  ix,  47),  a  mixture  of  several 
volatile  oils,  isomeric  with  mesitylol  and  cumol.     (Vdlckel.) 

The  hydrocarbon  which  was  obtained  by  Cahours  from  crude  wood -spirit,  by 
treating  it  with  oil  of  vitriol  (zii,  228,  6),  and  distilled  over  between  164^  and  168^ 
after  the  separation  of  the  tuluol,  xylol  and  cumol,  perhaps  also  belongs  to  this  place. 
According  to  Cahours  {Compt.  rend.  30,  321),  it  has  the  Mime  composition  and  vapour- 
density  as  cumol  and  mesitylol,  but  is  nevertheless  different  from  both. 

Methol  burns  with  a  smoky  flame.  It  is  decomposed  after  some  time  by  strong 
nitric  acid  and  by  oil  of  vitriol. 

It  is  insoluble  in  water,  but  dissolves  readily  in  alcohol  and  ether. 

Another  hydrocarbon  C^H^^  isomeric  with  cumol,  is  obtained  by  distilling  eugenic 
acid  with  excess  of  baryta.  It  boils  at  142*.  Forms  a  nicro-compound.  (Churcbi 
PhU.  Mag.  [4],  9,  256.) 
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Phorone, 

C"H»*0«  =  C»H^,2H0. 

« 

LaubbnTj    (1637.)    Aim,  Qiiim.  Pkps.  65,  329. 

Gerhabdt  Ik  Liis-BoDABT.    (1849.)    Compt.  rend.  29^  506  j  Oompt. 

chim.  1849,  385;  Ann.  Fharm.  72»  293. 
LiMPRicHT.    Ann.  Fharm.  94,  246. 
Liks-BoDART.     Oompi.  rend.  43,  394 ;  Ann.  Fharm.  100,  352  }  Fharm. 

Centr.  1856,  797. 

CamphitryU.    (Laurent.) 

Formaiion  and  Freparation.  1.  From  CamphoraU  of  Lime.  —  The 
salt  is  distilled  in  small  portions,  and  the  brown  oil  ia  rectified,  a  small 
quantity  of  tar  then  remaining.  (Gerhardt  &  Lids.)  Laarent  obtained  water, 
a  brown  oil,  and  a  brown  thick  substance,  with  a  residue  of  charcoal  aud  carbonate  of 
baryta.  The  oil  dried  with  potash  and  distilled,  yielded  as  the  first  half  of  the  distillate, 
Laurent's  camphoryl.  —  2.  From  Grape-eugar.  —  When  a  thick  sjrrap  of 
grape-sugar  is  distilled  with  lime,  an  oil  passes  over,  which  at  86^  begins 
to  Doil  and  yields  metacetone,  and  afterwards  at  108^  yields  phorone. 

iLids.)  —  3.  Metacetone  obtained  according  to  (2),  yields  phorone  by  one 
istillation  with  anhydrous  phosphoric  acid.     (Lies.)  —  4.  By  the  dis- 
tillation of  a  syrupy  substance  contained  in  ripe  mountain-a^  berries, 

(Lids.)      In  a  following  year,  mountain  ash  berries  of  the  same  degree  of  ripeness  did 
not  yield  any  phorone.    (Li^.) 

FropeHies.  Colourless  oil  (Laurent);  yellowish.  (Gerhardt  &  Li^) 
Very  mobile.  (Laurent.)  Lighter  than  water.  Boils  at  208°  (Ger- 
hardt <fe  Lies),  between  170°  and  180°  (Laurent),  and  volatilises  without 
decomposition.  Has  a  strong  odour,  like  that  of  peppermint.  (Gerhardt 
A  Lids). 

Vapour-density  =  4*982.    (Gerhardt  &  Li^.) 

Laurent.     Gerhardt  & 
Lies. 

18  C     108    ....     78-26    78-59    ....     77-82 

14  H     14     ....     10-15     10-06     ....     10-20 

2  0     16    ....     11-59    11-35     ....     11-98 

CWH"0«  138    ....  100-        10000    ....  100-00 

Li^. 
a.  b.  e. 

18  C  108  .......  77-92  ....  77-90  ....  77-7 

14  H  14  10-20  ....  10-27  ....  10-4 

2  O  16  ^ 11-88  ....  11-83  ....  11-9 


C'8H"0*  138  10000  ....  100-00  ....  1000 

.  Vol.  Density. 

C-vapour  18  7-4880 

H-gas    14  0-9702 

O-gas    1  1.1093 


Phorone-Tapour  2    9*5675 

1    4-7838 

Laurent  &  Gerhardt  and  Ll^  examined  phorone  prepared  by  1 1  that  aoalyied  bj 
lAh§  (a)  was  prepared  by  4,  (b)  by  2,  and  (c)  by  3. 
According  to  Laurent,  phorone  is  C^H^^O'. 
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Deeompositions,  1.  Phorone  becomes  darker  in  oolonr  when  exposed 
to  the  air,  (Gerhardt  &  Li^.)— -It  dissolves  in  oU  of  vitriol,  forming  a 
blood-red  solution^  from  which  the  greater  part  of  the  oil  is  reprecipitated 
by  water.  (Gerhardt  &  Lids.)  —  3.  It  is  rapidly  attacked  by  anhydrous 
phosphoric  aeid,  and  by  two  distillations  with  that  sabstance,  it  is  con- 
verted into  curaol .  (Gerhardt  &  Lids,  Li^.) — 4.  Feniachloride  of  phos" 
phorus  converts  it  into  chloride  of  phoryl.  (Lids.)  —  5.  With  nitric  acid 
it  gives  off  red  vapours  and  is  oonvertea  into  a  resin.  (Gerhardt  k  Lids.) 
—  6.  Gently  heated  with  poUuiiwn,  it  gives  off  hydrogen  and  appears  to 
be  converted  into  (?^H"KO*.  (Lids.) — 7*  With  potash-lime  it  becomes 
heated  and  appears  to  combine;  and  at  240°  a  colourless  oil  is  given  off 
which  appears  to  be  different  from  phorone.     (Gerhardt  &  Lids.) 

Combinations.  Phorone  is  insoluble  in  water.  It  does  not  combine 
either  with  acids  or  with  alkalis.     (Laurent) 

It  does  not  unite  with  alkaline  bisulphites,  either  when  it  is  shaken 
up  with  the  aqueous  solution  of  the  potash  or  soda-salt,  or  when  its  alco- 
holic solution  IS  mixed  with  an  alcoholic  solution  of  bisulphite  of  ammonia. 
(Limpricht.) 

It  dissolves  in  alcohol  and  with  peculiar  facility  in  ether.   (Laurent.) 


Bihydrate  of  Hesitylene. 

Limpricht.    Gdtt.  NarkhUn  1858,  246. 

When  acetone  is  left  for  several  weeks  in  contact  with  burnt  marble, 
and  the  resulting  mass  is  distilled,  acetone  passes  over  firsts  then  at  129'' 
the  compound  &'H^°0',  and  lastly  at  210°,  bihydrate  of  niesitylene. 
The  latter  is  C"H^*0»  =  3C«H«0»  -  4H0.  It  boils  between  210^  and 
220°,  but  turns  brown  and  decomposes  to  a  certain  extent. 

It  19  isomeric  or  perhaps  identical  with  phorone.    (Kr.) 


Chloride  of  FhoryL 

C"C1H»»  =  GWH«  HCl. 
Liks-BoDABT.    Compi.  rend.  43,  394;  Jinn.  Pharm.  100,  353. 

Obtaiue4  by  treating  phorone  with  pentachloride  of  phosphorus. 
Oil,  having  an  agreeable  odour  and  boiling  at  about  175°.    Lighter 
than  water. 
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laei-BodarU 

18  C     108      ....     69-04     68-83 

CI    34-5  ....     22-66     23-10 

13  H 13      ....       8-30     8-07 


CiaciH"  156-5  ....  10000    100*00 

Decomposes  when  its  alcoholic  solution  saturated  with  gaseous 
nmmonia  is  heated  in  a  sealed  tube,  yielding  a  few  crystals  which  000-* 
tain  an  amount  of  chlorine  corresponding  to  the  formula  C^H'N^HCh 


Sulphocumolic  Acid. 

C"H»S*0«  =  C"H»  2S0«. 
Gebhardt  &  Cahgubs,    N.  Ann.  Chim.  Phyi,  \y  90. 

CumetehwrfeUdure,  Aeide  9u{foeuminiqu€. 

Known  only  in  combination  with  water  and  baryta. 

Formation.     By  bringing  cumol  in  contact  with  fuming  oil  of  vitriol. 

Preparation  of  the  Baryta-salU  —  2  pts.  of  fuming  oil  of  vitriol  are 
poured  upon  1  pt.  of  cumol  in  a  glass  cylinder,  and  the  liquid  is  stirred 
with  a  glass  rod  till  the  whole  of  the  cumol  is  dissolved.  When  lar^e 
quantities  are  used,  the  whole  may  be  left  to  stand  in  a  closed  vessel,  the 
cumol  then  dissolving  gradually.  The  dark  brown  eolation  is  diluted 
with  4  volumes  of  water,  whereupon,  if  the  cumol  and  the  acid  have  been 
long  enough  in  contact,  a  colourless  solution  is  formed,  without  separation 
of  cumol;  and  the  liquid  is  saturated  with  pulverised  carbonate  of  baryta^ 
then  filtered  and  evaporated  :  on  cooling,  it  yields  sulphocumolate  of 
baryta.  The  colourless  mother-liquor  yields,  to  the  last  drop,  the  same 
salt,  which  may  be  obtained  pure  by  pressure  between  paper. 

Sulphocumolate  of  Baryta  forms  very  beautiful  scales,  having  a  strong 
pearly  lustre.  It  dissolves  very  easily  in  water,  especially  when  hot.  It  is 
soluble  in  alcohol,  even  in  anhydrous  alcohol^  and  likewise  in  ether. 

Gerhardt  &  Cahoun. 

At  100^  mean. 

•  Ba   68-5  ....  25-61  2573 

18  C     108      ....  40-34  39-94 

11  H    11      ....  4-11  4-32 

2S      32      ....  11-96  11-59 

6  O     48      ....  17-98  18-42 


C»H"Ba,2S0»    ....  267-5  ....  10000    10000 

A  specimen  prepared  with  cumol  obtained  from  phorone«  contained  25*2  p.  c. 
bariam.    (Gerhardt  8t  Li^s.) 

Sulphocumolate  of  baryta  does  not  precipitate  chloride  of  calcium, 
neutral  acetate  of  lead,  or  the  chlorides  of  bismuth,  nickel,  copper  or 
mercury. 
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Gerhardt  &  CabourSy  on  treating  the  cumol  obtained  by  Pelletier  tfe 
Walter  (p.  839,  2)  witb  fuming  snlpburic  acid,  fonnd  that  it  dissolyed 
bIowIj  but  completelji  forming  a  brown-red  solution.  This  liquid  diluted 
with  water  and  thereby  rendered  colourless,  yielded,  when  saturated  with 
carbonate  of  baryta,  a  baryta-salt  less  soluble  in  water  than  snlphocu- 
molate  of  baryta,  so  that  the  strongly  concentrated  solution  did  not  soli- 
dify on  cooling,  but  gradually  yielded  on  its  surface  crystalline  crusts 
destitute  of  pearly  lustre.  From  the  residue  left  on  evaporating  the 
solution  to  dryness,  ether' extracted  a  resin,  but  not  completely:  for  the 
salt  still  crystallised  badly,  even  from  a  solution  in  water  containing 
alcohol.     It  dissolved  with  difficulty  in  absolute  alcohol. 


Ba  

18  C     

11  H    

At  100*. 

68-5  ....    25-61 

108      ....     40-34 

11      ....       4"11 

Gerhardt  &  Cahoara. 

25-00 

40-69 

4-32 

2  S     

6  O    

32      ....     11-96 

48      ....     17-98 

1206 

17-93 

C"H»Ba,2S0». 267*5  ....  100-00    10000 


Solphomesitylic   or   Snlphomesitylosnlphiiric  Acid   cisH",2S0  [see 

?ol.  ix,  p.  30.] 


Oxygen-nucleus  C"H*0«. 

Bergaptene  C^^H'OM 

Kalbrumer.     BaumgdrU  Jakrb,  Fhyi.  8,  367. 
Mulder.     J,  pr.  Ghem.  17,  104;  Ann.  Pharm,  31,  70. 
Ohme.     Ann.  Fharm.  31,  320;  N.  Br.  Arch.  53,  287. 

Hydrate  qf  Bergamoi -oil,  Stearoptene  qf  Berpamot-oilf  Bergamot-camphor, 

Source,  In  oil  of  bergamot,  being  the  chief  constituent  of  the  sedi- 
ment which  forms  on  keeping.     (Ohme  ) 

Purification.  The  sediment  is  pressed  between  bibulous  paper  fre- 
quently renewed;  then  dried  at  100°  (whereupon  it  loses  half  its  weight, 
acquires  a  dirty  yellow  colour,  and  becomes  friable),  washed  with  cold 
alcohol  to  remove  resin,  and  dissolved  in  boiling  alcohol.  The  solution 
evaporated  to  one-third  of  its  bulk,  deposits  crystals,  of  which  the 
mother-liquor  does  not  yield  anymore.  ' (Kalbruner.)  Mulder  leaves 
the  sediment  to  crystallise  from  alcohol.  Ohme  presses  and  treats  it 
with  ether,  to  dissolve  the  oil,  and  then  crystallises  repeatedly  from  hot 
alcohol. 

Properties.  Short  white  needles  having  a  silky  lustre,  and  melting  at 
a  high  temperature  (at  206*5°  according  to  Mulder)  to  a  colourless  oil, 
which  solidifies  in  the  crystalline  form  on  cooling.  (Kalbruner,  Ohme.) 
Inodorous.   Tasteless.  Neutral.    Volatile  without  decomposition  (p.  346). 


« 
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Mulder.  Obme. 

18  C 108    06-67    :...    «7-02    ....    6721 

6H     6     3-70    ....      8-88    ....      3-80 

6  0    48    29-63     ....    2910    ....    28-99 

C"H«0«  162     10000     ....  10000    ....  10000 

Decompoaitums*  1.  Melts  oyer  the  flame  of  a  spirit-lamp  to  a  jellow 
oil,  then  turns  blacky  volatilises  for  the  most  part  in  dazzling  white  flakes 
soluble  in  oil  of  vitriol  and  in  alcohol,  and  leaves  charcoal.  (Kal- 
bruner.)  The  vapour  decomposes  at  a  few  degrees  above  the  melting 
point.  (Mulder.) — 2.  Burns  with  a  bright  flame  when  set  on  fire. — 
3.  Coloured  red  by  oil  of  vitriol,  ^^4,  Decomposed  by  hot,  but  not  by 
cold  nitfic  acid,  without  formation  of  oxalic  acid.  (Mulder.)  —  5.  Does 
not  absorb  either  hydrochloric  acid  or  ammonia-go^.     (Kalbruner.) 

ComMjiaiions.  Bergaptene  is  nearly  insoluble  in  water.  (Ohme.) 
It  dissolves  in  2000  parts  of  boiling  water,  and  separates  on  cooling  in 
flakes;  from  a  solution  four  times  diluted  it  separates  on  cooling  in 
beautiful  capillary  crystab.  (Kalbruner.)  The  solution  does  not  preci- 
pitate lime-water,  chloride  of  barium,  ferrous  sulphate^  nitrate  of  silver, 
oxalic  acid  or  tincture  of  galls.     (Kalbruner.) 

It  is  insoluble  in  dilute  sulphuric  acid  but  dissolves  in  oil  of  vitriol, 
and  is  precipitated  from  the  solution  by  water,  but  not  by  alcohol. 
(Kalbruner.)  It  does  not  dissolve  in  hydrochloric  acid  (kalbruner, 
Mulder),  or  in  ammonia  (Mulder);  partially  in  ammonia  on  boiling. 
(Kalbruner.) 

It  dissolves  in  cold  strong  nitric  acid,  and  is  precipitated  by  water. 
(Kalbruner.) 

It  dissolves  in  potash-ley,  forming  a  red-brown  liquid,  whence  it  is 
separated  as  a  white  precipitate  by  acids,  but  not  by  water  or  alcohol. 
(Kalbruner.) 

It  dissolves  at  15°  in  200  parts  of  alcohol  of  sp.  gr.  0*85  (Kalbruner), 
abundantly  in  boiling  alcohol,  —  so  that  the  solution  forms  a  solid  mass 
on  cooling.  ^Ohme.)  Soluble  in  ether.  (Mulder.)  Dissolves  in  warm 
acetic  actd,  whence  it  is  precipitated  by  water.  Insoluble  in  dilute  acetic 
acid.     (Kalbruner.) 

Terbromomesitylene  C"Br>H»  (ix,  19). 


CMcrine^ucleu$  CHiVR^ 

Oil  from  Thymol  C«craw 

Lallemand.    Compt.  rend.  43,  375;  Ann.  Pharm.  101, 125;  iT.  Ann. 
Chim.  Phyn.  49, 148;  Ann.  Pharm.  102, 124. 

When  30  or  40  grammes  of  thymol  contained  in  a  retort  is  treated 
with  excess  of  chlorine,  a  viscid  product  is  formed,  which,  on  Exposure 
to  the  sun,  and  afterwards  on  distillation,  gives  off  propylene-gas  (C'H'), 
and  yields  a  distillate  of  solid  terchlorotoluenol  (C"H*C1'0*)  which  boils 
at  270^  and  a  liquid  boiling  at  365'.  This  liquid  contains  C»»CPH*<» 
and  is  probably  therefore  bicnloride  of  cnmol. 
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NUnhnudeus  C"XH". 

Nitrocumol. 

C"NH"0*  =:  C"XH". 

Cahours.     Compt  rend.  14^  i$32;  26^  315. 

Nicholson.    Ann,  Fharm,  65,  58;  Chem.  Soc.  Qu.  J,  1,  2. 

RiTTHAUSBN.    J- pr.  Chem,  61,  79;  Fharm.  Gentr,  1854,  350. 

Niiroeume^  CumSne  niiriquet  NUroeume, 

Formation,     From  cumol  and  faming  nitric  aoid  (p.  340). 

Preparation,  Camel  is  dissolved  in  faming  nitric  acid,  whereapon 
the  mixture  becomes  hot  and  gives  off  abundance  of  red  rapours,  and  the 
nitrocamol  is  precipitated  as  a  heavy  oil  on  the  addition  of  water. 
(Nicholson.) 

Properties.  Yellowish  oil,  having  a  fainter  and  less  agreeable  odour 
than  nitrobenzol.     (^Bitthausen.) 

Bj  mLphuretted  hydrogen  in  presence  of  alcohol  and  ammonia,  it  is 
converted  into  ciimidme.    (Cahours^  Nicholson.) 

NitromoBitrlene  c^^xhu  ({.,  20). 


if»/jY>-nticfei»  C"X*H". 

Binitrocnmol. 

C"N>H»W  =  C"X*H»^ 

Cahours.     Gompt,  rend.  24,  552;  26,  815. 
RiTTHAusBN.    •/.  pr.  Chem.  61,  79. 

Bifiiirocumet  Cumine  Innitriq^e* 
Formation  and  Preparation  (p.  346) 

Crystallises  from  alcohol  in  white  lamims.     (Ritthausen.) 
Hpdrondphate  of  Ammonia  readily  converts  it  into  nitrocnmidine. 
(Cahours.)     It  is  insolnble  in  caustic  alkaline-leys,  but  dissolves   in 
alcoholic  potash,  and  is  converted  thereby  into  nitrotoluol.     Hydrochloric 
acid  precipitates  brown  flakes  from  the  solution.    (Ritthausen.) 

Bimtromesitylene  cwx«HW(ix,  20). 
Ternitromesit^lene  c>«x'h>  (jx,  21}. 


I 
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Azo^ucltnu  C"NH". 

Comidine. 

C"NH"  =  C»«NH",H». 

Cahours.     (1847.)     CompL  rend.  24,  557;  26,  315;  30,  321. 

Ed.  Chambers  Nicholson.  Ann,  Pliaj'm.  65,  58;  Client,  Soc,  Qu»  J,  1,2. 

A.  W.  HoPMANN.     Ann.  Phann.  fi6,  145;  74,  15. 

UiTTHAUSEN.     J.pr,CIiem.  Gl,  79;  Fharm.  Cenlr,  1854,  350. 

Church.    FhU.  Mag,  [3]  9,  454. 

Cfumidin,  Cumine. 

Discovered  by  Cahours,  investigated  by  Nicholson. 

Formation  (p.  347.) 

Preparation,  Nitrocamol  is  dissolved  in  alcohol  and  the  solation  is 
saturated,  first  with  ammonia,  then  with  sulphuretted  hydrogen.  After 
a  few  days,  when  a  large  quantity  of  sulphur  has  been  deposited  and  the 
odour  of  sulphuretted  hydrogen  is  no  longer  perceptible,  sulphuretted 
hydrogen  is  again  passed  through  the  solution  and  the  liquid  is  distilled, 
whereby  the  decomposition  of  the  sulphuretted  hydrogen  is  accelerated; 
and  this  treatment  is  repeated  till  the  whole  of  the  nitrocumol  has  disap- 
peared. The  alcohol  and  hydrosulphate  of  ammonia  are  then  removed 
by  distillation ;  the  residue  is  dissolved  in  hydrochloric  acid ;  the 
liquid  filtered  from  the  sulphur  is  evaporated  till  it  solidifies  in  a 
crystalline  mass  on  cooling;  and  the  boiling  solution  of  hydrochlorate 
of  cumidine  is  treated  with  potash  to  separate  the  base,  which  rises  to 
the  top  of  the  liquid  as  an  oily  layer.  This  oil  is  rectified  and 
supersaturated  with  a  concentrated  solution  of  oxalic  acid ;  the  liquid 
is  evaporated  to  dryness;  the  residue  dissolved  in  boiling  sdcohol;  and 
the  solution  treated  with  blood-charcoal:  the  filtrate,  on  cooling  deposits 
perfectly  pure  colourless  prisms  of  oxalate  of  cumidine.  This  salt  is 
dissolved  in  water;  the  solution  decomposed  by  potash;  and  the  layer  of 
oil  which  rises  to  the  surface,  is  removed  with  a  pipette,  dried  over 
chloride  of  calcium,  and  rectified.     (Nicholson.) 

Properties.  Pale  yellow,  or  when  recently  distilled,  nearly  colourless 
oil,  of  sp.  gr.  0-9526,  Refracts  and  disperses  light  strongly.  When 
cooled  by  a  mixture  of  ice  and  salt,  it  solidifies  in  a  mass  of  square 
plates,  which  quickly  melt  again  as  the  temperature  rises.     (Nicholson 

once  obtained  these  plates  in  winter  without  the  use  of  a  freezing  mixture,  and  then 
they  remained  solid.)  Dropped  npon  paper,  it  forms  a  grease-spot  which 
gradually  disappears.  In  contact  with  platinum-wire,  it  boils  constantly 
at  226^,  when  the  barometer  stands  at  0*761  met.  Has  a  peculiar  odour 
and  burning  taste.  Neutral  to  turmeric  and  red  litmus  paper.  Colours 
pine-wood  intensely  yellow  (like  aniline  and  toluidine)  but  does  not 
exhibit  the  reaction  of  aniline  with  chloride  of  lime.     (Nicholson.) 
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Nicholson. 

18  C  108     ....    80-00     79-82 

N 14     ....     10'37     10-67 

13  H 13     ....       9-63     9*66 

C"NHW 136     ....  100-00    100-15 

DecompasUUma.  1.  Camidine  exposed  to  the  air,  even  for  a  few 
minutes  only,  turns  yellow  and  then  dark  red,  especially  if  warmed.  — 
2.  The  vapour  bums  with  a  yellow,  very  fuliginous  flame.  —  3.  It  is 
yiolently  attacked  by  eJdorate  of  potash  and  hydrochloric  acid  and  con- 
verted into  a  brown  viscid  mass,  which  smells  strongly  like  terchlorocar- 
bolic  acid,  and  is  dissolved  by  alcohol,  leaving  a  residue  of  chloranil. — 
4.  By  bromine  it  is  converted,  with  rise  of  temperature  and  evolution 
of  hydrobromic  acid,  into  a  solid  mass  which  is  insoluble  in  water, 
but  soluble  in  alcohol  and  ether,  crystallises  in  white  needles,  and 
is  perhaps  terbromocumidine  (C"NH*°Br*V  —  5.  Strong  nitric  acid  dis- 
solves cumidine  with  splendid  purple  colour,  and  water  added  to  the 
liquid  throws  down  flakes  which  appear  to  be  an  acid.  —  6.  Dry 
chromic  acid  becomes  very  hot  in  contact  with  cumidine,  but  docs 
not  set  it  on  fire.  —  7.  In  phosgene-gas,  cumidine  is  immediately  con- 
verted into  a  crystalline  mass,  which  separates  from  alcohol  in  long 
crystals  like  nitre :  probably  carbocumidine,  C**NH",CO.  —  8.  Cumi- 
dine dissolves  in  bisulphide  of  carbon,  and  then  gives  off  a  large  quantity 
of  sulphuretted  hydrogen;  water  added  to  the  solution,  throws  down 
after  a  long  time,  a  quickly  solidifying  oil,  which  crvstallises  from  alcohol 
in  long  needles:  probably  snlphocarbocumidine,  C"NH",CS,  correspond- 
ing to  the  aniline-compound.  (Nicholson.)  —  9.  When  dissolved  in 
water,  it  is  converted  by  cyanogen  gas  into  cyanocumidine.  (Hofmann.) 
— 10.  With  anilocyanic  acid,  it  immediately  solidifies  to  a  solid  crystal- 
line mass,  probably  carbanilide-carbocumidine  :  C"H*NO'  -|-C^*NH"  = 
C«N*H"0*.     (Hofmain.) 

Cornbinatums.  Cumidine  dissolves  very  sparingly  in  water;  very 
easily  in  bisulphide  of  carbon. 

With  Acids.  —  Cumidine  is  a  very  weak  base.  It  precipitates  sesqui- 
oxide  of  iron  from  ferric  salts.  It  does  not  precipitate  alumina  or  zinc- 
salts.  Its  salts  crystallise  very  easily,  and,  with  the  exception  of  a  few 
double  salts  containing  chlorides  of  the  heavy  metals,  are  colourless,  bu6 
turn  reddish  on  exposure  to  the  air,  or  when  dried  at  a  very  high  tem- 
perature. They  have  an  acid  reaction  and  are  anhydrous,  like  the  salts 
of  aniline.  From  concentrated  solutions  of  cumidine-salts,  alkalis 
separate  the  cumidine  in  dark  oil-drops,  and  from  dilute  solutions  in  the 
form  of  a  curd.  All  the  salts  of  cumidine  dissolve  in  water,  but  better  iu 
alcohol.     (Nicholson.) 

Phosphate  of  Cumidine  crystallises  readily. 

SulpluUe  of  Cumidine,  —  When  cumidine  is  dissolved  in  boiling  dilute 
sulphuric  acid,  the  solution  solidifies  on  cooling,  in  a  crystalline  mass, 
which  may  be  obtained  perfectly  pure  by  recrystallising  with  animal 
oharcoal. 

Inodorous;  has  an  unpleasantly  bitter  taste.     At   100^  it  gives  off 
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the  odour  of  cumtdine,  and  awumes  a  reddish  colour,  without  further 
alteration.  Dissolves  sparingly  in  cold  water,  much  more  readily  in 
alcohol. 

Nicbolion. 

18  C  108  ....    58-70    58-66 

N 14  ....  7-61 

14  H 14  ....      7-60    f-94 

b 8  ,...  4-35 

S0»  40  ....    21-74     21-77 


C«NH»  H0,80« ....  184    ....  10000 

HydriodaU  ef  Oumidi$^  cryftallises  readily  t  it  appeals  to  be  the 
most  soluble  of  the  cumidine-salts. 

Hydrdbnyoiate  of  Cumidine  crystallises  readily. 

Hydroeldoraie  of  Cumidine.  -^  The  combination  of  cumidine  with 
hydrochloric  acid  is  attended  with  eyolution  of  heat.  The  salt  crystal- 
lises from  water  and  alcohol  in  large,  colourless,  inodorods  prisms  which 
turn  red  in  the  air  when  moist  tt  does  not  undergo  any  alteration  at 
100°,  but  melts  and  sublimes  when  strongly  heated. 


18  C     

N 

lOd      ....     62-97    .. 

14      ....      8-17 

NicholsoiL 
62-94 

14  H    

a  

14      ....      8-17    .. 

35-6  ,...    20-69    .. 

8-34 

......    20-67 

C«NHW,HC1 ....  171-5  ....  10000 
HydrqfiucUe  of  Cumidine  crystallises. 

NitrcAe  of  Cumidine,  —  When  cumidine  is  dissolved  in  dilute  nitric 
acid,  the  liquid  becomes  filled,  on  cooling,  with  long  needles,  which  are 
colourless,  if  the  acid  used  was  not  too  strong.  The  salt  remains  unal- 
tered at  100^     It  is  soluble  in  water  and  in  ^cohol. 

Nicholson. 

18  C  108  ...,  54-54    ..* 54-52 

2  N 28  ....  14-15 

14  H 14  ....  r07    7-37 

6  O , 48  ....  24-24 


C«NH»  HO,NO»....  198    ....  lOO'OO 

Sulphate  of  copper  forms  with  alcoholic  cumidine,  a  precipitate  of  a  fine 
green  colour. 

ProtocJUoride  and  Cyanide  of  Mercury^  form  with  alcoholic  cumidine, 
white  crystalline  precipitates  which  are  decomposed  by  boiling  water. 

With  Terehhride  of  Odd,  alcoholic  cumidine  forms  a  violet  precipitate 
which  dissolves  with  violet  colour  in  a  larger  quantity  of  alcohol. 

CMoroplatinate  of  Cumidine, -^Vf hen  a  warm  aqueous  solution  of 
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hydroclilorate  6f  cumidine  is  mixed  with  excess  of  bichloride  of  platinum, 
the  liquid  on  cooling,  deposits  loiig  yellow  teedles,  which  may  be  obtained 
pare  by  washing  with  cold  water. 

The  salt  becomes  darker  at  100°,  without  further  alteration,  and  at  a 
stronger  heat,  gives  off  hydrochlorate  of  cumidine,  and  leayes  a  residue  of 
platinum.  It  is  decomposed  by  boiling  water.  Alcohol  dissolves  it  in 
large  quantity,  and  the  solution  yields  after  a  while,  dark  red  oil-drops, 
which,  after  the  alcohol  has  evaporated,  solidify  in  a  crystalline  mass  of 
splendid  orange-yellow  colour. 

Nicholson.       Cliiirhh. 

18  C  108   ....  31-65  31-38 

N  14   ....   4'12 

14  H  14   ....   4-12  4-48 

Pt 98-7  ....  28-90    28-89    ..„    28-89 

3  a  106-5  ....  31-21 

C^NHW  HCl,PtCP    341-2  ....  10000 

With  Bichloride  of  Palladium,  hydrochlorate  of  cumidine  forms  a 
double  salt,  resembling  the  platinum-salt  in  appearance. 

Acetate  of  Cumidine  crystallises  readily. 

Oxalate  of  Cumidine.  —  Cumidine  forms  with  oxalic  acid  a  neutral  and 
an  acid  salt,  which  are  both  crystallisable  but  cannot  be  separated;  when 
subjected  to  dry  distillation,  they  yield  a  slightly  crystalline  mass,  which 
dissolves  sparingly  in  alcohol  and  exhibits  the  relations  of  osycumidine.' 
(Nicholson.) 

Cumidine  dissolves  very  easily  in  tcood-gpirit,  alcohol,  ether,  and/a^^y- 
oils,     (Nicholson.) 


Parvoline. 

C"NH»  =  C"NH",H*. 

C.  Grbvillb  Williams.   Cfhem,  Soc.  Qu.  J,  7,  97;  J>  pr»  Chem,  62,  407; 
N.  Ann,  Chim.  PhyB.  45,  493. 

Source,    In  naphtha  from  Dorsetshire  shale,    (p.  148.) 
The  portion,  boiling  above  200^,  of  the  bases  obtained  by  the  process 
describea  at  page  148,  8  of  this  volume,  is  collected  apart. 

Gr.  WinUmi. 

18  C  108    ....    8000    80-70 

N 14     ....     10-37 

13  H 13    ....      9-63    8*79 


>^^H^ 


C«8Nir« 135     ....  10000 

iMmerio  with  Cumidine.    Homologous  with  collidine. 


\ 

! 
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Acid  from  Naphthylamine. 

C"N*HK)«  =  C"N*H«0*,0*. 

Oanahl  &  Ghiozza.    Ann.  Pharm,  99,  240;  J.  pr.  Chem,  70, 125. 

Farmatum,  By  the  aotion  of  nitrous  acid  oa  naphthylamine  or 
nitrate  of  naphthylamine. 

Preparation,  Nitric  acid  gas  is  passed  into  naphthylamine  moistened 
with  water  (nitrogen  being  thereby  evolyed)  till  the  mass  acquires  a 

J  yellowish  brown  colour;  the  whole  is  heated  to  the  boiling  point,  and 
eft  to  itself  till  the  brisk  evolution  of  gas,  which  continues  sereral  hours 
after  cooling,  has  ceased;  the  resulting  brown  powder  is  collected  on  a 
filter,  washed  with  water  and  dissolved  in  boiling  alcohol,  and  water  is 
added  to  the  solution  as  long  as  orange-yellow  flakes  continue  to  fall 
down;  these  may  be  repeatedly  crystallised  from  alcohol. 

Properties,  Reddish  brown  needles,  consisting  of  microscopic,  trans- 
parent, yellow  laminiB.  Colours  the  skin  and  the  tissues  yellow.  Sub- 
limes without  detonating. 


18  C    

2N    

6  H    

108 

28 

6 

....       Oa  4       ... 

....     13'6    ... 

2*9 
....    31*0    ... 

Ganalil. 

52-80 

12-50 

3*26 

o  \J       ....... 

64 

31*44 

CWN«H«0«  206    ....  1000    100  00 

With  ammonia,  when  the  solution  is  left  to  eyaporate,  it  forms  a  salt 
which  crystallises  in  yellow  laminie  and  dissolyes  easily  in  boiling  water. 
The  ammonia  salt  forms  a  lemon-yellow  precipitate  with  potash  and  soda 
and  orange-yellow  with  baryta  and  lead  salt.  With  nitrate  of  stiver  it 
forms  an  orange-yellow  precipitate  containing  33*33  per  cent,  of  silver 
(C«N2H«AgO»  =  34-50  Ag.) 

The  acid  is  soluble  in  etiier. 


Nitroazo-nucUm  C"NXH*^ 

Nitrocumidine. 

CujS[«H»0*  =  C"NXHw  H». 
Cabours.     Compt.  rend.  24,  557;  26,  315. 

Nitrocnmine. 

Formation  and  Preparation.  Binitrocumol  dissolved  in  alcohol  is 
treated  with  hydros ulphate  of  ammonia,  complete  decomposition  qnickly 
ensuing. 
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Froperties,  Yellow  crystalline  scales  which  raelt  below  100^  and 
solidify  in  a  radiating  mass  on  cooling.  The  compound  exerts  a  slight 
bat  distinol  alkaline  reaction  on  test-paper. 


18  C  

108 

....  60*00  .. 

....  15*56  ... 

6*67  ... 

Caboors. 
59*79 

2  N 

12  H 

28 

12 

«   X0*71 

....;.   6*63 

4  O 

32 

17-87 

OWN'HMO* 

....  180 

....  100*00  ... 

10000 

DeeompoiiHoni.  1.  Partially  decomposed  by  distillation;  neverthe- 
less the  greater  part  passes  oyer  nnaltercMi.  —  2.  Bromine  acts  violently 
upon  it,  converting  it  into  a  crystalline  product  which  is  no  longer  basic.  •— 
8.  It  is  not  altered  by  chloride  ofhenzoyl  at  ordinary  temperatures,  but 
between  50*^  and  60°  it  is  converted,  with  violent  action,  into  a  crystalline 
product,  which  when  dissolved  in  alcohol,  afier  being  washed  with  acid, 
alkaline,  and  pure  water,  crystallises  in  snow-white  needles,  containing 
C«N»H»«0*  =  C>*H»0»,C|«N*H"0*,  corresponding  therefore  to  benzamide 
and  benzanilide.  —  4.  With  Moride  ofcumyl  and  chloride  ofcinnamyl,  it 
forms  products  similar  to  that  with  chloride  of  benzoyl. 

Co7nbination8»  Nitrocnmidine  is  insoluble  in  water.  It  neutralises 
acids  completely,  even  the  strongest,  forming  salts  which  crystallise  well. 
These  salts,  if  exposed  to  air  in  the  moist  state  or  in  solution,  decompose 
quickly,  assuming  a  greenish  blue  colour. 

Sulphate  of  Nitrocumidine.  —  Obtained  by  dissolving  nitrocnmidine 
in  hot  dilute  sulphuric  acid,  and  leaving  the  solution  to  cool  slowly. 
Long  needles  having  a  strong  lustre.  May  be  pulverised.  Contains 
Ci8N>H"«0*,S0'  +  2Aq. 

Hydrochlorate  of  Nitroctmtdine.'^The  saturated  solution  yields  by 
slow  cooling,  white  «i]ky  needles,  which  in  the  dry  state,  are  composed  of 
C"N»H»0*,HC1.  +  2Aq. 

Oxalate  of  NUroeumidine,  — Slender  needles. 
Nitrocumidine  dissolves  readily  in  alcohol  and  in  e(hei\ 

Nitromesidine  C"N»h«04  -  c»»nxhwh«  [u,  2i]. 


Conjugated  compound  containing  a  nucleus  derived  from  2  At.  C^^NH". 

Cyanocumidine. 

C"N*H*  =  C»Cy»Ad»H«,H*. 

A.  W.  HoFHAKN.     (1848.)    Ann,  Pharm,    66, 145. 
F^nTnatiOH  (p.  349). 

The  alcoholic  solution  of  oumidine,  saturated  with  cyanogen  gas, 
quickly  deposits  long  needles,  which  are  easily  purified  by  recrystallisa- 
tion  from  alcohol. 

VOL.  xin.  2  A 
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Hofmaim. 

40  C  » 240    ....     74-53     74'33 

4  N 56    17-40 

26  H 26     ....      8-07     832 

G«N*H» 322     ....  lOO'OO 

Hofmann  adopts  the  simple  formula  Cr^'^R^,  bat  accor^Ung  to  page  359>  vol.  zi, 
tliis  formula  ought  to  be  doubled. 

Cjanocnmidine  forms  with  hydrocldoric  acid  a  salt  nearly  insoluble 
in  water* 

It  dissolves  in  alcohol  more  readily  tbatn  eyaAanilinet 


Primary  Jfwfcitt  C»H». 
O^ygen-nuckn^  C'^It^HJ*. 


Veratric 

C.  Merck.    (1839.)    Ann.  Fharm,  29, 188. 
A.  Sghrottbr.    Ann.  Fhoftn.  29^  190. 
W.  Merck.     Compt.  rend.  47^  36. 

Discovered  by  C.  Merck  in  sabadiUa  seed. 

Preparation.  Sabadilla  seeds  are  exbaasted  witb  alcobol  containing 
Bulphurie  acfd;  the  filtered  tintture  is  mixed  with  hydrate  of  potash  and 
again  filtered;  the  alcohol  distilled  off;  the  separated  reratrin  collected; 
and  the  mother-liquor  supersaturated  with  sulphuric  acid  :  the  iicid  then 
crystallises,  either  after  standing  for  a  few  hours,  or  at  all  events  after 
the  liquid  has  been  evaporated  to  one-half  its  bnlk  and  filtered  from  the 
gypsum.  The  acid  is  washed  with  cold  water  and  dissolved  in  boiling 
alcohol,  and  the  solution  is  digested  with  animal  charcoal  free  from  lime, 
then  filtered  and  left  to  crystallise.     (C.  Merck.) 

Properties.  Colourless  needles  and  four-sided  prisms.  Reddens  lit- 
mus-paper. When  heated,  it  gives  off  water,  becomes  dull,,  melts 
to  a  Colourless  liquid  and  volatilizes  without  decoiiiposition.  Heated  in 
a  glass  tube,  it  yields  a  crystalline  sublimate  and  vapours  which  redden 
litmus.     (C.  Merck.) 


■ 

18  C     

10  H     

108 

..;...     10 

....      djy-O^      << 
....           9  ^.F       «. 
....       OO'li       •. 

Schrdtter.     M.  Merck. 

59-13     ....    68-74 

5-49     ....      5*62 

8  0     

64 

35-38     ....    35-64 

CWHWQS 

182 

....  10000     .. 

100-00    ....  lOODO 

Decompositions.     1 .  The  acid  does  not  appear  to  be  decomposed  by  strong  nitric 

acid.    (C.  Merck.)    It  dissolves  in  monohydrated  nUric  acid,  and  is  precipi- 
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tated  by  water  as  nitroveratrio  acid.    (M.  Merck.)  —  2.  it  does  not  appear 

to  be  decomposed  by  faming  oil  of  vitriol.  (C.  Mefck.)  —  3.  N'iti'Oiulphurie  acid 
gives  it  a  fine  yellow  colour.  ^C.  Merck.)  — 4.  It  is  rioletitly  attacked 
by  bromine  and  clUorine^  forming  uncrystallisable  greasy  sabstitution- 
products.  (M.  Merck.)  —  5.  It  does  not  appear  to  be  altered  by  pentachloride  of 
phosphoms.  (M.  Merck.) —  6.  Distilled  with  baryta,  it  is  resolved  into  veratrol 
and  carbonic  aoid.     (M.  Merck.) 

CMHiW  +  2BaO  =  Ci«H»0<  +   2(BaO,CO«). 

Combinations.  The  acid  dissolves  sparingly  in  cold  anxter,  more 
readily  in  boiling  water^  separating  oat  on  cooling  as  a  white  crjrstalline 
powder. 

It  combines  with  bases.  The  potcuh  and  soda  salts  are  crystallisable, 
non-deliquescent,  and  soluble  in  water  and  alcohol.  The  ammonia-salt 
forms  with  neutixd  acetate  of  lead,  a  white  precipitate  soluble  in  water 
and  in  alcohol.     (C.  Merck.) 

YeratraU  of  Silver, — Obtained  by  mixing  the  solution  of  the  ammonia- 
salt  with  nitrate  of  silver,  as  a  white  bulky  precipitate  soluble  in  ammonia 
(Schrotter), also  in  water  and  in  alcohol  (C.  Merck);  it  is  decomposed  by 
boiling  water  (Schrotter) . 

Sobxijtter.    W.  Merck. 
mean. 


18  C    

108 

....    37-36 
....      311 
....     37-39 
....     22- J  4 

36-78 

319 

3717     .... 

22-86 

9  H  

9 

Ag 

8  O    

108 

64 

37-72 

C«H»Ae08  .. 

289-1 

....  10000 

10000 

Yeratric  acid  dissolves  in  alcohol,  very  abundantly  at  the  boiling 
heat.    It  is  insoluble  in  ether. 


Veratrate  of  Ethyl. 

Will.    Ann,  Pharm,  37, 198. 

Verairie  ether, 'VerairufMaure-tsikir,  Veraimm'-vinester, 

A  warm,  moderately  concentrated  solution  of  veratrio  acid  in  strong 
alcohol  is  saturated  with  hydrochloric  acid  gas  (if  the  solution  is  too 
strong,  part  of  the  acid  separates  ont  unaltered  when  the  gas  is  passed 
through  it);  the  hydrochloric  acid  and  chloride  of  ethyl  are  distilled  off, 
and  the  residue  is  mixed  with  water.  Veratric  ether  then  separates  as  a 
thick  oil,  which,  after  being  washed  with  dilute  carbonate  of  soda^ 
gradually  solidifies  and  may  then  be  dried  over  oil  of  vitriol  in  vacuo. 

Properties,  Solid,  radio-crystalline,  easily  friable  mass.  Crystallises 
from  alcohol  by  spontaneous  evaporation  in  shining  needles  united  in 

2  A  2 
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stellate  groups.  Melts  at  42°  when  heated  ander  water,  and  solidifies  on 
cooling.  Sp.  gr.  1*141  at  18°«  Nearly  inodorous;  has  a  somewhat  hitter 
slightly  aromatic  taste. 


22  C 

14  H 

80 


• 

Will. 

132 

•••*      Oa*oO      •••• 

....    62-85 

14 

....       6*66     .... 

....      6-62 

60 

••.•     9U*4o      ..f. 

....    30-53 

C*H»0,C»H»<y    ....  210    ....  10000    10000 

The  ether  cannot  be  volatilised  without  partial  decomposition.  Bums 
with  a  yellow  flame  when  heated  in  the  air.  Oires  off  yapour  of  alcohol 
when  heated  with  potash. 

Nearly  insoluble  in  water,  easily  soluble  in  alcohol. 


Oxynitro-nucleus  C"XH*0*. 

Nitroveratric  Acid, 

W.  Merck.    Compt.  rend.  47,  30. 

Formation  (p.  354). 

Crystallises  from  alcohol  in  small  yellow  laminse. 

M.  Merck. 

18  C  108    ....    47*57    47*30 

N  14    ....      6-16    6-78 

9H 9    ....      3*96    4-53 

12  O 96    ....    42*31     41-39 

C»8XH»0» 227    ....  100-00    10000 

When  boiled  with  concentrated  nitric  add,  it  is  converted  into 
binitroveratric  acid,  which  is  difficult  to  separate  from  the  nitroveratric 
acid. 

Sparingly  soluble  in  toaier,  easily  in  alcohol. 


Appendix* 

Veratrol. 

W.  Merck.    Compt,  rend.  47,  37. 

Formation  (p.  355). 

When  1  part  of  yeratric  acid  is  gently  heated  in  a  retort  with  3  parts 
of  baryta,  a  violent  action  takes  place  and  veratrol  passes  over. 
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Properties.  Coloarless  oil  having  an  agreeable  aromatic  odour^  soli- 
difying at  l^''  and  boiling  from  202"  to  205  .    Sp.  gr.  1086  at  5'". 

Decomposition*,  1.  Veratrol  is  yiolently  attacked  bj  strong  nitric 
acidy  and  converted,  first  into  yellow  iamina  of  veratrol^  afterwards  into 
binitroveratrol.  **  2.  Bromine  acts  violently* npon  it^  giving  off  hydro- 
bromic  acid,  and  converting  it  into  a  crystalline  mass,  from  which  bibro- 
moveratrol  may  be  separated  by  repeated  crystallisation.  If  the  action 
of  the  bromine  be  continued,  uncrystallisable  products  are  formed,  richer 
in  bromine.  —  8.  Chlorine  acts  like  bromine,  forming  at  first  a  crystal- 
lisable  product,  afterwards  a  greasy  mass.  —  4.  It  is  not  altered  by  penta- 
chloride  of  phosphoms,  weak  acidB,  or  hydrochloric  acid.  — 5.  PotaBBiam  placed  upon 
veratrol  becomes  surrounded  with  a  jelly,  without  perceptible  CTolntion  of  hydrogen.  »- 
6.  Veratrol  is  not  altered  by  alkalis,  by  bisulphite  of  soda,  or  nitrate  of  sUTen 


BinitroveratroL 


W.  Merck.   Compt.  rend*  47,  88. 
fbrmaiumi  see  above. 

Beautiful  long  yellow  Dcedles. 


K*  alerck. 

16  C  96  ....  42-10  41-22  to  42-31 

2  N  28  ....  12-28  11-69 

8H  8  ....  3-51  *  3-46  to    4*02 

12  O  96  ....  42*11  


C»X»HH>* 100    ....  100-00 


Bibromoveratrol. 

C"Br»HH)*, 
W.  Merck.    Cotnpt,  rend.  47,  S8. 

Fomuition :  see  above. 

Crystallises  from  alcohol  in  fine  prisms,  which  melt  at  92%  and  vola- 
tillise  without  decomposition  at  a  higher  temperature.  They  coniaio 
54-17  p.  C.  Br.  (Cak.  54-05  p.  c.) 

Insoluble  in  water*    Easily  soluble  in  alcohol  and  in  ether. 
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Oxyamidogen-nucleua  C**AdH''0*. 

Tyrosine. 

C"NH"0«  =  C"AdHW,H*. 

liiEMO.    (1846.)    Ann,  Pharm,  57,  127;  62,  269. 

Warren  de  la.  Rub.     Phil.  Mag,  J.  20,  145;  4ww.  Plioftn.  64,  93; 

Mem.  Chem.  Soc,  3,  478. 
Bopp.     Ann,  Phainn.  69,  20. 
HiNTEBBEiiGEB.    Ann.  Phai*7n,  71;  72. 
Strecker.    Ann.  Pharm.  73,  70. 
PiRiA.     Ann,  Pharm,  82,  251. 
Alex.  Muller.     J.  py,  Chem.  57,  162. 
Leyer  u.  Koller.     Ann.  Pharm.  83,  332. 
WiTTSTEiN.    Vierteljahrsshri/t /.  pr.  Pharmacie  3,  348,  485;  Lieb.  Kopp. 

1854,  656. 
Frerichs  u.  Stadeler.     Miiller^$  Archiv.  fiir  Anatomie  und  Physiologie 

1854,  382;  Chem.  Centr.  54,  801;  Zi<?6.  Kopp.  1854,  675;  Verhandl. 
^    der  naturforsch.  Gesellsch.  in  Zurich  iv,   Juli,  1855;  Lieb.  Kopp. 

1855,  729;  Miiller's  Archiv.  1856,  37;  Lieb.  Kopp.  1856,  702. 
R.  Hoffman.     Ann.  Pharm.  87,  123. 

Oorup-Besanez.     A7in.  Pharm.  98,  13. 

ScuERER.     J.  pr.  Chem.  70,  406. 

C.  WiCKE.     Ann.  Pliarm.  101,  314;  J.pr.  Chem.  71,  187. 

From  TvpoQy  choeae. 

Sources.  In  cocbineal.  (De  la  Rue.)  In  the  pancreafl  of  man  and  of  the 
lower  animals.  (Frericfais  aAd  Stadeler.)  Gorup-Bcsanez  found  tyrosine  only 
once  in  the  pancreas  of  the  ox.  In  human  liver  (Scherer,  Virchow's  Arch. 
10,  228,  Llfh.  Kopp.  Jahreiber.  1856,  708);  not  in  healthy  but  in  dis- 
eased liver,  as  in  variola  and  typhus,  inncnto  atrophy  (in  this  case  also  in 
the  urine) ;  in  the  latter  disease,  the  tyrosine  separated  in  the  crystalline 
form  among  the  detritus  of  the  disintegrated  liver  cells,  as  also  in  the 
liver  of  a  woman  who  died  of  stoppage  of  the  ductus  clwledocliiis^  attended 
with  comcatose  symptoms.  (Frerichs  and  Stadeler.)  In  the  American 
ratanJiia-extract  a  suhstance  is  found  giving  the  reactions  of  tyrosine  and 
containing  the  same  amount  of  nitrogen.     (Wittstein.) 

Formation.  By  decomposing  casein  with  hydrate  of  potash  (LLebig), 
and  fibrin  or  albumin  with  hydrate  of  potash,  hydrochloric  or  sulphuric 
acid.  (Bopp.)  By  melting  ox-horn  (Hinterberger),  birds'  feathers,  hair, 
hedgehog-prickle?,  globulin  or  hsmatin  (Leyer  and  Koller),  with  hydrate 
of  potash,  or  by  treating  tliese  su'bstances  with  sulphurio  acid.  —  It  is 
formed  in  the  putrefaction  of  yeast.  Yenst  kept  for  two  or  three  qponths  in 
open  or  in  closed  vessels  was  found  to  have  entered  into  stinking  putrefaction  and  lique- 
fied to  a  browi\  mass,  from  which,  in  the  case  of  upper-yeast  (Oberhqfe)i  many  chalk- 
like tyrosine  balls  had  deposited.  Putrified  lower-yeast  {Unterhefe)  deposited  but  little 
tyrosine  on  dilution  with  water,  but  after  filtration  crystals  were  obtained  in  abundance. 
(Alex.  MUlIer.) 

Preparation.  From  Casein. — Well  pressed  cheese,  prepared  from 
milk,  either  fresh  or  curdled,  and  freed  as  much  as  possible  from  adhering 
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batior,  is  fused  with  ite  own  weight  of  hydrate  of  potash  (or  with  solu- 
tion of  potash  strong  enough  to  crystallise  on  cooling)  until  hydrogen,  as 
well  as  ampionia,  is  evolved  from  the  melting  mass;  the  mass  is  dissolved 
in  hot  water  and  slightly  supersaturated  with  acetic  acid;  and  the  filtered 
liquid  is  left  to  pool^  whereupon  needles  of  tyrosine  separate,  which  are 
purified  by  repeated  solution  in  water  containing  carbonate  of  potash,  and 
precipitation  with  acetic  acid.  (Liebig.)  To  purify  it  from  leucine,  wlicn 
obtained  in  this  manner^  or  according  to  preparation  5  of  leucine  (xi,  428), 
it  is  recry stall ised  from  hot  and  then  washed  with  cold  water.  It  ^till 
retains  some  bruv^n-red  matter,  to  remove  which,  the  solution  in  hydro- 
chloric acid  is  treated  with  apimal  charcoal,  decomposed  with  ^  quantity 
of  acetate  of.  potash  equivalent  to  tho  amount  of  hydrochloric  vi^ul,  aqd 
vapidly  filtered  (hot?  dm.),  whereupop  the  filtrate  becomes  filled  with 
entangled  needles.  A  portion  of  the  tyrosine  remains  dissolved  in  the 
acetic  acid,  but  the  rest  is  thereby  freed  from  ash  which  adheres  obsti- 
nately to  the  tyrosine  crystallised  from  neutral  solutions.  The  needlesi 
are  washed  with  cold  water,  and  once  mora  crystallised.     (Bopp.) 

From  Horn,  —  1.  One  part  of  horn-shavings  is  boiled  in  a  flask  with 
4  parts  of  oil  of  vitriol  and  12  parts  of  water  for  36  hours,  the  water  bomg 
replaced  as  it  evaporates;  the  liquid  is  supersaturated  with  milk  of  lime; 
the  paste  boiled  for  24  hours  in  an  iron  pot;  and  the  contents  are  discharged 
into  a  large  linen  filter,  left  to  drain,  and  afterwards  pressed.  The  turbid 
liquid  is  heated  to  boiling,  and  sulphuric  acid  is  added  till  it  reddens 
litmus;  it  is  then  filtered,  precipitated  with  a  mixture  of  neutral  acetate 
of  lead  and  a  little  basic  acetate  until  all  the  sulphuric  acid  used  in  excess 
is  combined  with  lead;  afterwards  boiled,  filtered,  treated  with  sulphu- 
retted liydrogen,  heated  with  the  precipitated  sulphide  of  lead,  and  again 
filtered;  and  the  slightly  isoloured  filtrate' is  evaporated  to  the  crystallising 
point,  The  mother-liquor  is  decanted  from  the  resulting  crystals,  and 
further  evaporated  as  often  as  it  yields  crystals.  The  whole  of  the 
crystals  are  pressed  between  paper,  washed  with  alcohol  of  86  p.  c,  then 
with  a  little  water,  and  boiled  with  water  containing  a  very  sniall  quan- 
tity of  potash  and  carbonate  of  potash;  the  liquid  is  filtered  from  the  car- 
bonate of  lirao;  acetic  acid  added  to  the  filtrate  until  it  exhibits  an  acid 
reaction;  the  liquid  coolc^d  to  the  crystallising  point;  and  the  product 
irecrystallisad  from  boUiqg  watprwith  the  i^id  of  animal  charcoal,  until  all 
]norga«)io  matter  is  removed,  1  lb.  horn  yields  ^  gram  pies  pf  tyrosin, 
(Hinterberger.) 

2.  To  a  mixture  of  3  litres  of  water  and  1300  grms.  of  oil  of  vitriol, 
heated  nearly  to  boiling,  500  grms.  of  horn-shavings  are  gradually  added; 
aud  the  whole  is  boiled  for  48  hours,  then  diluted  with  wa(erq.nd  i^eutra- 
lised  with  hydrate  of  lime,  The  filtrate  is  boiled  for  an  hour  or  two  with 
niilk  of  lime,  to  remove  a  substance  containing  sulphur  and  a  colouring 
matter,  then  filtered,  and  evaporated  at  a  temperature  near  the  boiling 
poipt  till  only  %\  — 3  litres  pf  fluid  remain,  carbonic  acid  being  continu- 
ously passed  through  it  to  precipitate  the  lime  (the  precipitation  taking 
place  but  slowly);  after  which  the  liquid  is  again  filtered  and  set  aside 
till  tfaiS  next  day,  the  tyrosine  then  crystallising  out.  The  mother -liquor 
on  further  evaporation,  yields  an  additional  qiiantity,  but  mi^ed  with 
Jeucina.  Should  the  liquid  not  deposit  any  tyrosine,  it  must  be  again 
heated,  aiid  cArboai«  amd  once  more  passed  through  it  as  long  as  car- 
boD^e  of  IvofUji  oonti^u«f(  to  separate,    (piria.)    G.  Wicke  uses  Less  pil 
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of  vitriol  [liow  much?];  boils  for  24  konrs  onlj;  removes  the  free  snlphnrio 
acid  by  lime;  then  concentrates  the  liquid  and  precipitates  the  lime  by 
oxalic  acid;  removes  the  free  sulphuric  [oxalic  ?]  acid  with  a  small  qnaiH 
tity  of  oxide  of  lead;  and  precipitates  the  lead  by  sulphuretted  hydrogen: 
the  precipitated  snlphide  of  lead  serves  at  the  same  time  to  remove 
colouring  matter. 

From  CocAi/zeaZ.  —  Decoction  of  cochineal  is  .precipitated  by  neutral 
acetate  or  basic  nitrate  of  lead;  the  liquid  is  filtered  from  the  oarminate 
of  lead,  and  treated  with  sulphuretted  hydrogen;  and  the  filtrate  is 
evaporated  to  a  syrup,  whereupon  a  chalk-like  substanoe  separates. 
This  is  washed  with  cold  water,  and  several  times  reorystallised  fron 
boiling  water,  ultimately  with  the  aid  of  animal  charcoal.  The  separated 
crystsds,  which  have  a  silky  lustre,  shrink  on  the  filter  to  a  paper-like 
mass,  also  having  a  silky  lustre.  300  parts  of  cochineal  yield  1  part  of 
tyrosine.     (De  la  Rue.) 

Properties,  Snow-white  needles  having  a  silky  lustre  (pearly, 
according  to  Bopp)  (Liebig),  or  a  conglomerated  silky  mass  (paper-like 
after  drying,  according  to  De  la  Rue),  composed  of  slender  needles 
muped  in  stars.  (Hinterberger.)  Thin,  delicate,  double  tufts.  (Scherer.) 
Very  bulky.     (Bopp.) 

De  la  Rue.  Hinterberger.  ^^^f     MuUer. 

18  C 108  ....  69-66  5941  ....  59*36  ....  59-1*    ....  59*54 

N 14  ....  7*73  7-66  ....  7-88  ....  ....  7*95 

11  H 11  ....  6-07  6-29  ....  6-24  ....  6-12    ....  6-5» 

6  0 48  ....  26-54  .*..  26*64  ....  2652  .....  ....  25-9S 

C»«NH"0«  ....  181  ....  10000  100-00  ....  10000  ....       ....  lOOOO 

Belongs  according  to  Stftdeler^  to  the  lalicene  seriefl«  and  is  perhaps  C^'NO^ 
+  Ci^HBO^,2HO :  consequently  glycocol-saligenin.    (Freridis  and  Stadeler.) 

MUUer  analysed  tyrosine  stiil  containing  1*99  p.  c.  of  ash^  which  was  deducted  in 
the  calculation. 

DeeomposUioM.  1.  Tyrosine  is  decomposed  by  heat,  evolving  an 
empyreumatic  animal  odour.  (Bopp.)  — 2,  It  bums  without  residue  on 
platinum  foil,  emiting  an  odour  of  bomt  hair.  (Hinterberger.)  —  3.  With 
oil  of  vitriol,  it  forms  tyrosine-sulphuric  acid,  the  neutral  sidts  of  which 
colour  sesquichloride  of  iron  violet.  If  tyrosine  be  placed  on  a  watch- 
glass;  one  or  two  drops  of  sulphuric  acid  added;  the  mixture  covered  and 
set  aside  for  half  an  hour,  and  then  diluted  with  water;  the  acid  saturated 
by  boiling  with  carbonate  of  lime,  and  the  liquid  filtered:  the  filtrate 
gives  with  a  few  drops  of  a  neutral  solution  of  sesquichloride  of  iron,  a 
rich  violet  colour,  similar  to  the  coloration  produced  by  salicylous  acid« 
(Piria.)  Tyrosine  acquires  a  transient  red  colour  when  oil  of  vitriol  is 
poured  upon  it;  if  the  liquid  be  heated  for  some  time  to  200^  then 
diluted  with  water  and  neutralised  with  baryta,  the  filtrate  yields  on 
evaporation  an  amorphous  and  a  crystalline  salt  of  tyrosine-sulphuric 
acid,  the  former  dissolving  readily  the  latter  with  difficulty  in  cold  water. 
(Frerichs  and  Stadeler.) — 4.  It  dissolves  in  bromine  vxUer,  which  it  deco- 
lorises; on  evaporation  a  brown  crystalline  residue  remains;  the  solution 
when  distilled  becomes  brown,  and  yields  a  milky  distillate  having  an  odour 
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slightly  resembling  that  of  bitter  almond-oil.  (C.  Wicke.)  —  5.  Tyrosine 
is  transformed  by  moist  chlorine  into  an  uncrystallisable  resin^  readily 
solable  in  absolute  alcohol.  (Wicke.)  —  6.  Suspended  in  water,  it  dis- 
solresy  with  erolution  of  gas,  when  nitrons  acid  is  passed  into  the  liquid; 
the  pale  yellow  solution,  neutralised  with  carbonate  of  baryta  and  freed 
from  exoess  of  baryta,  deposits  on  eraporation  a  reddish  yellow  salt, 
which,  after  drying  over  oil  of  vitriol,  still  gives  oflf  7*1  p.  c.  of  water  at 
100°,  and  then  contains  57' 8  p.  c.  Ba.  (Wicke.)  —  7.  Dissolves  in  nvtrvG 
acid  with  evolution  of  gas ;  the  solution  leaves  on  evaporation  crystals 
of  a  peculiar  acid  (De  la  Rue);  oxalic  acid.  (Strecker.)  If  the  nitric 
acid  becomes  heated,  a  violent  action  sets  in,  often  attended  with  separa- 
tion of  charcoal  and  destruction  of  the  acid.  (De  la  Rue.)  Common 
nitric  acid  rapidly  dissolves  tyrosine,  forming  a  yellow  solution,  red 
fumes  beginning  to  escape  after  a  few  moments;  nitrate  of  nitrotyrosine 
then  separates  as  a  yellow,  crystalline  powder.  Boiling  nitric  acid  forms 
oxalic  acid  only.  (Strecker.)  Tyrosine  evaporated  on  platinum  foil  with 
nitric  acid  of  sp.  gr.  1*2  dissolves  with  bright  orange  colour;  onevapo* 
rating  the  liquid,  a  brilliant,  transparent,  deep  yellow  residue  remains, 
which  becomes  deep  reddish  yellow  when  moistened  with  solution  of  soda, 
and  black-brown  when  evaporated  with  it.  (Scherer.)  —  8.  Mixed  with 
hydrochloric  add  and  chlorate  ofpotcuh^  it  yields  a  red  solution  which  ^ves 
off  gas  and  turns  yellow,  and  from  which  a  substance  separates  smelling 
of  chlorochinone  and  insoluble  in  water.  (Stadeler.)  — 9  .Tyrosine  boiled 
with  dilute  sulphuric  acid  void  peroxide  of  lead,  is  decomposed  slowly,  with 
evolution  of  carbonic  acid;  the  filtered  liquid  freed  from  the  sulphuric 
acid  by  carbonate  of  baryta,  yields,  after  concentration  and  addition  of 
absolute  alcohol,  a  dark  amorphous  precipitate,  and  when  filtered  from 
this  and  evaporated,  a  few  microscopic  right-angled  prismatic  crystals. 
(Wicke.)  — 10.  Tyrosine  boiled  with  mercuric  nitrate  (not  too  acid)  is 
precipitated  in  red  flakes,  while  the  supernatant  clear  liquid  assumes  a 
dark  rose  red  colour,  and  then,  on  standing,  becomes  colourless,  with  a 
second  deposition  of  red  flakes.  Boiling  nitric  acid  dissolves  the  preci- 
pitate and  decolorises  the  solution;  neutralisation  does  not  restore  the 
colour.  By  this  test,  tyrosine  may  be  recognised  in  a  solution  containing 
lees  than  ^^  part.     (Hofmann.) 

Combinations,  Dissolves  with  difficulty  in  water  (Liebig),  sparingly 
in  cold,  abundantly  in  hot  water.     (De  la  Rue;  Hinterberger.) 

Tyrosine  combines  with  acids.  (Liebig.)  It  dissolves  readily  in 
hydrochloric  acid  (De  la  Rue),  and  in  dilute  sulphuric  acid  (Bopp),  in 
mineral  acids  (Hinterberger);  the  solutions  may  be  evaporated  at  100^ 
without  decomposition  (Bopp),  the  solution  in  hydrochloric  acid  (in 
volatile  acids,  according  to  Strecker),  leaving  tyrosine  (free  from  acid)  in 
moderately  large  crystals.     (De  la  Rue.) 

Hydrochloraie  of  Tyrosine,  — 1.  Tyrosine  dried  at  100**  absorbs  16-78 
p.  0.  of  its  own  weight  of  dry  hydrochloric  acid  when  that  gas  is  passed 
over  it.  —  2.  A  moderately  concentrated  solution  of  tyrosine  in  hydro- 
chloric  acid  solidifies  when  mixed  with  an  excess  of  fuming  hydrochloric 
acid,  to  a  pulp  of  needle-shaped  crystals.  —  3.  The  solution  of  tyrosine 
in  concentrated  hydrochloric  acid,  saturated  when  warm,  deposits  on 
coolinff  hydrochloiate  of  tyrosine,  which  may  also  be  obtainea  in  well 
formed,  hard  crystals,  by  spontaneous  evaporation  of  the  solution  in  the 
wr  or  over  oil  of  vitriol.    (Wicke.) 
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mean, 

CWH»0«  181      ....     83*24 

HCI •,.    36-5  ....     U7d    16-74 

CWNH"Ofi,HCl  ....  21 7-5  ....  JOOOQ 

Tyrosine  dissolves  in  ammonia  and  on  evaporation  remains  in  rather 
large  crystals  (De  la  Rue^  Hinterber^er),  in  balls  made  np  of  pnre  white 
needles  and  appearing  Jagged  on  the  surface^  in  consequence  of  small 
crystals  projecting  from  the  balls.     ^Scherer.) 

It  dissolves  readily  in  alkalis  (Liehig)^  and  is  precipitated  by  aeids, 
(T)e  la  Hue.) 

It  dissolves  readily  in  the  alkaline  earths^  forming  combinations  with 
them.  The  solutions  obtained  by  heating  an  excess  of  tyrosine  with 
baryta-water  or  milk  of  lime^  crystallise  when  rapidly  evaporated.     (Tka 

lime-compound  was  oqc§  fonnd  to  contain  10*11  p.  a  Ca  :  calculation  C^NH'''O^Cii  = 
10*0  p.  c. ;  but  its  composition  and  likewise  that  of  the  baryta-compound  varied  in 
dtffecent  preparadonB.)  Water  seems  to  decompose  these  componnds. 
(Wicke.) 

Tyrosine  does  not  dissolve  in  absolute  alcohol  (Liebig),  scarcely 
(Bopp)j  more  in  presence  of  acids  or  alkalies  (Strecker). 

It  doee  not  dissolve  in  ether.    (Hinterberger.) 


TyrositterSttlphiiriG  Acid. 

Frehichs  n.  Stadblpb.    MuHer*8  4^chiv,Jiir  Anoi,  u,  Physlologie  1854, 
387;  Ohem.  Geni/r,  1854,  861;  Lieb.  Kopp.  Jakruher.  18^4,  »75. 

■ 

The  solution  of  tyrosine-sulphate  of  baryta,  obtained  as  already  des* 
cribed  (p^  360),  by  tne  action  of  oil  of  vitriol  on  tyrosine,  forms  a  gela* 
tinous  mass  on  cooling,  and  is  resolved  by  treatment  with  alcohol,  into  i^ 
crystallisable  and  an  amorphons  salt. 

a.  CryUaUine  SaU,  —  e«H»NO»,BaO,SO»  +  BaO,SO^  +  Aq. 
(Frerichs  and  Stadeler.)  Loses  2  At.  water  at  100^  When  heated  it 
turns  browD,  chars,  and  evolves  the  odour  of  sulphuretted  hydrogen  and 
of  ammonia.  Dissolves  with  difllculty  even  in  kot  water.  Pissolvea 
readily  in  mineral  acids;  in  oil  of  vitriol  without  diaengagement  of  snU 
phuretted  hydrogen.  Its  aqueous  solution  is  oolourecT violet  by  aeaqul- 
chloride  of  iron.  Dissolves  readily  in  acetic  acid,  the  solution  3ooi) 
depositing  hard  crystalline  grains. 

h,  Amorphoui  SaU.  -y-  C^?H»NO«BaO,S»0»  +  BaO,SO».  (Frerichs 
and  Stadeler.)  Separates  in  a  gelatinous  maas  on  the  evaporation  of  its 
aqueous  solution.  Loses  2  At.  water  when  heated  to  100"^;  when  farther 
heated  it  evolves  sulphuretted  hydrogen,  ammonia,  and  a  small  quantity 
of  sulphur.  Dissolves  in  oil  of  vitriol  with  evolution  of  sulphuretted 
hydrogen.  Dissolves  in  acetic  acid,  the  solution  leaving  on  evaporation 
a  residue  from  which  wateir  or  alcohol  extracts  acetate  of  baryta  and 
leaves  small  plates  and  prisms. 

Readily  soluble  in  cold  water.     Soluble  in  nitric  aeid» 
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OxynUroamidc^enrnuclem  C**AdXH*0*. 

Nitrotyrosine. 

Streckeb.    Ann,  Pharm,  73,  70. 
Formation  of  the  Nitrate, 

Preparation,  The  compound  of  nitrotyrosine  with  oxide  of  silver  is 
suspended  in  water  and  decomposed  by  sulphuretted  hydrogen,  and  the 
filtrate  is  evaporated. 

Light-yellow  crystals,  consisting  of  microscopic  needles  grouped  in 
stars.  Explodes  when  heated.  Does  not  exhibit  the  reaction  of  nitric 
acid  with.protosulpbate  of  iron  and  sulphuric  acid. 

Sulphate  of  Nitrotyrosine,  —  Nitrate  of  nitrotyrosine  with  sulphuric 
acid  evolves  nitric  acid,  and  leaves  on  evaporation  crystals  of  sulphate  of 
pitrotyrosiae. 

Hydrochlorate  of  Nitrotyrosine,  —  Yellow  needles,  which  are  obtained 
by  decomposing  the  compound  of  nitrotyrosine  and  oxide  of  silver  with 
hydrochloric  acid. 

Nitrate  of  Nitrotyrosin^,  — Tyrosine  is  sui^pended  in  water,  nitric  acid 
added  by  drops  till  the  resulting  solution  has  acquired  a  yellow  colour, 
no  disengagement  of  gas  taking  place';  It  is  then  left  at  rest.  After 
several  hours,  sooner  if  the  glass  be  rubbed  with  a  glass  rod,  the  nitrate 
of  nitrotyrosine  deposits  almost  completely  as  a  yellow  crystalline 
powder,  which  is  purified  by  rocrystallisation  from  boiling  water. 

Brown,  almost  bronze-like  scales,  which  give  a  light-yellow  powder. 
After  drying  over  oil  of  vitriol,  it  does  not  lose  weight  at  100°;  at  125""  it 
loses  in  8  hours  Q'5  p.  p.  of  its  weight.  Tastes  bitter;  its  solution  reddens 
litmuis. 


18  C 

3N 

11  H 

16  O 


Strecker. 

mean. 

108    ....    37-37    ... 

37'55 

42    ....     14-53    ... 

14*37 

U     ....      3-81     ... 

.....       4  05 

128     ....     44'2S     .,. 

44'03 

Ci«NXHMO«,HO,NO*....  289     ....  10000    100-00 

Nitrate  of  nitrotyrosine  dissolyes  in  baryta -water,  forming  a  reddish 
brown  solution  from  which  the  baryta  is  not  completely  precipitated  by 
carbonic  acid.  On  boiling  with  carbonate  of  baryta,  a  yellow  solution  is 
obtained,  which  when  evaporated  leaves  two  kinds  of  crystals  (probably 
nitrate  of  baryta  and  nitrotyrosine-baryta.  6m.).  Alcohol  produces 
a  red  precipitate  in  the  solution.  The  salt  dissolves  but  sparingly 
in  cold  water,  more  readily  iu  boiling  water.  It  dissolves  in  ammonia  or 
pptash  with  very  deep-red  colour.  The  aqueous  solution  gives  the  nitric 
acid  reaction  with  protosulphate  of  iron  and  sulphuric  acid. 
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The  solution  of  nitrotjrosine  in  ammonia  forms  an  orange  precipitate 
with  neutral  acetate  of  lead;  greenish  yellow  with  acetate  of  copper; 
greenish  white  with  mercurous  nitrate;  and  light-jellow  with  corrosive 
sublimate. 

Nitroti/rosine  wiA  Oxide  of  Silver* — Nitrate  of  nitrotyrosine  dissolved 
in  dilute  ammonia  forms  with  nitrate  of  silver,  in  the  cold,  a  yellow 
amorphous  precipitate,  which  becomes  bright-red  on  boiling  and  dirty- 
brown  with  excess  of  ammonia.  Explodes  feebly  when  heated.  Dis- 
solves in  nitric  acid  and  in  ammonia. 

Strs^er. 
Yellow  compound  dried  oyer  oil  of  vitriol.  «e«ii. 

36  C  216  ....  27-94    28'25 

4N  56  ....  7-25 

17  H  17  ....  2-20    2-34 

3  Ag  324  ....  41-92     41-66 

20  O  160  ....  20-69 

C»N*H'70i7,3AgO  773    ....  10000 

CWNXH»AgO«  +  CWNXH«Ag>0«.    (Gm.) 

Nitrotyroeine  diflsoWef  iparingly  in  cold  a/coAo/,  somewhat  more  ia  hot  lUcokoi, 
but  leu  than  in  water » 


Az(Miuc7-eus  C"N*H» 

Hydrocyanaldine, 

A.  Strecker.    Ann.  Pharm,  91, 349;  J.  pr.  Chem.  62,  441. 

When  an  aqueous  solution  of  aldehyde  and  ammonia  is  mixed  with 
prnssic  and  dilute  hydrochloric  acid,  so  that  the  mixture  has  a  distinctly 
acid  reaction^  and  then  set  aside  in  closed  vessels,  colourless  needles 
separate  after  some  time,  more  especially  in  sunlight,  filling  np  the  liquid, 
and  are  obtained  pure  and  free  from  hydrochloric  acid  by  washing  with 
a  little  cold  wuter.  On  the  cooling  of  the  aqueous  solution  saturated 
while  boiling,  it  separates  in  colourless  scales;  from  a  dilute  solution  it 
slowly  crystallises  m  needles.  When  carefully  heated,  it  melts  and  anb- 
limes  without  decomposition.     Tasteless.    Neutral. 


18  C    

108    ....    61*4    ... 

Strecker. 
61-15 

4  N    

32-00 

12  H    

12     ....       6*8    ... 

6-85 

C"N*H" 

176    ....  100-0    .... 

10000 

3(C*H<0*,NH»)  +  3CNH  +  2HC1  »  C>»N*H»  +  6H0  +  2NH<a.    (Strecker.) 

When  rapidly  heated,  it  decomposes,  chars  and  evolves  an  odour 
similar  to  that  of  prussic  acid.    Aqueous  hydrocyanaldine  is  not  precipi- 
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taied  bj  nitrate  of  silver,  not  eren  on  addition  of  nitric  acid^  bat  when 
heated  with  it  to  boilings  it  deposits  cyanide  of  silver  and  evolves  the 
odour  of  aldehyde.     It  is  not  decomposed  by  cold  potash,  but  boiling 

Eotasb  decomposes  it,  with  evolution  of  ammonia  and  separation  of  aide* 
yde  resin. 

Hydrocyanaldine  dissolves  abundantly  in  boiling  water  and  separates 
again  almost  entirely  on  cooling.  It  dissolves  readily  in  ahohol,  sparingly 
in  ether. 


Primary  Nucleus  C»H". 

Campholene,    C''H'«. 

Delalandb.    N.  Ann.  Chim.  Fkyi.  i,  125;  J.  pr.  Chem.  23,  391;  Ann. 
Pharm.  38, 340. 

Camphoric  acid  is  distilled  with  anhydrous  phosphoric  acid  and  the 
distillate  is  rectified. 

Oil,  which  boils  steadily  at  135^     Vapour-density  =  4*353. 

Delalande. 

18  C  108  ....  87-09  87-25 

16  H 16  ....  12-91  12-80 

C^SHW  124     ....  100-00    100-05 

Vclame.  Density. 

Cvapour ; 18    7'4880 

H-gas    12     0-8316 

Campholene-Tapoar 2    8*3196 

1     4-1598 


Oxygenrnucletu  C»H*«0«. 

Apoglucic  Acid. 

CisHioQio  =  C*«H^^O«,0^ 

Muldbh.    J.  pr.  Chem.  21,  230. 

Formation.  From  elucic  acid  by  boiling  the  aqueous  solution  in  the 
air  or  with  dilute  acids.  By  the  evaporation  of  glucato  of  lime  in  the 
air. 

Preparation.  See  glacic  acid  (p.  238,  3).  The  brownish  flakes  precipi- 
tated by  alcohol  collect  on  the  filter  in  a  brownish  jelly,  which  darkens  in 
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drying.  This  mass  id  apoglucate  of  lime,  wKicb  must  be  dissolved  in  ik 
little  water  to  separate  admixed  snlphate  of  lime,  then  filtered,  and  either 
evaporated  or'precipitated  by  alcohol.  To  obtain  the  acid,  the  solution  of 
the  lime-salt  is  fn^ipitated  bj  neutral  acetate  of  lead,  the  precipitate 
decomposed  with  sulphuretted  hydrogen,  and  the  filtrate 'evaporated  to 
dryness. 

JProperties,  The  acid  has  a  fine  brown  colour  and,  generally^  a  crys- 
talline texture.  It  is  permanent  in  the  air.  According  to  Mulder,  it  pro- 
bably retains  I  At  of  water  at  1 20°. 


18  C  

At  120\ 
108     ....     54*54     ... 

Mulder. 
53-36 

10  H 

10     ....       5*05     ... 

5*42 

10  O 

41-22 

C"H»0» ... 

198     ....  100*00     ... 

100*00 

According  to  Mulder,  it  is  C^H^O^o ;  according  to  Gerhardt,  it  U  perhaps  identical 
with  assamar,  C^H^^  (TraiU  2,  565).  The  formula  given  above  was  proposed  by 
YVlckeU    (ilMi.  jPAarm.  85,  86.) 

Decomjxaitiom,  1 .  When  subjected  to  dry  distillation,  it  does  not 
swell  up,  but  emits  an  odour  of  burnt  paper,  and  yields  an  acid  distillate 
which  is  free  from  ammonia. 

2.  It  is  decolorised  by  concentrated  nitric  ctcid  and  decomposed  with 
abundant  evolution  of  nitrous  acid:  the  solution  contains  oxalic  acid. 

3.  Dissolves  in  cold  oU  of  vitriol  with  blood-red  colour. 

4.  Odorine  passed  through  apoglucate  of  lime  produces  formic  acid, 
decolorises  the  solution,  and  precipitates  a  red  powder,  of  the  same  colour 
as  that  furnished  by  humio  acid. 

Apoglucic  acid  dbsolves  readily  in  water  and  is  not  precipitated  by 
alcohol.  It  dissolves  without  decomposition  in  dilute  sulphuric  add  and 
in  concentrated  hydrochloric  acid. 

Dissolves  with  dark-red  colour  in  ammonia,  potash^  soda,  and  baryta 
or  lime  water. 

Apoglucate  of  Lime,  -^  Brown,  amorphous  mass.  May  be  pulverize^, 
does  not  become  moist  in  the  air.  The  aqueous  solution  may  be  perfectly 
decolorised  by  bone-black,  and  is  then  no  longer  precipitated  by  basic 
acetate  of  lead,  because  the  charcoal  has  taken  up  all  the  lime-salt.  It  is 
insoluble  in  alcohol. 


18  C  .... 

Dned  at  130". 
108     .... 

4977     ... 

4*14    ... 

3318    ... 

18*91     ... 

Mulder. 
49'19 

V  tL  .... 

4-74 

-9  0  .... 
CaO 

B8     .... 

3302 

13*05 

C>«CaH»0«>  217     ....  10000    100*00 

Apoglucai€cfLead.  —  The  alkaline  apoglnoates  form  with  lead-salts  a 
brown  gelatinous  precipitate  which  dissolves  to  a  certain  extent  during 
washing. 
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18  0     , 108      ....    85^94  »6*27 

9  H    9      ....      2-99  3-09 

9  O     u»40* 72      ....     28*92  «..«<.M  21-98 

PbO ]ll-8  ....    37-14  38-66 


C»8PbH«0^o 300-8  ....  100-00    100-00 

Free  apoglucio  acid  and  tt«  alkaline  0ali0  precipitate  aeetate  of  copper 
brown. 

ApoglvmU  of  Silver. --^lUie  alkaline  apoglucatee  fonn  with  sil vet- 
salts  a  brown  gelatinoas  precipitate,  which  gradually  dissolves  during 
washing.     Dark  mass,  having  a  metallic  lustre. 

Mnlder. 

€MH90*..i 189      ....    61-9i    60-7 

AgO   116-1  ....    3805    39-3 

I  .-  ■■  T  .111.  I.  ,  «l  fll  ll-l^ 

C«AgH»OW  305-1  ....  100-00    1000 

Apoglucio  acid  is  sparingly  soluble  in  alcohol;  insoluble  in  ethtr, 
(Mulder.) 


PHmary  Ifudma  C"H». 

ft 

Pelargonene.  C"H«. 

E.  Fremy.    (J  837.)    Ann.  Chim.  Fhys.  65, 143. 

Elaene,  Nonyl0ne,  Gtme, 

Formation  and  Preparation,  From  the  mixture  obtained  by  the  dry 
distillation  of  hydroleic  acid  or  metoleic  aoid,  accotding  to  ±\,  41 1,  the 
more  volatile  pelargonene  is  removed  by  heating  for  some  time  at  100°; 
it  is  then  several  times  distilled  over  potash  to  remove  empyreumatic  oil. 
It  shoald  disappear  completely  without  leaving  a  residue,  when  left  to 
evaporate  on  a  glass-plate. 

Colourless  oil,  floating  on^water,  boiling  at  110°.  Yaponr  densitt 
=  4'488  (other  experiments  with  very  well  purified  oil  gave  4*071). 
Has  a  penetrating  odour,  somewhat  different  from  that  of  oaproeae. 

Fremy. 

18  C  108    ....    8571     84-26 

18  H 18     ....     14-29     14-64 

CWH»   126    ....  100-00    98-»0 

Tolame.    Vapour  density. 

C-Tapour 18    ........    6'6506 

H-jaa    18     1-1088 

Pelargonene-yapour....      2    7-7594 

1     3-8797 
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Bums  with  a  white  flame.     Does  not  appear  to  be  decomposed  bj  oil 
of  vitriol.    Transformed  by  chlorine  gas  into  chloride  of  pelargonene. 
Insoluble  in  tffafer. 
Dissolves  in  alcohol  less  abundantly  than  caproene^  also  in  ether. 


Naphtene.   C»H» 

Laurent.    (1837.)    Ann.  Chim.  Phys.  04,  321;  Ann.  Pharm.  25,  283; 
J.  pr.  Chem.  11,  AiS. 

The  colourless  oil,  obtained  by  treating  the  empyrenmatio  oil  from 
shale  with  concentrated  nitric  acid  (xii,  442)  and  whose  boiling  point 
lies  between  120^  and  122",  is  repeatedly  purified  with  oil  of  vitriol  and 
potash. 

Limpid,  very  fluid.     Sp.  gr.  0*753  at  12^    Smells  very  acrid. 


18  C 
18  H 


Laurent. 

108    ....    85-71     ... 

86-2 

18     ....     14-29     .. 

13-6 

C»«Hi8 126    ....  100-00    99-8 

With  chlorine,  when  exposed  to  the  sun,  it  yields  hydrochloric  acid; 
afterwards  small  isolated  crystals  containing  chlorine.  Not  changed  by 
hydrochloric  acid,  oil  of  vitriol,  or  nitric  acid. 


Bichloride  of  Pelargonene.    C»H",CP. 

Fabmt.    Ann,  Chim.  Phys.  65,  145. 

Chlorure  d*ef<iine,  Chlorure  de  nonyl^ne,  Zweifaeh»ehlorgone. 

When  a  streaiii  of  chlorine  is  passed  through  pelargonene  contained 
in  a  retort,  the  ga$  is  absorbed  with  rise  of  temperature  and  evolution 
of  hydrochloric  acid.  The  product  is  heated  in  chlorine  iras  and  dis- 
.tiU^.  *  ^ 

Denser  than  water.     Of  a  rather  agreeable  odour,  liko  that  of  anise. 

Fremy. 

18  C     108      ....     54-87 54-89 

18  H    18      ....      9-14 9-05 

2  CI 70-8  ....    35'99    35-27 


CWHWCP   196-8  ....  10000    9921 

Burns  with  a  green,  fuliginous  flame. 
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Felaigonic  AcicL 

C"H»H}*  =  C»H",0*. 

Redtenbachbr.    (1846.)    Ann,  Fhaitn.  5i),  52. 

Pless.     Ann.  FhaiTn.  59,  54. 

Gerharj>t.    Campt.  rend.  26,  226;  iV.  J.  PAaiw.  14,  148;  iT.  Ann. 

Chim.  Fhy9,  24,  107;  Ann,  Fharm.  67,  245. 
CAHOUR&     Compt,  rend.  26,  262  ;  31,  143  ;  Qu.  Chem.  Sac.  J.  3,  240. 
Chiozza.     Campt.  rend.  35,  797;  ^^.  Ann.  Chim.  Fhys.  39,  207;  Ann. 

Fharm.  %5,  225. 

The  volatile  oil  of  Pelargonium  roseum  was  prepared  in  1827,  by  Recluz  (J,  Pharm. 
13,  529;  Mag.  Pharm,  20,  140);  Pleti  (1846)  discovered  in  it  the  pelargonic  add, 
which  wai  nmnltaneoasly  obtained  by  Redtenbacher,  by  the  oxidation  of  oleic  acid, 
and  by  Cahonra  and  Gerhardt,  by  the  oxidation  of  oil  of  me. 

According  to  Delffs,  oenanthic  add  (xii,  455)  ia  identical  with  pelargonic  add. 

Sawxea.    In  the  rolatile  oil  of  Feiargonium  roseum.    (Pless.) 

JSbrmcUian,  1 .  Pelargonic  acid  is  prodnced,  together  with  several 
other  volatile  acids,  in  the  distillation  of  choloidic  and  of  oleic  acid  with 
nitric  acid.  (Redtenbacher.)  See  Oldc  acid.  —  2.  In  the  oxidation  of  oil  of 
rue  by  nitric  acid.  (Oerhardt;  Cabonrs.)  —  3.  A  small  quantity  of  pelar* 
conic  acid  is  formed,  together  with  many  other  volatile  acids,  in  the  putre« 
action  of  yeast.  (W.  Muller,  J.  pr.  Chem.  70,  66);  0.  Hesse.  J.  pr. 
Chem.  71,  472.) 

Freparation.    From  oil  of  rue, — When  1  pt.  of  oil  of  rue  is  gently 

heated  with  I  pt.  of  commercial  nitric  acid  ana  2  pts.  of  water,  an  action 

sets  in,  violent  at  first  and  continuing  for  a  quarter  or  half  an  hour,  even 

after  the  fire  has  been  removed.     The  liquid  is  then  boiled  and  cohobated 

repeatedly,  till  scarcely  any  red  fumes  are  evolved ;  the  layer  of  oil  is 

decanted,  washed  with  water,  and  treated  with  aqueous  potash,  whereupon 

some  non-acid  oil  of  a  very  acrid  odour  is  separated;  the  alkaline  solution 

is  decomposed  by  sulphuric  acid;  and  the  oily  acid  which  separates,  and  is 

contaminated  with  resin  and  colouring  matters,  is  collected  and  rectified. 

The  distillate  is  neutralised  with  baryta,  freed  from  excess  of  baryta  with 

cold  water,  dissolved  in  boiling  alcohol,  then  filtered  and  cooled  to  the 

crystallising  point    Pelargonate  of  baryta  then  crystallises  out  (the  mother- 

Itqaor  Bometimei  retains  caprate  of  baryta),  and  this  salt  decomposed  with  dilute 

sulphuric  acid,  yields  pelargonic  acid  as  an  oil  floating  on  the  surface. 

(Gerhard t.)     Owing  to  certain  drcnmstances  not  ascertained,  a  compound  of  nitric 
oxide  with  pelargonic  add  is  sometimes  obtained  in  this  process.    (Chioxza.) 

From  the  hhssoms  and  herb  of  Felargonium  roseum.  —  The  herb  is  dis- 
tilled with  water;  the  distillate  saturated  with  baryta;  the  neutral  oil 
distilled  off ;  and  the  residue  evaporated  to  dryness  and  extracted  with 
boiling  alcohol,  which  takes  up  pelargonate  of  baryta.     (Pless.) 

Properties.  Colourless  oil  (greasy  according  to  BedtenbacherV  which 
solidifies  in  the  cold,  melting  afterwards  at  10^  Smells  slightly  ot  butyric 
acid.  Boils  at  260"";  in  a  stream  of  carbonic  acid  gas  it  £stiLB  nndecom- 
posed  and  colourless.    (Cahours.) 

Toil.  zux.  2  B 
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Deoompontioru  1.  Becomes  yellow  in  time.  (Cabonrs.)  —  2.  When 
1  pt.  of  pelargonio  acid  is  intimately  mixed  with  4  pts.  of  pot<uh4ime, 
and  gradually  raised  to  a  red  beat  in  a  coated  retort,  much  gas  escapes, 
a  clear^  amber-yellow,  thin  liquid  passes  over,  and  the  alkali,  partly  com- 
bined with  carbonic  acid,  remains  behind.  Bromine  absorbs  the  greater 
part  of  the  gas  composed  of  ethylene,  propylene  and  bntylene;  the  ancon- 
densed  portion  bnrns  with  a  very  faint  flame  and  is  a  mixture  of  hydro- 
gen and  marsh  gas.  The  liquid,  daring  rectification,  begins  to  boil  at 
105^  to  lOa"";  up  to  110^  capiylene  (p.  180)  passes  orer;  then  to  135% 
and  at  last  to  140%  the  remainder.  (Cahours.)  —  3.  The  acid  is  resolved 
by  the  dry  distUloHon  of  its  baryta-salt  into  carbonate  of  baryta  and 
pelargone.  (Cahours.)  —  4.  It  is  violently  acted  upon  hy  pentacKioride 
of  phosphorus,  evoWmg  hydrochloric  acid  and  forming  chlorophosphoric 
acid  and  chloride  of  pelargyl.    (Cahours.) 

Combinations,  Pelargonio  acid  dissolves  with  great  difficulty  in  water 
(Redtenbacher);  it  is  scarcely  soluble  in  water;  the  solution  reddens  lit- 
mus.    (Qerhardt.) 

Pelargonate  of  Ammonia.  —  Crystallises.  (Cahours.)  Pelargonio  acid 
suspended  in  ammonia  and  heated,  forms  a  transparent  jelly  resembling 
gelatinous  silica.  This  jelly  dissolves  when  heated  with  a  larger  quan- 
tity of  water,  and  forms  a  milky  liquid,  resembling  a  solution  of  soap, 
and  coni^ealine  in  the  cold  to  a  pap-like  jelly.  The  salt  dissolves  very 
readily  m  cold  alcohol.    (Qerhardt.) 

Pelargonate  of  Potash  and  Pelargonate  of  Soda,  are  readily  soluble 
and  crystallise.     (Cahours.) 

Pelargonate  of  Lime  crystallises  from  boiling  alcohol  in  pearly  scales. 
Dissolves  with  difficulty  in  water.     (Cahour&) 

Pelargonate  of  Baryta.  —  Preparation  (p.  369.)  White  scales,  having  a 
pearly  lustre  (Qerhardt);  large  laminsB  resembling  cholesterin.  (Redten- 
bacher.) Contains  no  water  of  crystallisation.  Dissolves  but  sparingly 
in  cold,  somewhat  more  in  hot  water  (Qerhardt);  dissolves  in  water  less 
readily  than  the  similarly  crystallising  valerate  and  oenanthylate  of 
baryta,  but  more  readily  than  caprate  of  baryta.  Dissolves  with  diffi- 
Gultj  in  alcohol,    (Redtenbacher.) 

At  110*".  Redtenbacher. 

BaO 76  6  ....  33-99  33*86 

18  C     108      ....  47-85  47*34 

17  H     17      ....  7-54  7-46 

SO      24      ....  10-62  11-34 


C»BaH»W 225-6  ....  100-00    lOO'OO 

Contains  at  100^  33*79  p.  o.  baryta  (Gerhardt)  j  33-65  p.  c.  (Chioiza). 

Pelargonate  of  Strontia.  —  Pearly  scales.    Dissolves  but  sparingly  in 
water.     (Gerhardt) 

JMargonateof  Co|>p«r.  «^  The  alcoholic  ammonia^salt  is  precipitated 
by  aqueous  nitrate  of  copper*     The  abundant,  greenish  blue  precipitate 
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dissolyes  in  boiling  alcohol  and  on  evaporation  yields  drops  of  a  green  oil 
which  solidify  on  cooling,  and  when  dissolyed  in  boiling  alcohol  crystal- 
lise  in  greenish  bine  grains  on  cooling.  When  dried  at  100'',  it  contains 
2  At.  water  of  crystallisation. 

-4/  lOO**-  Gcrhardt. 

C»«HVO<  157  ....  75-92 

Cu 31-8  ....  15-38     15-45 

2  Aq 18  ....       8-70 


C»CuH»704,  +  2Aq 206-8  ....  100-00 

PdargonaU  of  Silver,  —  The  hot  aqneons  solation  of  the  baryta  salt  is 
precipitated  with  nitrate  of  silver,  and  the  white  and  very  bulky  precipi- 
tate is  washed  with  boiling  water. 

Redfcenbacher.  Pless.  Gerhardt. 

At  100^  At  160°. 

18  C 108      ....    40-75    39*98    ....  40-88  ....    40-3 

l^H    17      ....      6-42    6-33     ....  6-41  ....       6-4 

^fi  108-1  ....    40-75    41-16     ....  4074  ....    408 

*0    32      ....     12-08     12-53     ....  1197  ....     125 


CMAgU»70< 265-1  ....  10000    100*00    ....  10000    ....  100-0 

Pelaigonic  acid  is  readily  soluble  in  alc<>liol  and  eiher.     (Redten- 
bacher.) 


Nitroso-pelargonic  Acid. 

C»N»H>»0»  =  C"H'»0*,2N0>. 

Chiozza.    Ckmpt,  rend,  35,  797;  Ann.  Pharm.  85,  225. 

Stieioxyd-peUof^trntdmre, 

Formation  and  Preparation,  1  pt.  oil  of  me  is  boiled  for  three  or 
four  hours  with  1  pt.  commercial  (or  pure)  nitric  acid  and  1  pt.  water; 
and  the  layer  of  oil  floating  on  the  acid  is  then  removed,  washed  with 
water,  and  treated  with  a  concentrated  solution  of  potash,  whereby  a  con- 
siderable rise  of  temperature  is  occasioned  and  a  syrupy,  highly  coloured 
emulsion  produced,  holding  in  suspension  a  crystalline  precipitate,  the 
quantity  of  which  is  further  increased  on  'addition  of  water.  The  pre- 
ci]pitate  of  nitroso-pelargonate  of  potash  is  filtered  from  the  solution  con- 
taining pelargonic  acid,  washed  with  ether  to  remove  a  neutral  oil,  and 
crystallised  from  alcohol.  The  crystals  dissolved  in  boiling  water  and 
decomposed  by  a  dilute  mineral  acid,  yield  nitroso-pelargonic  acid  as  an 
oil,  which  is  washed  with  boiling  water  and  dried  in  the  water-bath. 

Pn^opet^tiez.  Slightly  yellow  oil  denser  than  water.  Has  a  faint 
odour,  difierent  from  that  of  pelargonic  acid.  Produces  a  yellow  stain 
OB  linen,  and  a  greasy  stain  on  paper,  which  vanishes  wnen  slightly 
heated. 

2  B  2 
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18  C     

108 

....    49-5    .. 
••••     12*0     •. 

Chiosn. 
......    49*5 

2N    

18  H     

28 

18 

O  ^^       ••••%• 

,•  ••••  ••••     v4 

28*8 

C»WH"0» 218      ....  100-0    lOO'O 

Heated  in  a  tube,  it  saddenly  evolres  nitric  oxide  and  inflammable 
gases  in  large  quantities. 

Combinatio9i8,  All  tbe  salts  of  nitro9(y-pela}*g<mk  add  dissolve  with 
great  difficulty  in  cold  water. 

NUrosO'pelargonate  of  Ammonia. — Lustrous,  elongated  scales.  Paper 
soaked  in  the  acid  turns  yellow  and  opaque  when  dipped  in  ammonia 
diluted  with  1000  pts.  of  water. 

Nitroso-pelargonate  of  Fotash,  —  Preparaiion  (p.  371).  Four-sided, 
rectangular  plates,  having  a  fine  yellow  colour  and  very  high  lustre. 
When  heated,  it  explodes  like  nitre  mixed  with  charccMtl,  and  leaves 
carbonate  of  potash.  It  is  very  sparingly  soluble  in  cold  water,  readily 
in  boiling  water  and  alcohol. 

Nitroso-pdargonate  of  Soda,  —  Similar  to  the  potash  salt.  Separates 
almost  entirely  on  the  cooling  of  its  solution  saturated  while  boiling. 

Nitroso-pelargonate of  Baryia.^^Ohisiji'dA.  by  double  decomposition. 
Yellow,  very  light  powder, 

Chioxsa. 

CWHi70<,2NO« 217     ....    76-01 

Ba  68-5  ....     23-99    23-3 

0WH«?BaO*,2NO« 285-5  ....  100-00 

Mtroio^elargonate  of  Silver, — Resembles  the  barvta-salt.  When 
heated,  it  ignites,  bums  with  a  greenish  flame,  and  leares  metallic 
silver. 

Chiomu 

C"HV0<,2N0» 217      ....    66-75 

Ag 108*1  ....    33-25    33-6 


CWH»7Ag0^2NO« 325-1  ....  100-00 


Felargonate  of  Ethyl 

C"H«0*  =  C*H»0,C"H"0». 
CAHGUzts.    Cfkem.  Soe.  Qu.  J.  3,  240. 

Peltargonic  ethfr^  Pelar$WitineBier. 

Formati^m  and  PreparaJtion,      1.  From  chloride  of  pelargyl  and 
alcohol  (p.  377).  •—  2.  When  hydrochloric  acid  gas  is  passed  thfongb 
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alcoholic  pelargonic  acid,  tbe  ether  separates  as  a  yellow  oil  which  is 
washed  saccessively  with  carbonate  of  soda  and  water,  dried  over  chloride 
of  calcinni,  and  rectified 

Colourless  oil  of  sp.  gr,  0*86.     Boils  at  216° — 218°.     On  boiling  with 
potash  it  is  resolved  into  alcohol  and  pelargonate  of  potash. 


Pelargonic  Anhydride. 
C«H»*o«  =  C"H"0»,C«H"0». 

Chiozza.    If.  Ann.  Chim.  Fhy$.  39,  207;  Ann.  Pkamu  85,  231. 

Acide  pSlar^onique  anhydre,  Pilarganate  pilargonique. 

Obtained,  similarly  to  caprylic  anhydride,  from  pelargonate  of  baryta 
by  means  oif  chlorophosphoric  acid. 

Colour]e«s  oil,  lighter  than  water,  solidifying  at  0°  to  a  mass  of  fine 
needles,  which  melt  at  5°.  SmeUs  slightly  rancid  in  the  cold,  but  vinous 
and  aromatic  when  mixed  with  hot  aqueous  vapour. 

Chiozza. 

86  C    216    ....    72-48    72-4 

34  H    34     ....     11-41     11-4 

6  0    48    ....     16-11     16-2 

C»H«0« 298     ....  100-00     100-0 

Healed  on  glass,  it  evolves  acrid  fumes  and  the  odour  of  burnt  fat 
It  is  very  slowly  transformed  into  pelargonic  acid  by  water;  by  aqueous 
aUcalu  less  easily  than  caprylic  anhydride. 


Benzo-pelargonic  Anhydride. 

C«H«0«  =  C"H»0»,C»H"0«. 

Chiozza.    N.  Ann.  Chim,  Thys.  39,  209;  Ann.  Pharm.  85,  231. 
PilarffonaSe  de  benzoiUf  Benzoic  pelargonate,  Pelargonic  benzoate. 

Chloride  of  benzoyl  is  made  to  act  on  pelargonate  of  baryta;  the 

Sroduct  is  washed  with  water  and  dissolved  in  ether;  and  the  solution 
ecanted  from  the  insoluble  part,  is  shaken  with  aqueous  carbonate  of 
potash. 

Colourless  oil,  resembling  anhydrous  pelargonic  acid,  which  solidifies 
to  a  buttery  mass  when  cooled  several  degrees  below  0°,  and  imrne- 
diately  liquifies  again  when  warmed.    Denser  than  water. 


Chiozza. 

0£  K*      .. ••.»•*•. 

22  H    

6  0    

192 

22 

48 

.... 
.... 
.... 

73-28    .. 

8-40    .. 

18-32    .. 

• t  AW 

8-5 

18-6 

C"H»0»,CWH»?0»  ....  262    ....  100-00    100-0 
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Erolres  slight  fames  when  heated  and  is  resolved  into  benzoic  and 
pelargonic  anhydrides,  products  of  the  decomposition  of  pelargonie 
anhydride  mixing  with  them.  Exposed  oyer  ni^ht  in  single  drops  to 
the  action  of  moist  air,  it  becomes  filled  with  needles  of  benzoic  acia. 

Easily  decomposed  by  alkcUis,  yielding  benzoate  and  pelargonate  of 
the  alkali. 


Pelargone. 

C«H»*0»  =  C^»HW0*,C"H". 

Gahoitrs.    Chem,  Soe,  Qu,  J,  B,  240. 

Pelargonate  of  baryta  yields  by  dry  distillationi  carbonate  of  baryta 
and  a  brown  oil  which  solidifies  on  cooling.  This,  when  pressed 
between  paper,  leaves  a  solid  residne  which  crystallises  from  ether  in 
large  scales  having  a  pearly  lustre. 

It  is  violently  acted  on  by  nitric  acid  and  transformed  into  a  nitre* 
genized  acid. 


Oxygen  nucleus  C"H"0*. 

Anchoic  Acid. 

C»H"0»  =  C»H~0*,0«. 

G.  B.  BucKTON.     (1857.)     Cfhem.  Soe.  Qu,  J.  10,  166;  J.  pr,  Chem. 

73,  36;  Lieb.  Kapp.  JaJirb.  1857,  303. 
C.  WiRZ.     Ann.  Fliarm.  104,  265. 

Anchoic  acid  (Backton),  from  Ayxv,  I  saiTocate*  Lepargylic  acid  (Win),  derived 
from  pelargonic  acid  by  transposition  of  the  letters. 

Formation  and  Preparation.  1 .  From  Ckineie-afox.  —  When  Chinese* 
wax  is  heated  for  several  hours  with  4  or  5  times  its  volume  of  nitric 
acid  of  sp.  gr.  1*39,  the  liquid  which  passes  over  being  poured  back,  a 

freen-coloured  distillate  is  obtained  containing  caprylic,  cenanthylic,  and 
utyric  acid,  and  a  residue  from  which,  after  dilution  with  water,  a  buttery 
mass  separates.  This  is  filtered  off;  the  acid  filtrate  is  evaporated  to  crys- 
staliisatiou ;  and  the  separated  crusts  are  purified  by  pressing,  melting, 
washing  with  ether,  and  recrystallisation  from  hot  water:  anchoic  acid 
then  separates,  while  suberic  acid  and  pimelic  acids  remain  in  the  mother- 
liquor.  (Buckton.)  Cerotic  acid  treated  with  nitric  acid  also  yields 
anchoic  acid,  but  less  easily  than  Chinese-wax.     (Buckton.) 

2.  From  Cocoa-mtiroil.  —  The  mixture  of  suberic  acid  and  anchoic 
acid  obtained  in  the  manner  described  at  page  206,  is  recrystallised  till 
the  first  separated  crystals  consist  of  pure  anchoic  acid,  or  such  as,  on 
fractional  precipitation  of  its  ammoniarsalt  by  nitrate  of  silver,  yields  a 
silver-salt  of  the  composition  of  anohoate  of  silver.     (Wirz.) 
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Properties,  Snow-white,  nodular  masses.  (Backton.^  Round  grains, 
resembling  suberic  acid  but  of  greater  hardness.  (Wirz.)  Melts  at  114** 
— 116°  (Buckton);  at  115°  in  part,  at  124°  completely,  and  on  cooling 
solidifies  to  a  finely  radiated  mass  having  a  pearly  lustre.  (Wirz.)  Sub- 
limes, when  more  strongly  heated,  with  partial  decomposition  and  forma- 
tion of  white,  inodorous  fumes,  which  have  a  sufibcating  effect  when 
inhaled.  (Buckton.)  Volatilises  partly  when  its  aqueous  solution  is 
evaporated.  (Wirz.)  Tastes  but  slightly  acid.  (Buckton.)  Has  a 
strong  acid  reaction.     (Wirz.) 


18  C  

At  100'. 
108 

....     57-44 

....         o*Ol 

....     34-05 

Buckton.         Win. 
67'02    ....    56'6 

16  H  

16 

^^«  .A.*             fl'DS         .-.-            R*D 

8  O  

64 

34-30     ....     84'8 

CisH»»08 

188 

....  lOO'OO 

10000     ....  100-0 

ChnMnaiionB.  With  Water.  —  Dissolves  in  217*4  parts  of  wat^r  at 
18°.  (Wirz.)  Dissolves  readily  in  hot  water.  The  solution  becomes 
white  and  semifluid  on  cooling.     (Buckton.) 

With  Bases.  —  Anchoic  acid  is  bibasic,  forming  both  neutral  and 
acid  salts. 

Anehoaie  of  Ammonia.  —  Amorphous  mass,  which  gives  off  ammonia 
when  gently  heated  and  is  readily  soluble  in  water  and  alcohol. 
(Buckton.) 

Anchoate  of  Potash.  —  a.  NetUral.  —  Confused  crystalline  masses, 
which  are  very  readily  soluble  in  water.     (Buckton.) 

h.  Add.  —  Microscopic  crystalline  grains,  which  do  not  change  at 
140°.  It  contains  17*78  p.  c.  of  potassium,  agreeing  nearly  with  the 
formula  C"H"KO*  (calculation  1725  per  cent).  It  dissolves  in  3  parts 
of  cold  water,  much  more  readily  in  hot  water.  Soluble  in  wood-spirit. 
(Buckton.) 

Anchoate  of  Soda.  —  Crystallises  more  readily  than  the  potash-salt. 
(Buckton.) 

Anchoate  of  Baryta,  —  Neutral.  —  Obtained  by  neutralising  the  acid 
with  baryta-water  (Buckton),  or  by  precipitating  a  mixture  of  anchoate 
of  ammonia  and  chloride  of  barium  with  alcohol  (Wirz);  in  the  latter 
case  as  a  jelly.  Or  by  neutralising  anchoic  acid  with  moist  carbonate  of 
baryta  and  evaporating.     (Wirz.) 

Transparent  pellicle,  opaque  at  100°.  (Buckton.)  After  drjring  over 
oil  of  vitriol,  it  forms  a  white,  opaque,  porcelain-like  mass.  (Wirz.)  It  is 
very  readily  soluble  in  water,  insoluble  in  alcohol  and  ether.    (Buckton.) 


Wirz. 

Buckton. 

CWH"0«    ... 

186     ....     57*6 

2Ba 

137     ....     42-4     .... 

....    42-24 

....     42*40 

Ci«Ba'H"0« 323    ....  100-0 

Acid  anchoate  of  baryta  cannot  be  obtained.    (Buckton.) 
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Anchoate  of  ammonia  forms  with  chloride  of  caldum^  a  gelatinous 
precipitate ;  with  acetate  of  lead,  white  ;  with  proUmdphate  of  iron, 
whitish.  With  getquicMoride  of  iron,  bright  brick-red;  and  with  iulphaie 
of  copper,  bluish  green.  (Wirz.)  It  also  precipitates  the  salts  of  nne^ 
and  mercurotu  and  mercuric  talis,     (Buckton.) 

Anchoate  of  Silver.  —  Neutral.  —  Obtained  from  the  ammoniaHealt  by 
double  decomposition,  as  a  white  powder,  changing  readily  when  moist, 
(Wirz).  White  flakes  which  do  not  change  at  120",  and  are  but  slightly 
soluble  in  water.     (Buckton.) 

At  100^  Wirz.  Buckton. 

]8  C  108  ....  26-8  26-35 

14  H  14  ....  3-4  3-45 

2  Ag 216  ....  58-7  53'75     ....    63*57 

8  0  64  ....  16-1  16-45 

CWH"Ag208 ....  402    ....  100-0    100-00 


Anchoate  of  Ethyl. 

C«H«*0«  =  2C*HK),C"H»H)«. 

Buckton.    Chem.  Soc.  Qu.  J.  10, 166;  J.pr.  Chem.  73,  38. 
Wirz.    Ann.  Fharm.  104,  268. 

Obtained  by  passing  hydrochloric  acid  into  an  alcoholic  solution  of 
anchoic  acid.     (Buckton,  Wirz.) 

Yellowish  (Wirz)  semi-fluid  oiL  (Buckton.)  Lighter  than  water. 
Mas  an  agreeable  odour  (Buckton);  slightly  resembling  that  of  rennet- 
apples.  (Wirz.)  Boils  above  325°.  (Buckton.)  Becomes  brown  at  260^ 
without  aistilling.     (Wirz.)     Is  insoluble  in  water.     (Buckton.) 


26  C  

24  H 

156 
24 
64 

....      OO  «f      ... 

....           9  O        ... 

....     Hi*o     ... 

Wirz. 

68-7 

9-9 

8  0 

26-4 

2C*H»0.CWHM0«.... 

244 

....  100-0     ... 

100-0 

Oxygen-nucleus  C"H"0*. 

Crotonol.    C"H"0*. 

Th.  ScHLiPPB.    Ann.  Pharm.  105,  1 ;  Okem.  Centr.  1858,  279 ;  J.  pr. 
CJiem.  73,  279. 

Sources.    In  the  oil  obtained  by  pressing  the  seeds  of  Croton  ti^lium. 

Preparation.  Groton-oil  is  shaken  with  a  sufllcient  quantity  of 
alcoholic  soda  to  produce  a  milk;  the  liquid  is  gently  heated  for  several 
hours;  and  water  or  a  solution  of  common  salt  is  added,  whereupon  a 
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layer  of  oil  forms  on  the  surface,  which  is  completely  removed  by 
repeated  filtration  through  wet  filters.  The  filtrate  yields,  on  addition 
of  hydrochloric  acid,  another  oil,  which  is  digested  with  hydrated  oxide 
of  lead  till  the  acid  reaction  ceases  (whereby  a  flocculent  precipitate  is 
formed,  which  becomes  smeary  and  adhesiye),  and  then  mixed  with 
soda  and  a  large  quantity  of  water.  The  milky  fluid  thus  formed, 
becomes  clear  by  depositing  an  oil,  which  is  washed  with  water,  first  by 
itself  and  then  after  solution  in  ether.  The  ethereal  solution  evaporated 
in  vacuo  leaves  crotonol,  amounting  to  4  p.  c.  of  the  croton-oil. 

Pivperties,  Colourless  or  &intly  wine-yellow,  tough,  turpentine-like 
mass,  having  a  faint  odour.  It  is  the  constituent  of  the  croton  seed 
which  irritates  the  skin,  not  that  which  purges. 

It  cannot  be  distilled. 

Schlippe. 
mean, 

18  C  108     ....    70-13    69-84 

14  H 14     ....      909    9-35 

4  O 32    ....    20-78     20*81 

C18HW04  154    ....  100-00    100-00 

DeeompowtioM.  1.  When  heated  in  vacuo  (at  50  mm.  pressure)  it 
blackens,  but  does  not  distil.  On  heating  crotonol  in  a  stream  of  carbonic 
acid  to  130°— 150'^,  but  little  water  passes  over;  the  residual  portion  is 
less  acrid  than  crotonol  —  2.  Crotonol  is  decomposed  by  heating,  evolv- 
ing mild  fumes.  —  3.  When  distilled  with  water,  either  pure  or  contain- 
ing sulphuric  acid,  it  yields  an  oil  (mould-oil)  which  passes  over,  colour- 
less at  first  but  afterwards  black;  floats  on  the  distillate;  cannot  be  dis- 
tilled by  itself,  even  in  vacuo  at  200°;  and  has  a  very  nauseous  and 
mouldy  smell,  and  leaves  a  black  resin  which  gives  with  alcohol  a  turbid 
solution  precipitable  by  basic  acetate  of  lead.  —  4.  Dissolved  in  absolute 
alcohol  and  cooled^  it  does  not  yield  crystals  when  ammonia  is  passed 
into  it.  —  5.  Does  not  combine  with  concentrated  bisulphite  of  ioda.  — - 
With  melting  sodium,  it  violently  evolves  gases  and  becomes  still  more 
viscid  and  resinous,  so  that  the  action  of  the  sodium  soon  abates.  —  7.  By 
boiling  with  a  soltUion  of  potash,  or  soda,  it  is  converted  into  a  brown 
resin  which  no  longer  reddens  the  skin. 

Alcoholic  crotonol  does  not  precipitate  metallic  salts. 


Cfldorins -nucleus  C"C1H". 

Chloride  of  Felargyl. 

C«C1H*^0»  =  C"H"CI,0». 

Cahours,    Chem.  Soc.  Qu.  J.  3,  240;  Compt.  rend.  39,  257. 

Chlorure  de  pilarpyh,  Chlorpelargyh 

Ibrmation,  (p.  369).  The  mixture  of  chlorophosphorio  acid  and 
chloride  of  pelargvl  which  passes  over  in  the  action  of  pentachloride  of 
phosphorus  on  peuurgonic  acid  is  separated  by  repeated  distillation  and 
removal  of  the  first  portion  of  the  distillate,  till  the  boiling  point  becomes 
constant 
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Colourless  llqaid^  which  boils  at  220°.  Denser  than  water.  Has  a 
powerful  odour.  Emits  strong  fumes  in  the  air.  Becomes  heated  when 
mixed  with  alcohol  and  forms  pelargonio  ether.  By  hjdrated  oxide  of 
phenyl  it  is  converted,  with  evolution  of  hydrochloric  acid^  into  a  volatile 
liquid^  which,  by  boiling  potash,  is  resolved  into  hydrated  oxide  of  phenyl 
and  pelargonio  acid: 

C"»flH)*  +  C»C1H»70»  -  fiCl  +  C»H«0^ 


Acetonine. 

Stajdeler.     6dit  NachrichUn  1853,  121  ;   Pharm.  Cenir.  1853,  438; 
I^.  Ann.  Chim.  Phy$.  42,  226 ;  more  fully,  Ann.  Pharm.  Ill,  308. 

Formation,  1.  The  solution  of  ammonia  in  acetone  leaves  by  sponta- 
neous evaporation,  a  colourless  syrup,  which  in  time  changes  into  aceto- 
nine.  —  2.  This  compound  is  likewise  formed  when  acetone  saturated 
ammonia  is  heated  to  100°  in  a  sealed  glass  tube. 

Properties,  Colourless  liquid,  having  a  peculiar  nrinons  odour,  and  a 
burning  taste  and  alkaline  reaction. 

Readily  soluble  in  water.  The  aqueous  solution  becomes  turbid  for  a 
while  when  heated.    Potash  separates  acetonine  from  it  in  oily  drops. 

ChloroplatinaU  of  Acetonine,  —  C^®H"N',HCl,PtCP  Lustrous,  orange- 
coloured  four-sided  prisms  with  oblique  terminal  faces.  Soluble  in  water 
and  in  boiling  alcohol  containing  hydrochloric  acid.  Insoluble  in  ether. 
Gives  by  analysis  27*96  p.  o.  platinum,  the  formula  requiring  27' 37  p.  e. 

OxalaU  of  Acetonine.  —  C"H"N*,C*H*0«  +  2 Aq.  Crystallises  from 
the  hot  saturated  alcoholic  solution  in  delicate  colourless  prisms,  which 
lose  2  At.  of  water  at  100^  are  decomposed  at  a  higher  temperature,  are 
readily  soluble  in  water,  but  insoluble  in  ether.  The  crystals  give  by 
analysis  5000  p.  c.  carbon,  and  8*41  hydrogen,  the  formula  requiring 
50-38  C,  and  8-40  H.     They  give  off  3-43  p  c.  (1  At.)  water  at  100°. 

Acetonine  is  readily  soluble  in  alcohol  and  in  ether. 

Fittig  {Ann,  Pharm.  110,  17)  could  not,  in  a  great  number  of  ezperiments, 
obtain  .acetonine  by  the  method  aboye  giren,  but  by  spontaneous  evaporation  of  the 
acetone  which  had  been  saturated  with  ammonia  and  heated  in  the  water-bath,  he 
obtained  crystals  of  paracetone  with  6  At.  water  (C'H^O^  +  6Aq).  St&deler,  however 
(Ann.  Pharm,  100,  300),  maintains  his  former  statements,  and  attributes  Fittig's 
results  to  errors  of  experiment  (see  additions  to  vol.  is,  at  the  end  of  this  volume). 


Thiacetonine.    C»H"XS*. 

Stadelbr.    loc.  eU.  (compare  ix,  14). 

Produced  by  the  action  of  ammonia  and   sulphuretted  hydrogen  on 
acetone : 

3C«H«0«     +     NH5     +     4HS     =     C^H^NS*     +     6  HO 
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Acetone  is  treated  with  ammonia  and  snlphnretted  hydrogen  alternately, 
till  an  oily  liquid  is  obtained^  floating  on  a  crystalline  pnlp  of  sulphy  drate 
of  ammonia.  This  liquid,  which  has  an  extremely  fetid  odour,  is  some- 
times merely  a  mixture  of  oily  basic  products,  but  sometimes  it  contains 
also  ft  ajstallisable  base,  which  is  thiacetonine.  —  To  separate  this  base 
the  erode  oil  is  digested  with  ether ;  hydrochloric  acid  is  added  by  drops, 
and  the  resnltinff  solid  prodnot  is  freed  from  an  adhering  syrupy  liquid 
by  washing  with  ether,  eolation  in  water,  eTapoxation  to  drynesa,  and 
washing  with  alcohol.  Hydrochloiate  of  thiaoetoniiie  is  thns  obtunod 
from  which  the  base  itself  may  be  precipitated  by  ammonia* 

Thiacetonine  appears  also  to  be  produced  by  the  dry  distillation  of 
sulpbydrate^of  caroothiacetonine ; 

C»HWN«H*,2HS  =  CWH«NS<  +        'C?NS3H 


Snlph.  of  carbothiace-  Thiacetonine.  Hydrosulphocyanic 

tonine.  add. 

or  by  boiling  the  alcoholic  solution  of  that  substance  : 

C»H»N«S*,2HS     +     4H0     =     2C03     +     KH<S,HS     +     a^awNS* 

Thiacetonine  has  a  very  faintly  sweet  and,  at  the  same  time,  rather 
bitter  taste ;  its  odour  is  not  peculiarly  repulsive.  It  dissolves  readily  in 
alcohol  and  ether,  and  may  be  obtained  in  good  crystals  from  the  alcoholic, 
and  likewise  from  the  ethereal  solution,  if  the  latter  be  poured  upon  water 
in  a  tall  vessel  and  the  ether  left  to  evaporate.  The  crystals,  heated  in 
a  glass  tube,  melt  and  sublime  completely  in  colourless  oil-drops  which 
partly  solidify  in  the  crystalline  form  on  cooling.  Heated  with  soda- 
Ume,  it  gives  off  ammonia  in  large  quantity,  and  yields  oily  drops  which 
smell  like  ch incline  and  solidify  after  a  short  time  in  the  crystalline 
form.  Heated  with  nitre  and  hydrate  of  potash,  it  forms  a  saline  mass, 
rich  in  sulphuric  acid. 

Thiacetonine  dissolves  without  decompoBition  in  hydrochloric,  nitric, 
sulphuric,  and  acetic  acid,  forming  crystalline  salts.  —  The  hydrochlorate 
crystallizes  from  its  aqueous  solution  by  spontaneous  evaporation  in 
beautiful  nacreous  plates,  having  angles  of  78  and  102^  nearly.  It  dis- 
solves readily  in  water,  much  less  in  cold  alcohol,  very  easily  in  boiling 
alcohol,  not  at  all  in  ether.  Has  a  faint  odour  and  a  peculiar  sweet  and 
bitterish  taste.  The  solutions  are  neutral.  Heated  in  a  glass  tube,  it 
sublimes,  leaving  a  little  charcoal  and  forming  oily  drops  which  gradually 
crystallize.  Nitrate  of  silver  added  to  its  solution  throws  down  chloride 
of  silver ;  but  on  heating,  especially  if  ammonia  has  been  added,  sulphide 

of  silver  is  formed. -~- The  original  hydrochlorate  of  thiacetonine  (ot^f.^p.),  gave 
by  analysis  19  p.  c.  and  16*93  p.  c.  hydrochloric  acid,  whereas  the  formula 
C'^H^NS'*,HC1  requires  15*11  p.  c.  Probably  it  contained  sal-ammoniac;  moreover 
both  determinations  were  made  with  only  0*1  grm.  of  substance.  —  Chloroplatinate 
of  thiacetonine  is  a  lemon-yellow  crystalline  precipitate.  —  The  nitrate 
forms  long  colourless  fournsided  prisms  with  oblique  terminal  faces, 
sparingly  soluble  in  water  and  alcohol.  —  The  mlphate,  which  crystal* 
lizes  with  difficulty,  is  sparingly  soluble  in  water,  insoluble  in  alcohol.  — 
The  acetate  is  very  soluble  in  water  and  alcohol,  and  difficult  to  crvstal- 
lize.  —  The  chromate,  obtained  by  mixing  the  solution  of  the  hydrochlorate 
with  chromate  of  potash,  is  a  thick  yellow  flocculent  precipitate  which 
gradually  becomes  crystalline. 

Thiacetonine  is  probably  Identical  with  Zeise's  akeethine  (ix,  12). 


1 
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Carbotidacetonine.   C?^H«N«s*. 

Stadelbr.    loe.  ci^.-^Farther,  Ann.  Fharm.  Ill,  316. 

Produced,  as  a  sulph  jdrate,  by  the  action  of  aqneone  ammonia  and 
bifiulphide  of  carbon  {%,  e,  of  snlphocarbonate  of  ammoniom)  on  acetone  : 

3C«H«0«     +     2NH<S,C«S*     »     6  HO     +     C»H»N»S*,2HS 

Tbe  sulpbjdrate  of  carbothiacetonine  thus  prodaoed  is  a  ciyetallino  body 
[originally  obtained  by  Hlanweti  [ix^  14],  who  howerer  assigned  to  it  the  improbable 
fonnnla  2C«H«S,CSH8NS'  +  2(C»H«,CWS«^  -  C»H«N»S»],  which,  gives  by 
analysis  45*54  p.  e.  carbon,  7*13  hyarogen,  10*69  nitrogen,  and  37*23 
sulphur,  agreeing  nearly  with  the  formula  C^H^N'S^  which  requires 
45*46  G,  7*58  H,  10*61  N,  and  36-35  S.  — Its  alcoholic  solution  mixed 
with  bichloride  of  platinum  yields  a  brownish  yellow  amorphous  preci- 
pitate, which  may  be  dried  at  100^  without  decomposition,  and  then 
yields  by  analysis  22*84  p.  c.  C,  3*32  H,  5*48  N,  and  37'64  Pt,  repre- 
sented, according  to  Stadeler,  by  the  formula  C«»H"N*SSPtS»  +  PtCl*, 
requiring  22*63  G,  340  H,  5*28  N,  and  37*19  Pt  Its  formation  may 
be  represented  by  the  equation  : 

CJ»HWN«S*.2  HS     +     2  PtCP     -     2  HQ     +     (C»HMN»S^PtS»  +  PtCP) 

Hlasiwetx  assigned  to  this  precipitate  the  formula  C^H^N^,  3  PtS*. 


Primary  Nucleus  G"H*», 
Oafysulphv-nudeua  C»(SO»)»H"0», 

Sulphocamphoric  Acid. 

0"H"S»0»  =  C»(SO*)»H"0«,0«l 

Ph.  Waltbr.    (1840.)   Ann.  CJUm.  PhyB.  74,  38;  J.  fn\  Chm.  21,  241; 
Ann.  Pharm.  36,  59;  N.  Ann.  Chim.  Phys.  9, 177. 

Aeide  tuffoeamphoriqMe,  CamphenehwefeUSure. 

!FormcUi<m.  By  the  action  of  anhydrous,  fuming,  or  common  sul- 
phuric acid  on  camphoric  acid. 

Preparation.  Finely  powdered  camphoric  acid  is  introduced  in  small 
portions  into  a  platinum  capsule  half  filled  with  oil  of  vitriol,  so  that  the 
oil  of  vitriol  remains  in  great  excess,  whereby  the  camphoric  acid  is  dis- 
solved to  a  perfectly  limpid  liquid.  When  either  fuming  or  anhydrous  sulphuric 
add  is  used,  sulphurous  add  is  eyolved,  and  the  fluid  becomes  yellow  or  brown  and 
afterwards  darker.  On  carefully  heating  the  solution,  bubbles  of  carbonic 
acid  are  evolved  from  45°  to  50°,  more  abundantly  at  60°,  so  that  to  pre- 
vent overflowing,  the  basin  must  be  frequently  removed  from  the  water- 
bath.  The  liquid  is  stirred,  and  the  heating  continued  as  long  as  car- 
bonic acid  is  evolved,  and  the  now  brown  liquid  is  diluted  with  a  large 
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quantity  of  water  and  allowed  to  stand  for  several  days^  whereupon  the 
undeoomposed  oamphoric  acid  is  deposited,  together  with  a  g^en  sub- 
stance which  colours  the  aaueons  mixture  green.  The  liquid  is  filtered 
and  evaporated  to  crystallisation  in  vacuo  over  sulphuric  acid,  which  is 
frequently  renewed;  the  crystab  are  drained  on  a  funnel,  repeatedly 
pressed  between  blotting  paper,  afterwards  ground  and  again  pressed  to 
remove  the  adhering  sulphuric  acid  as  much  as  possible,  then  dissolved  in 
alcohol,  and  the^solution  is  allowed  to  evaporate  spontaneously.  The  crys- 
tals obtained  are  collected,  pressed,  and  again  recrystallised  from  alcohol, 
until  they  are  nearly  colourless,  then  once  more  crystallised  from  water 
and  allowed  to  dry  in  the  air  on  blotting  paper.  Formerly  Walter  decom- 
posed the  mixture  of  sulphocamphoric  acid  and  oil  of  vitriol  with  carbonate 
of  baryta  or  oxide  of  lead,  then  the  baryta-salt  with  sulphuric  acid,  or 
the  lead-salt  with  sulphuretted  hydrogen;  but  in  this  manner  he  never 
obtained  the  acid  dry  or  of  constant  composition,  but  contaminated  with 
sulphuric  acid,  as  the  lead-salt  is  accompanied  by  a  product  of  decomposi- 
tion containing  sulphuric  acid.  This  sulphuric  acid  Walter  formerly 
erroneously  supposed  to  be  derived  from  the  sulphocamphoric  acid  by  its 
decomposition  m  the  evaporation  of  its  aqueous  solution. 

Properties.  Hydrated  sulphocamphoric  acid  forms  colourless,  six- 
sided  prisms.  It  has  a  very  sour  taste,  and  makes  the  teeth  feel  blunt. 
In  vacuo  the  crystals  lose  4  At.  of  water  =  1 2*5  p.  c.  (Calculatioii  12-49  p.  c), 
and  also  their  crystalline  structure,  passing  into  anhydrous  sulphocam- 
phoric acid,  which  likewise  remains  on  evaporating  the  aqueous  solution 
to  dryness  in  the  water-bath. 


Dried  in  vacuo. 

1 A  H                            1 A 

42-82    

6-34    

38-09    

12-75     

Walter. 

.    43-01 
6-42 

12  0 96    .... 

.    37-79 

2  S  32    .... 

.     12-78 

C»H"S«0»  ....  252    .... 

Cry»taUi9€(f. 
20  H     20 

100-00    

....    37-47 
....      6-94 
....     44-43 
....     11-16 

.  100*00 

Walter. 

37-82 

7*02 

16  O      128 

2  S      82 

43-95 

11-21 

C"H"S»0»  +  4Aq 288 

....  100-00 

........  100-00 

Decompogitians.  1.  The  acid  gives  off  water  of  crystallisation  when 
heated  on  platinum-foil,  melts  (on  mercury  at  leo""  to  165^)  undergoing 
decomposition,  acquires  a  red  colour,  then  chars,  evolves  thick  white 
fumes,  and  entirely  disappears.  —  2.  The  aqueous  solution  may  be  eva- 
porated to  dryness  in  the  water-bath  without  undergoing  decomposition. 
—  3.  It  is  but  sparingly  soluble  in  cold  oil  of  vitriol,  more  soluble  on 
the  application  of  heat;  but  when  strongly  heated,  the  solution  acquires 
a  red,  then  becomes  black,  the  colour  being  already  very  dark  when  near 
the  boiling  point  —  the  sulphocamphoric  acid  being  destroyed  and  sul- 
phurous acid  evolved.  With  anhydrous  sulphuric  acid,  it  forms  a  blood- 
red  solution,  with  partial  decomposition.  —  4.  It  is  not  changed  by 
trituration  with  ioJtntf.— 5.  With  bromine,  it  evolves  hydrobromic  acid 
gasy  and  yields  a  compound  denser  than  water.  — 6.  When  cAforiiM  is 
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imssed  through  aqaeons  sulphocamphorio  aeid,  a  viBoid  oil  separatesj 
sinking  to  the  bottom;  this  oil  burns  with  a  greenish  flame  when  heated. 

ChmhinatioM.  Sulphooamphorio  acid  is  very  readily  soluble  in  wa'er; 
single  scales  dissolve  almost  instantaneously^  moving  rapidly  to  and  froj 
the  anhydrous  acid  dissolves  even  more  quiokly  and  with  more  rapid 
movements. 

Soluble  in  hydrochloric,  nitric  and  cold  atdphuric  aeid,  without  deoom- 
position. 

Insoluble  in  bisulphide  of  carbon. 

Sulphooamphorio  acid  is  bibasic.  All  its  salts  are  soluble.  Only 
netOral  salts  =  C^H^^M'S^O''  are  known. 

SuJphocamphoraU  of  Ammonia,  —  Concentrated  aqueous  sulpho- 
oamphorio acid  is  supersaturated  with  ammonia,  and  the  mixture  allowed 
to  evaporate  spontaneously  in  the  air  (in  vacuo  nearly  all  the  ammonia 
escapes).  This  salt  has  a  somewhat  variable  composition,  owing  to  the 
tendency  of  the  ammonia  to  escape. 

Needles  grouped  in  stars,  having  an  acrid,  pungent  taste.  Beddens 
litmus.     Very  soluble  in  water,  somewhat  soluble  in  alcohol. 


18  C      

2  N 

108 

9fl 

....    35-52    . 

...«             7*09         .< 

....     10-52    . 
....    86-86     .. 

Walter. 

35-5 

Q»4 

24  H     

24 

7.7 

2  S      

«      32 

10-5 

14  O     

112 

36-9 

CWH"(NH*)«S 

?0"  +  2A( 

1 304 

....  10000    .. 

100-0 

Sulphocamphorate  qfPoUuh.  —  (When  aqueous  sulphocamphoric  acid 
is  neutralised  with  potash  and  left  to  evaporate,  a  «dt  which  reddens 
litmus  crystallises  on  the  upper  part  of  the  vessel  in  masses  resembling 
cauliflower-beads,  and  at  toe  bottom  of  the  vessel  a  salt  composed  of 
needles  and  producing  a  brown  stain  on  turmeric  paper).  Sulphocam- 
phoric acid  dissolved  in  absolute  alcohol  is  neutralised  with  alcoholic 
potash,  whereupon  the  salt  separates  in  fine  needles  as  soon  as  the  neu- 
tralisation is  nearly  complete,  so  that  the  liquid  solidifies.  The  product 
is  collected  on  a  filter,  washed  with  alcohol,  pressed  and  then  dried,  first 
in  the  air,  then  in  vacuo. 

Very  slender,  colourless  needles.  Taste  acrid,  cooling,  similar  to  that 
of  Epsom  salts.  Neutral  to  vegetable  colours.  Dissolves  rapidly  in 
water  with  movements  similar  to  those  of  sulphocamphoric  acid.  Spar- 
ingly soluble  in  alcohol,  still  less  in  absolute  alcohol,  very  sparingly 
in  ether. 


2K0 

94'4  ....    28*74    ... 

Walter. 
28-65 

18  C     

14  H    

108      ....    82-88    ... 

32-65 

4-35 

10  0    

80      ....    24'36    ... 

24-48 

2  S     

....     oZ       ....        9  70     ... 

....      9-87 

C"H"K*S«0» ... 

328-4  ....  100-00    ... 

10000 

Sulphocamphorate  of  Bai^yta,  —  The  aqueous  add  is  saturated 
M^bonate  of  baryta,  the  saturation  being  promoted  by  the  aid  of  hieat. 
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The  filtered  solution  leaves  on  evaporation  a  colourless,  or  slightly 
yellow,  gummy,  non-crystalline  mass,  easily  detached.  (When  the  mix- 
ture of  sulphuric  acid  and  sulphocamphoric  acid,  diluted  with  a  large 
quantity  of  water  is  neutralised  with  carbonate  of  baryta,  a  yellowish, 
impure  salt  is  obtained,  other  products  of  decomposition  being  mixed 
with  it.) 

Tastes  unpleasant,  very  saline  and  at  the  same  time  sweet  Reddens 
litmus  slightly.  Bums  when  heated  on  platinum,  foil,  and  leaves  a 
greenish  white  mass,  which  is  a  mixture  of  sulphide  of  barium  and  sulphate 
of  baryta. 

Walter. 

2BaO 153  ....  39*53    3950 

18  C 108  ....  27-88     28-40 

14  H 14  ....  3-61     3-63 

10  O 80  ....  20-68     2018 

2  S  32  ....  8-30     8-29 

CWH"Ba«S80M 387     ....  100-00    lOO'OO 

Sidphocampharaie  of  Lime, — Aqueous  sulphocamphoric  acid  is  neu- 
tralised with  lime-water  and  the  solution  evaporated  in  vacuo  over  oil 
of  vitriol,  a  non-crystalliue  residue  remaining. 

Soluble  in  water,  less  soluble  in  alcohol. 

Walter. 

2CaO    56  ....  19-31     19-2 

18  C    108  ....  37-24     34-6 

14  H    14  ....  4-82     5-0 

10  O    80  ....  27-59     30-3 

2S     32  ....  11-04     10-9 

CWH"Ca«S«0»«    290    ....  100-00    1000 

Sulphoeamphorate  of  Lead.  —  Prepared  like  the  baryta-salt.  The 
solution  evaporated  over  the  water-bath,  in  vacuo,  or  spontaneously, 
leaves  an  amorphous  mass,  which  yields  a  white  powder  when  ground. 
Tastes  sweet,  like  other  lead-salts.  Reddens  litmus.  When  heated  on 
platinum  foil  it  burns  and  leaves  oxide  of  lead.  Soluble  in  water, 
insoluble  in  alcohol. 

Ihried  in  vacuo  or  at  1 20°-l30^  Walter. 

2  PbO    223-6  ....    48-64     48-84 


18  C  

14  H  

108 

14 

....  23-62  ... 
....   3-07  ... 
....  17-64  ... 
....   7-03  ... 

23-63 

3-08 

10  O  

80 

17-37 

2  S  

32 

7-08 

CWH"Pb»S»0» 

....  457-6 

....  100-00  ... 

10000 

Stdphocampkorate  of  Copper.  —  When  aqueous  sulphocamphoric  acid 
is  neutralised  with  oxide  or  carbonate  of  copper,  and  the  green  solution 
left  to  evaporate,  nodular  crystals  are  obtained,  which  seem  to  be 
C"ff*Cn»S*0"H-2Aq;  it  is  however  difficult  to  obtain  the  salt  pure,  and 
it  is  generally  contaminated  with  an  acid  salt,  which  can  be  extracted  by 
repeated  washing  with  alcohol. 

Sulphoeamphorate  of  Baryta  and  Copper,  —  When  sulphate  of  copper 
is  added  in  small  quantities  to  cold  aqueous  sulphoeamphorate  of  baryta 
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until  no  more  snlpbate  of  baryta  is  precipitated,  and  the  green  filtrate  is 
eraporated  over  tne  water-batn,  sulphate  of  baryta  is  continaoosly  precipi- 
tated, and  at  ]ast  a  solution  free  from  baryta  remains,  which  crystallises 
on  evaporation.  In  vacuo^  at  the  common  temperature,  the  green  filtrate 
may  be  evaporated  without  undergoing  decomposition.  Accordingly  a 
double  salt  first  forms  in  the  cold,  which  deposits  sulphate  of  baryta  when 
heated.  As  the  sulphuric  acid  can  form  only  at  the  expense  of  the 
oxygen  in  the  organic  substance  (or  the  oxide  of  copper),  the  crystallised 
salt  must  contain  a  modified  sulphocamphoric  acid. 

Sulphoeamphorate  of  Sliver,  —  When  aqueous  sulphocamphoric  acid  is 
neutralised  with  oxide  of  silver,  the  filtered  solution  evaporated  in  the 
water-bath  or  in  vacuo,  deposits  crystalline  crusts  ;  but  it  often  becomes 
yellow,  and  then  yields  a  salt  having  a  faint  yellow  colour. 

Sometimes  colourless,  sometimes  yellow  crystalline  crusts,  having  a 
very  disagreeable  and  strongly  metallic  taste.  Beddens  litmus.  Less 
soluble  in  water  than  the  sulphocamphorates  above  described.  Sparingly 
soluble  in  cold  alcohol,  more  soluble  in  hot  alcohol. 


2  Ag  216'2 

18  C     

14  H    

12  O    

2  8     


Walter. 

216'2  ....    46-37    .... 

....    46-38 

108      ....    23*18    .... 

....    2802 

14      ....      3-00    .... 

....      2-99 

96      ....    20-59    .... 

....    20-72 

32      ....      6-86    .... 

....      6-89 

C"H"Ag^O»«  ....  466-2  ....  100-00    100-00 

Sulphocamphoric  acid  dissolves  very  readily  in  common  and  in 
absolute  alcohol. 

It  is  soluble  in  ether* 

It  is  insoluble  in  cold,  and  very  sparingly  soluble  in  hot  oilofiur* 
perUine. 
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Actum  of  Potash  and  Soda  on  Organic  Compounds.  —  The  action  of 
these  two  alkalis  on  organic  substances  is  not  always  the  same^  the  use  of 
potash  being  more  advantageous  than  that  of  soda^  for  the  production  of 
certain  compounds.  The  two  following  instances  of  the  difference  of 
action  hare  been  particularly  examined  by  Possoe.  (iV.  Ann,  Chim, 
Fhffs,,  56,  301): 

1.  Formation  of  Oxalates,  When  starch,  sawdast,  straw,  bran>  wool, 
silk,  leather,  horn,  <feo.,  is  heated  with  strong  potash-ley  to  a  temperature 
between  200°  and  225"^,  the  solid  matter  dissolves  and  forms  a  brown  mass 
containing  a  considerable  quantity  of  nlmlc  acid;  and  on  continning  the 
heat,  the  mass  becomes  yellow  and  whitish,  and  the  ulmic  acid  is  converted 
into  oxalic  acid,  together  with  acetic  and  formic  acids.  With  300  pts* 
of  hydrate  of  potash  to  100  pts.  of  organic  matter  dried  at  100°,  starch 
yields  125  pts.  of  oxalic  acid;  sawdust,  70;  straw,  100;  hay,  HO;  bran, 
150;  wool,  10;  silk,  12;  leather,  6;  horn,  20. 

When  soda  ia  used  instead  of  potash,  ulmic  acid  is  first  produced  as 
above ;  but  when  the  heat  is  continued,  the  oxalic,  acetic,  and  formic  acids 
appear  to  be  decomposed  nearly  as  fast  as  Ihey  are  formed;  their  pre- 
sence may  indeed  be  recocpiised  during  the  whole  course  oC  the  action; 
but  at  whatever  point  the  operation  may  be  stopped,  or  whatever  proper* 
tion  of  soda  may  be  used,  the  quantity  of  oxalic  acid  obtained  is  always 
very  small — and  sometimes^  as  in  the  case  of  wool,  silk  or  leather,  abso- 
lutely nothing. 

This  destructive  action  of  soda  appears  to  be  due  to  the  comparative!/ 
high  temperature  at  which  it  melts;  even  when'potash  is  used,  the  product 
is  much  diminished  if  the  heat  is  allowed  to  rise  too  high.  But  when  the 
hydrates  of  soda  and  potash  are  mixed  in  such  proportion  that  the  mass 
shall  fuse  at  nearly  the  same  temperature  as  pure  potash,  the  quantity  of 
oxalic  acid  produced  is  the  same  as  when  potash  alone  is  used,  or  may 
even  be  greater.  The  addition  of  soda  in  certain  proportions  renders  it  pos- 
sible to  operate  on  a  larger  quantity  of  organic  matter,  and  the  quantity  of 
oxalic  acid  produced  increases  in  the  same  proportion.  A  mixture  of  1  pt. 
of  hydrate  of  soda  with  3  pts.  hydrate  of  potash  decomposes  -^V  more  starch 
than  pure  potash;  1  pt.  of  soda  with  2  pts.  potash,  decomposes  |  more; 
a  mixture  of  the  two  alkalis  in  equal  parts  decomposes  about  the  same 
quantity  as  pure  potash;  a  mixture  2  pts.  soda  and  1  potash  decomposes 
fV  less  ;  3  pts.  soda  with  1  pt.  potash,  I  less  ;  and  with  a  still  larger 
proportion,  the  quantity  of  oxalic  acid  produced  is  very  small. 
VOL.  xin.  2  c 
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2.  ForrmxUon  of  Cyanide.  Soda,  either  pure  or  carbonated  cannot  be 
used  to  replace  potash  in  the  manufacture  of  ferrocyanides  (vii.  458)« 
If  used  alone,  it  yields  a  much  smaller  product;  and  the  addition  of  soda 
to  the  potash  diminishes  instead  of  increasing  the  quantity  of  cyanide 
formed.  The  cause  of  this  difference  appears  to  be  that  the  deoxidation 
of  soda  by  carbon  requires  a  higher  temperature  than  that  of  potash; 
and  in  consequence  of  this  higher  temperature,  the  animal  matter  is  de- 
composed and  gives  off  its  nitrogen  in  the  gaseous  form,  before  the  sodium 
is  set  free  and  enabled  to  unite  with  the  carbon  and  nitrogen.  In  prepar- 
ing cyanides  by  passing  nitrogen  gas  over  charcoal  impregnated  with  an 
alkaline  carbonate^  it  is  found  that  when  carbonate  of  soda  is  used,  a  much 
higher  temperature  is  required  than  with  potasL     (Possoz.) 


Page  170. 

Alcohoi-radicaUy  ise,  from  Boghead  Cannd  CoaL  —  The  light  oil  (A) 
obtained  by  distilling  Boghead  Gannel  coal  at  a  gentle  heat,  oontains 
alcoholrradicals  C*»H*+»  or  (C^H*^-*"^)*;  hydrocarbons  OH*^  homolo- 
gous with  defiant  gas ;  and  hydrocarbons  C*i^H'^~'  homologous  with 
benzol. 

1.  The  oil  has  a  specific  gravity  of  0*750  at  15^,  and  begins  to  boil  at 
141°.  By  treating  it  with  fuming  nitric  acid  or  with  a  mixture  of  nitrio 
aud  sulphuric  acids,  separating  that  portion  of  the  oilv  liquid  which  is 
not  altered  by  the  action  of  the  acid,  washing  it  with  aqueous  alkali, 
drying  it  by  contact  with  a  solid  alkaline  hydrate,  rectifying  over 
sodium,  and  repeated  fractional  distillation,  the  following  alcohol-radicals 
are  obtained. 


Name. 

Fomrahu 

Boiling 
point. 

Sp.  gr.  at 
18^ 

Yapour-density. 

exp. 

eiJc(2ToL) 

Propyl  or  Trityl 
Batyl  or  Tetryl 
Amyl  or  Pentyl 
Caproyl  or  Hexyl 

(C«HO» 
(C»H»)« 
(C«>H»)> 
(CMH")2 

68* 

159' 
202* 

0-6745 
0-6945 
0-7$65 
0-7568 

2*96 
3*88 
4-93 
5-83 

2-97 
3-94 
4-91 

5-87 

2.  The  original  oily  distillate  {A)  treated  with  bromine  in  presence 
of  water  is  converted  into  a  heavy  liquid  which  is  a  mixture  of  the  bro- 
mides of  the  hydrocarbons  C*°H'**  with  the  hydrocarbons  C**!!""'*"'  and 
Qs  ij^an-6^  These  latter  hydrocarbons  may  be  separated  by  distillation 
(B)y  the  bromides  CnH^Br*  then  remaining  behind.  The  brominated 
product  being  formed  in  presence  of  water,  could  not  be  obtained  free 
from  oxygen.  After  standiug  for  some  time,  it  separated  into  three 
layerfl^  tiie  upper  consisting  of  water,  with  a  small  quantity  of  hydro- 
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bromie  aeid^  the  middle  layer  of  organic  bromintf-oomponndB  00% 
the  lowest  of  aqaeoos  hjdrobromie  acid  (of  ep.  gr.  1*320,  containiDg 
37  p.  0.  HBr). 

The  organic  bromine-compoands  ((7)  when  repeatedly  treated  with 
alcoholic  eolation  of  potash  and  sodium,  reproduced  the  hydrocarbons 
from  which  they  had  been  formed.  The  brominated  oil  formed  from  the 
portion  of  the  original  oil  which  boiled  between  71°  and  72"^,  yielded 
caproyZ«i«(Atfa:yZ€ntf)C**H**(vapour-density  observed:  3'020j  oalc  2*904); 
and  the  brominated  oil  from  the  portion  boiling  between  82°  and  88^, 
yielded  omantliylene  {heptylene)  C^*H**  (sp.  gr.  0*718  at  18°.  Vapour- 
density,  observed:  3820;  calc.  3*386). 

3.  By  treating  the  mixture  of  hydrocarbons  (JS)  distilled  from  the 
bromides,  with  fuming  nitric  acid,  hemol  is  dissolved  as  nitrobensol,  the 
alcohol-rsidicals  C'^H^''''  remaining  unaltered.  A  small  quantity  of 
toluol  appears  to  be  likewise  present,  but  no  other  hydrocarbon  of  the 
same  series.  (C.  G.  Williams,  Phil,  Tram.  1857,  447 ;  abstr.  Phil, 
Mag.  [4],  13,  134;  Chem.  Gas.  1857,  19  and  25;  Ann.  Phai^.  102,  126. 
Further;  PhU.  Tran$.  1857,  737;  Okem.  Gaz.  1858,285;  abstr. -4nw. 
Phai^n.  108,  384.) 


Page  175. 

Volatile  Organic  Bases  (natural  occurrence).  —  According  to  0.  Hesso 
{J.  pr.  Ghem.  70,  60)  guano  contains  traces  of  amylamine  and  trimethyl- 
amine.  Both  these  bases,  especially  the  latter,  are  likewise  found  in  the 
leaves  d  mangold-wurtd.  According  to  Lucius  (Ann.  Pharm.  103,  105) 
guano  likewise  contains  bime thy] amine,  28  lbs.  of  guano' distilled  with 
lime  yielding  0*5  grm.  of  a  platinum-saJt  agreeing  in  composition  with 
the  formula  C*H'N.  HCl.  PtCl*. 

Putrid  yeast  contains,  according  to  A.  Miiller's  investigation  {J.  pr. 
Chem.  70,  65)  trimethylamine  and  amylamine,  probably  also  ethylamine 
and  caprylamine. — According  to  Hesse  (J.  pr.  Chem.  71,  471),  the  volatile 
bases  produced  by  the  putrefaction  of  yeast  are  trimethlyamine,  ethyl- 
amine, amylamine,  and  perhaps  also  caproylamine. 


Page  202. 


fatty  Acids.  —  According  to  Perrott  {Compt,  rend.  45,  174),  fusel-oil 
obtained  from  beet  contains  several  acids  of  the  series  C**H*"0*,  viz.  vale- 
rianic, caproic,  oBnanthylic,  caprylic,  and  pelargonic  acids,  the  two  latter 
being  the  most  abundant.  These  acids  exist  in  the  fusel-oil  in  the  form 
of  ethers,  and  may  be  separated  as  potash -salts  by  treating  with  potash 
the  residue  which  remains  after  distilling  off  the  amylic  alcohol. 

Formic,  acetic,  propionic  and  butyric  acids  have  been  found  among  the 
product  of  the  dry  distillation  of  Irish  peat.      (Sullivan,  Atlantis,  1, 185.) 


2  c2 
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*— Aceticy  butyric,  and  valerianic  acids  have  also  been  found  among 
the  products  of  the  distillation  of  a  li^ht  moss-peat  from  the  Canton 
Zurich.  (Vohl,  Ann.  Pharm.  109,  152.)  Kraut  found  caproic  and 
butyric  acids  in  the  residue  obtained  by  evaporating  25  litres  of  the 
water  of  a  spring  rising  in  boggy  ground  in  Hanover,  after  the  water 
had  stood  for  some  months  in  a  vessel  half  filled  with  it.  The  fresh 
water  exhibited  scarcely  any  trace  of  those  acids.  (Ann,  Fharm, 
103,  29.) 

Lucius  (Ann.  Pluirm.  103,  105)  found  in  guano  a  large  quantity  of 
acetic  acid,  a  smaller  quantity  of  propionic,  and  very  little  formic  acid. 
According  to  Rebling  {Arch.  Pharm,  [2]  92,  82)  butyric  acid  is  present  as 
an  odoriferous  principle  in  guano  and  in  human  fsBces;  also  in  the  ercre- 
ments  of  carnivorous  birds,  and  of  serpents  (ibid.  93,  300). 

Al.  MUller  (J.  pr,  Chan,  70,  65)  found  in  putrid  yeast,  large  quan- 

•titles  of  acetic,  butyric,  caprylic  and  butyro-acetic  acids,  very  little  formic 

and  pelargonic  acids,  and  an  acid  containing  more  than  20  At.  carbon; 

Hesse  (J.  pr.  Giem.  71,  471)  found  in  putrefied  yeast,  acetic,  butyric  and 

propionic  acids^  probably  also  fonnic,  caprylic  and  pelargonic  acid.j 
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Action  of  Alkaline  HydraUs  on  Compound  Ethers,  ->-  Compound 
ethers  decomposed  by  alkalis  generally  yield  alcohols;  sometimes,  how* 
ever,  especially  with  nitric  ethers,  the  product  of  the  decomposition  is 
not  an  alcohol  but  a  simple  ether,  just  as  in  the  precipitation  of  metallic 
salts  by  potash^  the  precipitate  is  sometimes  an  anhydrous  oxide  instead 
of  a  hydrate. 

When  nitrate  of  methyl  is  introduced  into  an  inverted  glass  tube 
standing  over  mercury,  and  a  piece  of  solid  potash  is  passed  up  tegether 
with  a  little  water,  a  formation  of  gas  begins  in  two  or  three  days,  and 
continues  for  some  weeks.     The  gas  thus  evolved  is  oxide  of  methyl: 

C«H»0,NO«  +  KG  =  C^H'O  +  KO,NO«. 

The  q^uantity  of  methylic  ether  thus  obtained  is  about  f  of  the  theoretical 
quantity;  the  rest  of  the  methyl  is  probably  converted  into  methylic 
alcohol. 

Nitrate  of  ethyl  heated  with  solid  potash,  yields  a  mixture  of  alcohol 
and  ether,  together  with  a  considerable  quantity  of  brown  humus-like 
matter.     With  dilute  potash-solution,  nothing  but  alcohol  is  obtained. 

Sulphide  of  ethyl  under  the  same  circumstances  yields  nothing  but 
alcohol. 

Bromide  of  ethyl  treated  with  hydrate  of  potash  sometimes  yields 
ether.    (Borthelot,  Compt  rend.  49,  212.) 
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Bioxymethylene. 

A.  BuTLEitow.    Ann.  Fliarm.  Ill,  242  ;  Oompt  rend.  49, 137. 

Foi'mation.  1.  By  the  action  of  oxalate  of  silver  on  iodide  of 
methylene  : 

2C*Ag208     +     2C2H«P     =     C^H^O^     +     4  Agl     +     4  C0»     +     4  CO. 

2.  By  the  action  of  oxide  of  silver  on  iodide  of  methylene.  —  3.  By 
the  action  of  oxide  of  lead  on  acetate  of  methylene  (p.  392). 

Preparation.  When  1  At.  iodide  of  methylene  is  intimately  mixed 
with  1  At.  oxalate  of  silver,  and  heated,  a  violent  explosive  action  takes 
place;  hut  if  the  mixture  he  previously  triturated  with  twice  its  weight 
of  pounded  glass,  —  or  better,  if  it  be  heated  under  a  layer  of  rock-oil,  a 
slow  regular  decomposition  takes  place;  gas  is  abundantly  evolved  con- 
sisting of  carbonic  acid  and  carbonic  oxide;  and  bioxymethylene  sub- 
limes in  the  neck  of  the  retort  or  passes  over  with  the  vapour  of  rock -oil 
into  the  receiver,  and  there  condenses  in  a  thin  white  layer,  which  adheres 
closely  to  the  sides  of  the  receiver.  It  is  purified  by  pressure  between 
paper,  and  washing  with  ether,  alcohol  and  water,  then  with  alcohol  and 
ether,  in  the  order  here  mentioned,  and  lastly  dried  over  oil  of  vitriol  and 
sublimed  in  sealed  tubes. 

Properties.  Translucent,  hard,  crystalline  cmsts  having  an  indistinct 
crystalline  structure.  It  is  odourless  at  ordinary  temperatures,  but  emits 
a  peculiar,  sharp,  irritating  odour  when  heated.  Tasteless.  Neutral  to 
litmus  paper.  May  be  sublimed  without  previous  fusion.  Begins  to 
volatilize  at  100°,  but  is  not  completely  vaporized  till  heated  above  150''; 
at  about  152%  it  melts  and  immediately  afterwards  begins  to  boil.  A 
lump  of  it  quickly  heated,  jnelts  and  boils  at  the  same  time.  Vapour- 
density  2-07. 

Butlerow.  Vol.    Density. 

4  C  24     ....    4000     3908     C-vapour 4  ....  1-6640 

4  H  *.r.'. 4     ....       6-67     6-78     H-gas  4  ....  0-2772 

4  O 32     ....     53-33     54-14     O-gas  2  ....  2'218fi 

C^U^O^    ....  60     ....  10000    10000     Vap.  ofC^H^O^  ....  2  ....  4-1598 

1  ....  2-0799 

Isomeric  with  acetic  acid  and  fonniate  of  methyl.  It  might  also  be 
regarded  as  methylglycolic  ether  ^j^j  V  0*t  were  it  not  that  Wurtz's  recent  investiga- 
tions seem  to  show  that  the  ethers  of  biatomic  alcohols  contain  the  same  number  of 
carbon-atoms  as  the  alcohols  themselves  ;  and  consequently  that  methyl-glycol  (not  yet 

obtained)  being  ^'nil  OS  mcthyl-glycolic  ether  should  be  C?H-02, 
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Decompositions,  1 .  Biozymethjlene  has  a  great  inclination  to  take 
up  an  additional  quantity  of  oxygen^  being  thereby  converted  into  car- 
bonic acid  and  water,  and  sometimes  partially  into  formic  and  oxalic  acids. 
It  reduces  the  oxides  of  silver  and  mercury  when  heated  with  them.  Nitric 
acid  or  a  mixture  of  sulphuric  acid  and  hickrovnate  of  potash  converts  it 
into  carbonic  acid  and  water.  Enclosed,  together  with  spongy  platinum, 
in  a  sealed  tube  containing  oxygen,  it  oxidises  slowly  at  ordinary,  quickly 
at  higher  temperatures,  yielding  carbonic  acid  and  water.  Heated  to 
100°  for  about  10  hours  in  sealed  tubes  with  water  and  peroxide  of  lead j 
it  yields  carbonate  and  formiate  of  lead.  In  the  preparation  of  this  compound 
by  the  process  above  given,  part  of  it  appears  to  be  oxidised  by  oxygen  derived  from 
the  oxalate  of  silver :  for  tiie  volume  of  carbonic  acid  evolved  is  greater  than  that  of 
the  carbonic  oxide  (they  should  be  equal  according  to  the  above  equation);  and  towards 
the  end  of  the  operation  oxalic  acid  sublimes  in  crystals :  C'^H'^C)^  +  60  s  C^H^O" 
+  2H0.  —  2.  With  red  iodide  of  phosphortis,  it  yields  iodide  of  methylene 
and  is  at  the  same  time  partially  carbonized.  —  3.  When  ammoniorgAs  is 
passed  over  pulverized  oxide  of  methylene,  heat  is  evolved,  a  watery 
liquid  is  separated,  and  a  volatile  crystalline  substance  is  formed  pos- 
sessing basic  properties. 

Qmlmations,  Bioxymethylene  does  not  dissolve  in  ivater,  alcohol  or 
ether^  when  merely  boiled  with  it  for  a  short  time;  but  when  heated  with 
water  to  ]  00°  in  a  sealed  tube  for  several  hours^  it  dissolves  completely, 
forming  a  solution,  which,  when  evaporated  in  vacuo^  leaves  a  residue 
consisting  chiefly  of  unaltered  bioxymethylene. 


Iodide  of  Methylene,   C»H"P. 

BuTLEROW.    Ann.  Fharm.  107,  110;  111,  242. 

Produced  by  the  action  of  iodoform  on  ethyhite  of  sodium ;  [poasibly 
thus: 

C<H«Na02     +     C»HI»     -     CH'P     +     Nal     +     C*H<0»]. 

The  best  result  is  obtained  when  9  at.  ethylate  of  sodium  (in  not  too 
concentrated  solution  and  not  turned  brown  by  exposure  to  the  air)  are 
gradually  added  to  4  at.  pulverized  iodoform.  On  adding  water  to  the 
product,  iodide  of  methylene  separates  as  an  oily  liquid  which  must  be 
washed  with  water  and  rectified  over  chloride  of  calcium. 

Yellowish,  strongly  refracting  liquid  of  sp.  gr.  3*342  at  +  5°;  at  +  2° 
it  solidifies  to  a  mass  of  broad,  shining,  crystalline  laminsB. 

Butlerow. 

2  C  12     ....       4-47     4-88     ....       456 

2H 2     ....       0-75     0-82     ....       0-85 

2 1    254     ....     94-78    95*30    ....    95-68 


(?Hn2 26S    ....  100-00    101-00    ....  101-09 

Butlerow  regards  it  as  probable  that  the  substance  which  SeruUas  obtained  (Ann, 
Chim.  Pkys.  25,  311),  by  the  action  of  pentachloride  of  phosphorus  on  iodoform,  was 
iodide  of  methylene ;  also  the  compound  which  Briining  produced  {Ann,  Pharm,  104, 
187),  by  treating  iodoform  with  alcoholic  potash.    This  last  substance  gave  by  analysis 
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4'39  to  4*59  p.  c.  C,  and  93*55  to  92*84  I,  nnmben  which  do  not  agree  yery  weU  with 
the  composition  of  iodide  of  methylene.  Brtining  assigns  to  this  compound  the  formula 
CHPO,  which  requires  4*36  C,  and  92*35  I.  Its  sp.  gr.  in  the  liquid  state  is  3*345. 
It  solidifies  in  the  crystalline  form  at  6^ ;  and  boils  between  181^  and  182**.  Vapour- 
density  9*55  at  208"*,  and  also  at  250*' ;  by  calculation  from  the  formula  CHPO,  for  a 
condensation  to  2  Tolnmes;  it  is  9*50. 

Iodide  of  methjlene  is  not  decomposed  hy  potttsdum  at  ordinary 
temperatares,  but  on  applying  heat,  an  evolution  ol  gas  immediately  takes 
place,  ending  \v1th  a  violent  explosion.  Sodium  acts  in  a  similar  manner, 
but  the  explosion  is  less  violent.  When  sodium-amalgum  containing  •)-  of 
sodium  is  rubbed  to  powder  and  heated  with  iodide  of  methylene,  a  com- 
bustible gas  is  evolved,  and  iodide  of  sodium  is  formed,  together  with  a 
blackish  carbonaceous  substance  which  glimmers  away  when  set  on  fire. 
The  gas  is  chiefly  hydrogen,  but  appears  to  contain  a  small  quantity  of 
methylene ;  for  when  it  is  passed  into  bromine,  after  having  been  freed 
from  vapours  of  iodide  of  methylene  and  of  alcohol  by  passing  first 
through  alcohol  and  then  through  water,  and  the  bromine  is  afterwards 
treated  with  potash,  a  small  quantity  of  oil  is  left  undissolved  having  an 
odour  like  that  of  Dutch  liquid.  —  Iodide  of  methylene  treated  with 
aceUxU  ofmlver  is  convened  into  acetate  of  methylene. 

Chloride  of  Methylene^  CH'Gl*,  is  produced  by  the  action  of  chlorine 
on  iodide  of  methj^lene.  When  chlorine  gas  is  passed  into  iodide  of 
methylene  contained  in  a  retort  under  water,  and  the  retort  is  gently 
heated,  a  very  volatile  liquid  passes  over  into  the  receiver,  and  iodine 
separates  in  the  crystalline  form.  The  oily  liquid,  which  is  chloride  of 
methvlene,  is  purified  by  heating  it  with  chlorine  and  a  few  drops  of 
potash-leyi  drying  over  chloride  of  calcium,  and  rectifying. 

It  is  a  colourless  liquid,  heavier  than  water,  but  lighter  than  the 
iodide:  for  fused  chloride  of  calcium  sinks  to  the  bottom  of  it.  It  has  a 
penetrating  odour  very  much  like  that  of  chloroform.  Does  not  solidify 
in  a  mixture  of  snow  and  salt.     Boils  at  about  40°. 

Butlerow. 

2C    12    ....    14-12 

2H    2    ....      2*35 

2  CI  71     ....     83-53    82-21 

C«1PCP 85    ....  100-00 

According  to  the  known  boiling  points  of  the  chlorides  of  butylene,  propylene, 
and  ethylene,  that  of  chloride  of  methylene  should  be  65^  instead  of  40^  Now 
according  to  Wurts,  the  difference  of  boiling  point  between  chloride  of  ethylene  and 
the  isomeric  body  chloride  of  ethylidene  is  25^  (See  additiotu  to  vol,  vttt,  p.  376. 
If  then  Uiis  same  difference  between  the  boiling  points  of  chloride  of  methylene,  and 
chloride  of  methylidfaie,  is  also  25%  the  latter  should  boil  at  40%  as  the  compound  now 
under  consideration  actually  does.  Hence  Butlerow  thinks  it  not  improbable  that  this 
compound  is  really  chloride  qf  methylidene^  and  conseqaently  that  the  iodide  of  methy- 
lene abo^e  described,  is  also  really  an  iodide  of  methylidine ;  but  till  this  point  is  satis- 
factorily ascertained,  it  is  best  to  designate  these  bodies  as  methylene-compounds. 

Bromide  of  Methylene  C*H'Br*.  —  Produced  by  the  action  of  bromine 
on  iodide  of  methylene.    (Butlerow.) 
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Acetate  of  Methylene. 

;  CP*H»0«  =  C*H»(C*H«07,0«. 

BuTLEROW.    loe.  eit^ 

Biaceiate  qf  methyUglyeoU  Zweifaeh-esuffsauret  MeihyUglyeoh 

Formation^  By  the  action  of  iodide  of  xnetbjlene  on  acetate  of 
silver ; 

C2H*I«     +     Ag».(C<H»0»)».0*    «    2AgI     +     C2H».(C*HH)3)^0* 

Preparation.  An  intimate  mixture  of  the  two  substances  in  equi- 
valent quantities^  with  the  addition  of  crystal]  isable  acetic  acid^  is  heated 
to  100°  for  some  hours  ;  the  resulting  mass  is  distilled  in  an  oilbath  ; 
the  distillate  is  rectified,  the  portion  which  distils  abore  150°  being 
collected  apart ;  this  portion  is  saturated  with  lime  ;  and  the  acetate  of 
lime  is  dissolved  out  bv  water.  Acetate  of  methylene  then  separates  as 
an  oil^  which  i»  driea  by  chloride  of  calcium,  and  freed  from  the  last 
traces  of  iodide  of  methylene  and  acetic  acid  by  distillation  over  dry 
acetate  of  silver  and  a  small  quantity  of  quick  lime. 

Propeiiie$^  Oily  liquid,  heavier  than  water^  and  having  an  aromatio 
taste  with  pungent  after-taste* 

Butlerow* 

...    45*45     ........    4504     ....    44*83 

6-06    6-13    ....      6*14 

....     48-49     48-83    ....     49*03 


10  c    

........    60 

8  H    

8 

8  0    

64 

C>«H80» 132    ....  100-00    100-00    ....  100*00 

Acetate  of  methylene  dissolves  in  water  to  a  certain  extent  without 
decomposition  j  but  when  enclosed  in  a  sealed  tube  with  a  quantity  of 
water  not  sufficient  to  dissolve  it  at  ordinary  temperatures,  ana  heated  to 
100°  for  twenty  hours,  it  is  dissolved  and  completely  decomposed,  yielding 
acetic  acid  and  a  solid  volatile  substance  which  dissolves  readily  in  water 
and  remains  as  a  white  residue  when  the  solution  is  evaporated  in  vacuo. 
—  Acetate  of  methylene  boiled  with  aqueous  alkalis  (potash  or  baryta- 
water)  or  heated  with  them  in  sealed  tubes,  is  decomposed,  yielding  an 
acetate  of  the  alkali,  and  perhaps  also  a  small  quantity  of  formiate. 
Keither  in  this  deoomposition  nor  in  that  by  water,  is  any  hydrate  of  methylene  (methyl- 

glycol)  formed.  —  When  acetate  of  methylene  is  heated  with  water  and 
oxide  of  lead  in  a  sealed  glass  tube^  acetate  of  lead  is  formed,  together 
with  hioxymethylene  (p.  d89)« 

^[(ShW  }  ^J     +     4PbO    =     4Cm3PbO<     +     C-^H^O* 

It  is  also  decomposed  by  ammonia,  but  neither  in  this  case  is  any 
methyl-glycol  formed.  — These  facts  seem  to  show  that  methyl-glycol 
has  no  existence.     (Butlerow.) 
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Chloride  of  Methyl  (?H'CL  —  This  componnd  was  first  obtained  Ly 
Dumas  and  Peligot,  who  prepared  it  bj  the  action  of  a  mixture  of  sul- 
phuric acid  and  chloride  of  sodium  on  wood-qjirit.  Bunsen  obtained  a 
£as  having  the  same  composition  and  physical  properties  by  the  action  of 
neat  on  basic  perchloride  of  cacodjl  (ix,  347);  and  Kolbe  &  Warrentrapp 
{Ann.  Fharm,  76,  37)  also  obtained  a  gas  of  the  same  composition  by 
leaving  a  mixture  of  equal  volumes  of  marsh-gas  and  chlorine  exposed  to 
diffused  daylight.  Gerhardt  {Traits  de  Chim.  org,  i,  566)  regarded  the 
first  only  of  these  products  as  C'H^.Cl ;  the  two  latter  as  C'H^CLH. 

Baeyer  (Ann.  Fluirm.  103,  181)  has  endeavoured  to  decide  upon  the 
identity  -^r  non-identity  of  the  gases  obtained  by  the  above  three  methods 
by  examining  their  absorbability  in  water.  —  1 .  For  the  gas  obtained  by 
the  decomposition  of  basic  perchloride  of  cacodyl,  he  found  the  co-efiicient 
of  absorption*  in  water  to  be  at  T  =  5*304  ;  at  14°  =  4172  ;  at  20° 
=  3-462  ;  at  25°  =  3034.  This  gas  also  forms  with  water  below  6° 
a  solid  colourless  hydrate  which  separates  in  amorphous  films  when  the 
gas  is  passed  into  cold  water,  but  may  be  obtained  by  slow  cooling  in 
large  crystals,  apparently  rhombic  prisms.  —  2.  The  gas  produced  by 
the  action  of  sulphuric  acid  and  chloride  of  sodium  on  wood-spirit  like* 
wise  forms  this  hydrate,  and  the  pure  gaseous  chloride  of  methyl  thus 
obtained  exhibited  the  same  degree  of  absorbability  in  water.  —  3.  The 
substitution-product  obtained  by  the  action  of  chlorine  on  marsh-gas  did 
not  form  any  hydrate  with  water,  and  exhibited  a  much  lower  degree  of 
absorbability  (0*08  at  14°).  .Hence  Baeyer  concludes  that  the  gas  pro- 
duced by  the  decomposition  of  basic  perchloride  of  cacodyl  is  identical 
with  chloride  of  methyl,  but  that  the  substitution-product  of  the  action  of 
chlorine  on  marsh-gas  it  merely  isomeric  with  it. 

According  to  Berthelot,  on  the  other  hand,  the  last-mentioned  gas  is 
really  chloride  of  methyl,  and  may  be  converted  into  methylic  alcohol  by 
the  action  of  potash^  OT.  (see  xii,  478.) 


Page  319. 

Bimethylamilie.  (CW)MI.N.  Oossman,  by  decomposing  sulphite 
of  aldehyde-ammonia  with  lime,  obtained  an  organic  base,  having  the 
composition  C^H^N,  which  he  supposed  to  be  ethylamine  {yid  ix,  26;  also 
Ann.  Fharm,  91, 122).  It  has  however  been  shown  by  Petersen  {Ann. 
Fhaiirn,  102,  317)  that  the  base  thus  obtained  is  not  ethylamine,  but  the 
mctamerio  substance  bimethylamine.  —  This  was  proved  by  subjecting 
the  base  to  the  action  of  iodide  of  ethyl,  whereby  the  iodide  of  himeihyU 
hieihylhtm  (C'H')'(C*H*)*N  was  produced  (see  next  page). 

Bimethylamine  may  also  be  obtained  from  sulphite  of  aldehyde- 
ammonia,  without  the  action  of  lime,  viz.  1.  By  heating  the  compound 
to  140*^  or  150°  in  a  sealed  tube,  and  boiling  the  resulting  brown  mass 

*  The  coefficient  of  absorption  of  a  gas  in  a  liquid,  is  the  volume  of  gas,  reduced  to 
O^C  and  0*760  met.  pressure,  which  is  almorbed  by  a  unit  of  volome  of  the  liquid  under 
the  same  pressure. 
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with  hjdrochlorio  acid.  Sulphar  then  separates;  the  aldehyde  is  partly 
given  off,  partly  converted  into  poetic  aoid;  a  small  quantity  of  sulphuric 
acid  is  also  formed;  and  on  distilling  the  liquid  with  potash,  bimethyla- 
mine  is  given  oS,  while  acetate  and  sulphate  of  potash  remain  behind.  — 
^.  By  heating  an  aqueous  solution  of  sulphite  of  aldehyde-ammonia  for 
some  time^  and  afterwards  distilling  it.  An  ammoniacal  liquid  then 
passes  over  at  first;  afterwards  sulphur  separates;  and  between  125**  and 
150^,  there  pass  over  —  together  with  sulphide  of  ammonium  and  sulphite 
and  acetate  of  ammonia  —  oily  drops  of  liquid  having  the  odour  of  garlic, 
and  consisting  of  bisulphide  of  ethyl  CfU'S^  the  Quantity  of  which 
increases  when  the  dried  contents  of  the  retort  are  neated  with  water 
somewhat  more  strongly  than  before.  The  liauid  gave  by  analysis  51*8  p.  c 
sulphur,  the  formula  C^H'S'  requiring  52*46  p.c.  —  Alter  the  sulphide  of  ethyl 

has  passed  over,  bimethylamine  is  evolved  together  with  carbonic  acid, 
and  in  the  retort  there  remains  sulphate  of  bimethylamine,  together  with 
ammoniacal  salts.     (Petersen.) 

Bimethylamine  is  volatilOi  with  a  strong  ammoniacal  odour :  gaseous 
at  ordinary  temperatures.  Its  boiling  point  appears  to  lie  between 
lO'^andia*'. 

• 
HydrochloraU  of  Bimethylamine  OIFN.HGI,  formerly  mistaken  for 
hydrochlorate  of  ethylamine,  forms  lamino-crystalline  masses,  which  are 
very  hygroscopic  and  easily  fusible.  It  dissolves  readily  in  water,  with 
nearly  equal  facility  in  alcohol,  much  less  in  ether.  Gossman's  analysis 
(Ann,  Pnai^m*  91, 122)  gave  43*0  p.  c.  chlorine,  the  formnla  requiring 
43*55. 

Plaanvmr-sali  OH^N.HCLPtCl*.  —  Yellow  precipitate  rather 
sparingly  soluble  in  water,  less  in  alcohol  and  ether. 

Analysis  gave  39*3  to  39*6  p.  c.  platinum,  the  formula  requiring 
39-31. 

Bimethyl-biethylammonium.  ((?H»)«(C**)«N.  —The  iodide  of 

this  radical  is  obtained  by  passing  gaseous  bimethylamine  (evolved  from 
the  hydrochlorate  by  distillation  with  potash)  into  iodide  of  ethyl,  by 
which  it  is  readily  absorbed,  and  heating  the  resulting  liquid  to  100^  in  a 
sealed  tube  which  then  becomes  filled  with  white  tabular  crystals  of  the 
iodide,  easily  soluble  in  water  and  alcohol. 

The  (Moroplatiwxte  (C*H»)»(C*H»)»NCl.PtCl*  was  prepared  by 
decomposing  the  iodide  with  oxide  of  silver,  saturating  the  alkaline 
filtrate  with  hydrochloric  acid,  and  adding  bichloride  of  platinum.  The 
solution  concentrated  by  evaporation  deposited  the  platinumnsalt  in 
yellowish  prisms  or  tabular  crystals  moderately  soluble  in  water,  sparingly 

in  alcohol  and  ether. 

* 

Petersen. 

12  C  72-0  ....    23-43    23-43 

16  H 16-0  ....      5*22 62-31 

N  ^ 14-0  ....  4-55 

3  CI 106-5  ....  34-67 

Pt 98-7  ....    32-13     32-28 

C"H«NCl.PtCl» 307-2    ....  100-00 
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Trimethylamine  (C'H')'N.  —  This  base  bas  been  found,  by  Dcssaignes, 
in  human  urine.  —  On  distilling  a  considerable  quantity  of  the  urine,  a 
liquid  was  obtained  which  smelt  strongly  of  ammonia  and  also  like  sea- 
fisn,  and  turned  reddish  when  saturated  with  hydrochloric  acid.  This 
solution,  when  concentrated,  deposited  a  large  quantity  of  chloride  of 
ammonium;  and  on  evaporating  the  mother-liquor  to  dryness,  digesting 
the  residue  with  alcohol,  mixing  the  alcoholic  solution  with  bichloride  of 
platinum  and  recrystallising  several  timeSj  the  platinum-salt  of  trime- 
thylamine was  obtained  in  fine  crystals. 

DesBaignes. 

6  C  36-0  ....  13-58  13*85 

10  H 100  ....  3-77  3-94 

N  14-0  ....  5-26  5-32 

3  CI 108-5  ....  40-22  4023 

Pt 98-7  ....  37-17  37-02 

C«H»NCl.PtCP    165-2    ....  10000    400-36 

65  litres  of  liquid  obtained  by  the  distillation  of  previously  concen- 
trated urine  yielded  2,200  grms.  of  chloride  of  ammonium  and  only 
17  grms.  of  the  platinum-salt  of  trimethylamine,  corresponding  to 
3*7  grms.  of  the  ba«e  {Ann.  Fharm.  100,  218;  Compt,  rend.  43,  670). 

Dessaignes  has  also  found  trimethylamine  in  small  quantity  in  the 
blood  of  the  calf,  12  hours  after  it  had  been  taken  from  the  animal,  the 
blood  when  shaken  up  with  milk  of  lime  emitting  the  characteristic  crab- 
like odour  of  trimethylamine,  and  yielding,  when  distilled  with  lime,  an 
alkaline  distillate  from  which  a  small  quantity  of  chloroplatinate  of 
trimethylamine  was  obtained  in  the  manner  above  described.  The  blood, 
immediately  after  being  taken  from  the  yessels^  gave  no  evidence  of  the 
presence  of  trimethylamine.  Hence  Dessaignes  concludes  that  blood,  as 
well  as  urine,  contains  a  small  quantity  of  some  easily  decomposible  com- 
pound which  yields  trimethylamine  as  one  of  its  products  of  decomposi- 
tion.    (J.  Fharm.  32,  43.) 

According  to  Wittstein  (  Vierteljahrssehrifi,  pr.  Pharm,  8,  33),  trime- 
thylamine [or,  perhaps,  propylamine]  exists  in  Clienopodium  vulvaria 
and  in  fresh-water  crabs. 

[For  the  description  of  the  organic  bases  prodaced  by  the  action  of  bromide  of 
ethylene  on  trimethylamine,  and  of  numerous  other  organic  bases  recently  discovered  by 
Dr.  Hofmann,  see  the  next  Tolame  of  this  work.] 


Page  320. 

Mercury-compounds  of  Tetramethylium. 

H.  BifiSB.    Ann.  Fharm.  107,  223. 

a.  (C*H*)*NI  4-  2HgL  —  Produced:  1.  By  the  action  of  metallic  mer- 
Y  on  an  alcoholic  solution  of  teriodide  of  tetramethylium  (xii,  321) 


cury 
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(C«H»)*P  +  2Hg  =  (C»H')*I  .2HgL— Separates  on  cooling  in  small 
light  yellow  prisms^  moderately  soluble  in  cold  alcohol.  —  2.  By  adding 
iodide  of  mercaiy  to  an  excess  of  iodide  of  tetramethylium  in  hot  alcoholic 
solution.  The  excess  of  the  latter  salt  then  crystallises  out  first,  and 
on  cooling  the  lij^ht  yellow  salt  separates.  —  3.  By  treating  the  following 
salt  b  for  some  time  with  metallic  mercury,  mercurous  iodide  being  formed 
at  the  same  time. 

Ri8se« 

8  C 48     ....       7-33 

12  H 12     ....       1-83 

I«j ^ 14     ,_,^       2*14 

2 Hg  !!!!!!!!!!!!!!.."......  200  Z  30-53  3004  to  3027 

3 1  381  ....  5817  58-54  „  58-18 

(C«H3)n.2HgI  ....  655  ....  10000 

b,  (CH'/NI.  SHgl.  Produced:  1.  By  the  action  of  metallic  mercury 
on  pentaiocUde  of  tetramcthylamium.  Ihe  reaction  is  not  so  simple  as 
that  by  which  the  salt  a  is  produced,  mercurous  iodide  being  found  at 
the  same  time.  The  supernatant  wine-yellow  solution  deposits  the  salt 
b  on  cooling,  in  fine  lemon-yellow  waxy  scales,  generally  mixed  with  the 
slender  light  yellow  crystals  of  the  salt  a  produced  by  the  decomposition 
of  b;  their  formation  may  be  prevented  by  stopping  the  process  as  soon 
as  the  alcoholic  solution  becomes  decolorised.  —  2.  When  a  hot  alcoholic 
solution  of  iodide  of  tetramcthylium  is  mixed  with  excess  of  iodide  o 
mercury,  the  salt  6  crystallises  out  on  cooling,  and  the  mother-liquo 
yields  crystals  of  iodide  of  mercury. 

Rbae. 
J  '^  \ 

(1.)  (2.) 

8  C  48    ....      5-44 

12  H  12    ....       1-36 

N  14     ....       1-59 

3  Hg    300    ....     3401     34'55    35*04     ....     35-11 

4  I    508     ....     57-60     5730    57*22     ....     57*33 

(C2H5)*NI.3HgI 882     ....  100*00 

(For  the  Artenidu  of  Methyl j  see  addition!  to  vol.  ix.) 


Page  829. 

Zinc-meihyh  —  (Frankland.  Ann,  JPJiarm,  111,  62.)  —  The  action 
of  zinc  upon  iodide  of  methyl  is  difierent  according  as  the  mate- 
rials are  heated  in  a  copper  digester  or  in  a  sealed  glass  tube.  In  the 
latter  case  zinc-methyl  is  easily  produced;  in  the  former,  decomposition 
likewise  takes  place,  between  the  temperatures  120°  and  200°;  but  at  the 
lower  temperatures  between  these  limits,  it  is  imperfect,  and  near  the 
higher  limit,  the  product  consists,  not  of  zinc-methyl,  but  of  permanent 
gases.  The  cause  of  this  difierence  appears  to  be  that  in  the  glass  tube 
only  half  immersed  in  an  oil-bath,  a  continual  distillation  takes  place, 
the  vapour  formed  in  the  lower  part  of  the  tube  condensing  in  the 
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npper  and  rnnning  down  again  upon  the  zinc :  wboreas  tlie  copper- 
digester  being  made  of  a  good  conducting  material^  all  its  parts  are 
nearly  at  the  same  temperature  and  no  such  distillation  can  take  place. 

1\>  enable  the  formation  of  zinc-methyl  to  go  on  with  facility  in  the 
copper-digester^  it  is  necessary  to  mix  the  iodide  of  methyl  either  with 
common  ether  or  with  methylic  ether.  The  decomposition  then  takes 
place  more  easily  than  that  of  iodide  of  ethyl  by  zinc,  but  the  product 
obtained  is  not  pure  zinc-methyl,  but  contains  in  addition  oxide  of  ethyl 
and  oxide  of  methyl. 

Zinc-methyl  with  Oxide  of  Ethyl  2C*H«Zn«  +  C«H"0^  —  Three  fluid 
ounces  of  zinc-methyl  mixed  with  an  equal  Yolume  of  anhydrous  ether 
and  heated  with  zinc  to  100"  in  a  copper-digester  for  G  hours,  were  com- 
pletely decomposed;  and  on  opening  the  digester,  very  little  gas  escaped, 
the  whole  of  the  iodide  of  methyl  having  been  converted  into  zinc-methyl. 
The  product  heated  in  an  oil-bath  began  to  distil  at  90^,  and  the  distilla- 
tion was  complete  before  the  thermometer  had  risen  to  140"^.  On  recti^ 
fyiug  the  distillate,  it  began  to  boil  at  35^;  and  the  thermometer  then 
rose  quickly  to  48°,  between  which  temperature  and  51^,  nearly  the  whole 
of  the  remaining  portion,  constituting  the  greater  part  of  the  product, 
passed  over.  This  liquid  which  distilled  over  between  these  two  last- 
mentioned  temperatures,  possessed  the  intolerable  odour  of  zinc-methyl, 
was  extremely  inflammable,  and  exhibited  generally  the  properties  of 
zinc-methyl.  By  analysis,  however,  it  gave  considerably  too  much 
carbon  and  hydrogen ;  and  the  last  portion  of  the  distillate,  which  came 
over  between  5V  and  57^  exhibited  the  composition  of  a  mixture  of 
2  at  zinc-methyl  (OH«Zn»)  with  1  at.  ether  (C'H^W),  with  which  also 
the  observed  vapour  density,  3*1215,  agrees  very  nearly. 


16  C  

.    96-0    .... 
.    22-0    .... 
.  130-1     .... 
.     16-0     .... 

Fraz 

36-85    

8-33    

49-26 

6-06 

ikland. 
36-37 

22  H 

7.99 

4  Zn    

2  O 

2C^H«Zii2  +  C'HW02  

Zinc-methyl  yapour 
Ether-vaDour 

.  264-1     .... 

Vol. 

4 

2 

10000 

Density. 

6-5672 

2-5567 

• 

VaDour  of  mixture.... 

/• 

91239 

30413 

2 

It  does  not  appear  possible  to  obtain  pure  zinc-methyl  by  the  action  of  zinc  on 
iodide  of  methyl  mixed  with  ether,  although  a  similar  process  succeeds  so  well  in  the 
preparation  of  zinc-ethyl  (x,  730).  Pure  iodide  of  methyl  is  not  decomposed  by  zinc 
at  100^,  in  the  copper  digester ;  an  addition  of  3  or  4  per  cent,  of  ether  is  sufficient  to 
cause  the  decomposition  to  take  place  though  not  completely ;  and  it  is  not  possible  to 
separate  the  zinc-methyl  from  the  residual  iodide  of  methylj  or  from  the  ether. 
(Frankland.) 

Zinc-methyl  with  Oxide  of  Metltyl  2C*H«Zn'  -«-  C*H«0«.  —  Three  fluid 
ounces  of  iodide  of  methyl  were  introduced,  together  with  the  proper 
quantity  of  zinc,  into  the  copper-digester  j  gaseous  oxide  of  methyl  pre^ 
viously  dried  by  chloride  of  calcium  wss  forced  by  a  condensing  syringe 
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into  the  digester  till  a  Tolume  of  liquid  methjlio  etber  was  ebndeiiBed, 
about  equal  to  that  of  the  zino-methyl,  and  the  digester  was  then  heated 
for  three  days  in  the  water-bath.  The  product  obtained  by  subsequent 
distillation  of  the  mass  was  very  rich  in  ziuo- methyl,  and  was  easily  treed 
from  a  little  undeoomposed  iodide  of  methyl  by  means  of  sodium.  On 
rectifying  the  liquid  thus  obtained,  the  greater  part  distilled  oyer  at  43°, 
the  remainder  between  48°  and  48"".  The  two  portions  ffare  by  analysis 
29*54  and  29*59  p.  c.  carbon  and  7*11  and  7*20  hydrogen>  numbers 
nearly  agreeing  with  the  formula  20EI*Zn'  +  OHH)*  which  requires 
30*49  C  and  7'  62  H.     (Frankland.) 


Mercuric  Methyl   (?H»Hg. 

0.  B.  BucKTON.    Proc.  Roy.  Soe.  9,  91 ;  (Mem.  Gaz.  1858, 117 ;  Ann. 
Pharm.  108, 103. 

Compounds  of  merearous  methyl  CH'Hg*,  were  prepared  by  Frankland  in  1853 
(ilfin.  Pharm,  86,  381),  and  by  Strecker  in  1854  {CvmpL  rend.  39,  57). 

Preparation.  1.  By  the  action  of  cyanide  of  potassium  on  iodide  of 
mercurous  methyl.  The  latter  compound,  prepared  as  described  at  page 
110,  vol.  iz,  audi  free  from  every  trace  of  iodiae  of  methyl^  is  triturated 
in  a  mortar  with  finely  pulverised  cyanide  of  potassium,  and  the  mixture 
is  disiilled  by  small  portions  over  a  gas-lamp.  Gaseous  products  are 
then  evolved;  iodide  of  potassium  is  formed;  cyanogen  is  set  free,  and 
remains  in  the  form  of  paracyanogen;  and  mercuric  methyl  passes  over 
in  the  form  of  a  heavy  liquid  which  may  be  purified  by  washing  with 
water  and  rectifying  over  chloride  of  calcium .  The  essential  part  of  the 
decomposition  is  represented  by  the  equation  : 

C«H8Hg8I     +     KCy     =     C«H3Hg     +      KI     +     Hg     +     Cy. 

2.  By  distilling  iodide  of  mercurous  methyl  with  hydrate  of  potash  or 
lime : 

2(?H»Hg«I  +  2(K0,H0)  -  C»H»Hg  +  (?H<  +  3HgO  +   HO  +   2KI. 
This  mode  of  preparation  is  not  so  easy  as  the  former. 

Properties.  Colourless,  strongly  refracting  liquid,  having  a  fiiint  and 
somewhat  sweetish  taste.  Sp.  gr.  3*069.  Boiling  point  between  93^  and 
96''.     Vapour  density  8*29. 

Vol.  Density. 

....     10*43    C-yapour  2    0*8320 

....      2-61     H-gas    3     0-2079 

....    86-96    Hg-rapour    1     6-9300 


2C  

12 

3  H 

3 

Hg    

100 

C'H'Hg    115     ....  100»00     Vap.  ofC^H'Hg      1     7*9699 

Decompositiotu.  1.  Mercuric  methyl  is  incapable  of  uniting  as  a 
whole  with  oxygen^  chloriney  or  other  electro-negative  elements,  being 
completely  decomposed  by  them.    It  is  very  inflammable  and  bums  with 
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a  bright  flame,  giving  off  yapours  of  mercury.  —  2.  Iodine  and  hromine 
act  upon  it  with  violence  and  a  hissing  noise,  eliminating  methyl-gas  and 
forming  iodide  or  bromide  of  mercurous  methyl : 

2C«H»Hg     +     I     «     C2H3Hg3I     +     (?H8 

3.  With  strong  ttdphurie  or  hydrochloric  acid,  it  gives  off  marsh-gas  and 
forms  orystals  of  sulphate  or  chloride  of  mercurous  methyl. 

r2R8Wi.i  "CI  (?H»Hg»Cl 

^Saof}    +       or        «     (?H*    +  or 

^  n  *igJ  HSO*  C?H»Hg«.SO* 

4.  With  dilute  acids  and  metallic  nnc  it  yields  metallic  mercury  and 
gaseous  products.  The  salts  of  mercurous  methyl  are  decomposed  in  like 
manner. 

CombinatioTU,  Mercuric  methyl  is  nearly  insoluble  in  loat^.  It 
dissolves  phosphorus  readily  and  sulphur  in  small  quantity. 

With  bicMofiide  of  tin^  it  forms  a  crystalline  compound,  which  is 
decomposed  by  water,  with  formation  of  CH'HgHlll  and  a  soluble  tin- 
salt. —  The  chloride  C'IPHg'Cl  is  also  formed  by  the  action  of  terchloride 
of  phosphorus. 

Heated  with  mercuric  iodide^  Hgl«  it  forms  iodide  of  mercurous  methyl 

It  is  very  soluble  in  alcohol  and  in  ether,  and  readily  dissolves 
caoutchouc  and  resins, 

NUrais  of  Mercurous  Methyl  C*H'Hg».  NO*.  —  Obtained  by  treat- 
ing an  alcoholic  solution  of  iodide  of  mercurous  methyl  (iodide  of  hydrargo- 
methyl,  ix,  110)  with  nitrate  of  silver,  and  evaporating  the  filtrate  in  vacuo. 
Crystallizes  in  nacreous  laminsB,  very  soluble  in  water  sparingly  in 
alcohol.  At  100^,  it  melts  to  a  colourless  liquid  which  solidifies  in  a 
crystalline  mass  on  cooling.  Its  solution  is  not  precipitated  by  potash  or 
baryta-water.  Hydrochkric  acid  and  soluble  cfdorides  precipitate 
chloride  of  mercurous  methyl  in  nacreous  laminsB.  The  crystallised 
nitrate  gave  by  analysis  18*9  p.  c.  anhydrous  nitric  acid  (NO')  agreeing 
with  the  formula  C*H»Hg».NO*  -h  Aq.  (Strecker,  Ann.  Pharm. 
92,  79.) 


Page  330. 

Iodoform,  C*HP. -»The  cr3rstal8  of  this  compound  are  hexagonal 
combinations,  oP  .  P; — for  P,  the  ratio  of  the  secondary  axes  to  the  prin- 
cipal axis  is 0-9025 :1;—-P:P  in  the  terminal  edges  =  133°  36';  in  the 
lateral  edges  =  104**  0'.  (Rammelsberg,  Jahresber.  1857,  p.  431 « 
Kokscharow,  Chem,  Cenlr.  1857,  524.) 

For  the  deoompotition  of  iodoform  by  etbylate  of  sodinm  and  by  alcoholic  potash, 
see  page  390  of  this  volume.  For  the  action  of  light  on  its  solution  in  bisulphide  of 
carbon,  see  Humbert,  N.  J,  Pharm,  29,  352. 

Sulphofarm.  C^HS^  ?  By  heating  a  mixture  of  1  pt.  iodoform  and  8  pts.  of 
cinnabar,  Boucbardat  obtained  a  small  quantity  of  yellow  oil,  which  he  supposed  to  be 
sulphoform.  According  to  Eggert,  however  (Chem,  Centr,  lSb7,  513),  the  only  liquid 
thus  obtained  (amounting  to  4-5  ^  per  cent  of  the  iodoform),  is  bisulphide  of  carbon. 
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Chloroform.  —  This  body  is  produced,  together  with  hydrochloric  acid, 
hy  the  action  of  nascent  hydrogen  (evolved  fronj..  hydrochloric  or  dilate 
sulpharic  acid  by  the  action  of  zinc)  on  bichloride  oi  carbon  GKIl^ : 

C»C1<     i-     2H     «     C«HCl»     +     HCl 

Chloroform  itself  is  rednced  by  nascent  hydrogen  to  the  compound 
C*H'CP  which  boils  at  a  lower  temperature.  (Geuther,  Ann,  PAarm, 
107/212.) 

A  mixture  of  chloroform  yapour  and  ammonia-gas  is  decomposed  at 
a  heat  approaching  to  dull  redness^  yielding  chloride  and  cyanide  of 
ammonium: 

CHQ'     +     5NH8     -     3NH*C1     +     C^N.NH* 

If  the  temperature  is  raised  too  high^  a  brown  substance  is  deposited, 
probably  paracyanogen  produced  from  the  cyanide  of  ammonium. 
When  a  solution  of  ammonia  in  absolute  alcohol  is  heated  with  chloro- 
form to  between  1 80°  and  190%  formiate  of  ammonia  maybe  produced  as 
well  as  cyanide ;  in  many  instances  also,  neither  of  these  salts  is  formed, 
but  a  considerable  quantity  of  a  brown  mass  probably  consisting  for  the 

most  part  of  paracyanogen.  (Ethylamine  may  also  be  formed ;  but  its  produc- 
tion is  independent  of  the  chloroform,  and  results  merely  from  the  mutual  action  of 
the  ammonia  and  the  alcohol.)     (Heintz,  Fogg.  98,   263  j    Ann.  Fharm, 

100,  369.) 

A  mixture  of  chloroform  and  aniline  in  equal  volumes  heated  in  a 
sealed  tube  to  180°  — 190°,  yields  hydrochlorate  of  aniline  and  hydro- 
chlorate  oiformyl'hiphenylinamine  a  base  formed  by  the  replacement  of 
3  at  hydrogen  in  2  at.  aniline  by  the  triatomic  radical  C'B,  giving  the 
formula,  C^H^KC^H)"'!^  =  C^Vi}^^ : 

C^HCl'    +    4C»H7N    =   2C«H7N,Ha  +    C^fli'N'^HCl. 

Chloroform  does  not  act  on  aniline  at  ordinary  temperatures.  (Hofmann, 
Chem,  Oca.  1858,  259.) 

A  mixture  of  potash,  alcohol,  and  chloroform  (or  bichloride  of  carbon) 
heated  in  sealed  tubes  to  100^  for  a  week,  yields  olefiant  gas  together 
with  formic  acid  (Berthelot,  K  Ann.  Cliim,  Phys.  54,  87). 

Chloroform  is  not  decomposed  by  sodium,  even  when  heated  with  it 
to  200°  in  a  sealed  tube  (Heintz). 

For  testing  the  purity  of  chloroform,  Roussin  (iV".  J.  Pharm,  34,  206) 
recommends  the  use  of  biniirosulphide  of  iron  Pe'S*HN*0*  (a  salt  obtained 
by  the  action  of  ferric  chloride  or  sulphate  on  a  mixture  of  sulphide  of  ammonium  and 
nitrite  of  potash,  N,  Ann.  Chim.  Phys,  62,  285).      Pore  chloroform  shaken  up 

with  this  salt  remains  colourless;  but  if  it  contains  alcohol,  ether,  or 
wood-spirit,  it  acquires  a  dark  colour. 
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Occun^ence  in  the  Animal  Body,  —  Wurtz  has  shown  {Compt.  rend,  40, 
53,)  that  urea  exists  in  cbjle  and  lymph.  The  following  table  gives 
the  quantities  of  urea  found  in  the  blood,  chyle  and  lymph  of  several 
animals  : 


Name  of  anima]. 

Diet. 

Quan.  of  \ 

• 

irea  in  1000  grams. 

Blood. 

Chyle. 

N 

Lymph. 

l>og 

•»•• 

Meat               «...            ....            .... 

0-089 

.... 

0*158 

9>                      •••« 

•••• 

,f                  .»•.            ....            •... 

99 

0183 

Ck»w 

•••• 

Dry  lucem 

0192 

0*192 

0*198 

BuU 

•••• 

Lacera  and  oil-cake 

•  ■■• 

0*189 

Another  boll 

•••• 

Oil-cake  (before  mmination) 

arterial 

Ram 

•••• 

Ordinarr    diet   (nunination    lof* 
pended) 

0-248 

0*280 

Sheep      ,.., 

•••• 

99                                           tt 

•  ••• 

0071 

Hone      „.. 

•••• 

99                                         9P 

•  »•• 

•••• 

/  0*126 
10*112 

Poisseuille  A  Gobley  (Ckmpt,  rend.  49,  164)  have  found  that  the 
quantity  of  urea  in  the  arterial  blood  of  yarious  animals,  both  herbivorous 
and  carnivorous,  viz.  the  bull,  cow,  horse,  and  dog  is,  on  the  average, 
0.220  grm.  per  kilogramme,  the  limits  being  0*185  and  0*241.  They 
find  also,  by  comparing  the  quantity  of  urea  conveyed  to  the  kidneys  in 
24  hours  with  the  quantity  excreted  in  the  same  time  in  the  urine,  that 
the  greater  part  of  the  urea  conveyed  to  the  kidneys  by  the  blood  is  not 
eliminated  by  these  oreans.  A  man  through  whose  kidneys  there  passed 
1000  kilo^mmes  of  blood  per  day,  containing  1000  x  0*220=220  grms. 
of  urea,  discharged  in  the  same  time  only  20  grms.  in  the  urine,  hence 
200  grms.  must  have  returned  into  the  circulation.  A  dog  through  whose 
kidneys  there  passed  in  24  hours  332  kilogrammes  of  blood,  containing 
332  X  0*220  =  73  grammes  of  urea.,  voided  in  the  urine  only  a  few 
grammes;  hence  from  60  to  65  grms.  of  urea  per  day  must  have  entered 
into  the  circulation.  — -  From  these  facts  the  authors  infer  that  urea  is  not 
essentially  an  excrementitious  substance,  but  contributes  in  some  way  to 
the  metamorphosis  of  the  tissues.  In  accordance  with  this  view  they 
find  that  in  many  instances  the  blood  which  issues  from  an  organ  contains 
leu  urea  than  the  blood  which  enters  the  same  organ  :  thus  the  blood  of 
the  right  cavities  of  the  heart  of  a  horse  was  found  to  contain  0*225  grm. 
urea  per  kilogramme;  that  of  the  left  cavities  only  01 74  grm.  The 
blood  of  the  carotid  artery  of  a  bull  contained  0*289  grm.  urea  per  kilo- 
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gramme,  that  of  the  jagalar  vein  only  0*209. — In  other  oases,  on  the 
contrary,  the  blood  after  leaving  an  organ  was  fonnd  to  be  richer  in  urei 
than  on  entering  it, — the  difference  appearing  to  depend  npon  the  physio- 
logical condition  of  the  animal. 

Formation.  1.  By  tite  actum  of  Ammonia  on  Carbonate  of  EthyL 
When  carbonate  of  ethyl  is  heated  with  amntonia  to  100°  in  a  sealed 
tube,  nothing  bat  nrethane  (carbonate  of  ethyl,  ix,  274)  is  produced^  but 
on  heating  the  mixture  to  180^,  the  urethane  is  converted  by  the  excess 
of  ammonia  into  carbamide  or  urea : 

2C»H«0»         +  NH»        «        C»NH70*  +  C*H«0« 

Carbonate  of  ethyl.  Urethane. 

2C«H«0»         +         2NH«         =         CNSHHy         +         2  C<H«0« 


Carbonate  of  ethyl-  Urea. 

Urethane  sublimes  in  the  empty  part  of  the  tube;  and  if  the  watery 
liquid  be  evaporated  to  dryness,  and  the  residue  heated  for  sonic  time  to 
100°,  more  urethane  volatilises,  and  urea  remains  behind,  still  however 
mixed  with  a  little  urethane,  from  which  it  may  be  freed  by  washing  with 
ether.  It  then  exhibits  the  physical  characters  of  urea  and  forms  the 
characteristic  crystalline  salts  with  nitric  and  oxalic  acids. —  This  mode 
of  formation  shows  that  urea  is  identical  with  carbamide  (Natanson,  Ann. 
Fharm.  98,  287). 

2.  By  the  Action  of  Ammonia  on  Phosgene.  —  The  product  of  this 
action  is  a  white  saline  mass,  consisting  of  chloride  of  ammonium  mixed 
with  carbamide,  which  Regnault,  who  first  obtained  it  (Ann.  Chim.  Fhys* 
69,  180),  regarded  as  isomeric,  but  not  identical  with  urea  : 

2C0C1     +     4NH«     =     C2N=H*0«     +     2  NH^Cl 

Natanson  has,  however,  shown  that  the  compound  thus  formed  is  really 
urea.  The  quantity  of  it  produced  is  small  in  comparison  with  that  of 
the  sal-ammoniac,  unless  the  two  gases  have  been  carefully  freed  from 
moisture.  To  isolate  the  urea,  the  chloride  of  ammonium  is  decomposed 
by  excess  of  baryta-water;  the  liquid  is  evaporated  to  dryness  in  vacuo 
over  sulphuric  acid;  the  urea  is  dissolved  out  from  the  residue  by  absolute 
alcohol;  the  alcoholic  solution  is  evaporated;  the  residue  dissolved  in 
water,  and  the  solution  treated  with  carbonate  of  ammonia  to  remove 
any  baryta  that  may  still  be  present;  and  the  concentrated  liquid  is 
treated  with  nitric  acid,  which  precipitates  nitrate  of  urea. 

According  to  B^champ  (N.  Ann.  Ohim.  Phyg.),  urea  is  produced  by 
the  oxidation  of  albumen  (white  of  egg),  blood-fibrin,  muscular  fibrin,  and 
gluten,  with  permanganate  of  potash.  According  to  Stadeler,  on  the 
contrary,  the  oxidation  of  albuminous  substances  by  permanganate  of 
potash  produces  not  a  trace  of  urea,  but  a  somewhat  considerable  quantity 
of  benzoic  acid  (./.  pr.  Chem.  72,  251). 

On  the  constitution  of  urea,  see  Weltaien,  Ann,  Pharm.  100,  190;  Heintt,  J.pr. 
Chem.  72,  129. 

Deeampositiont.  1.  When  1  at  urea  is  heated  with  1  at  anhydrous 
phoiphorie  acid  to  about  40^  in  a  flask  connected  with  several  cooled 
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U-inbes,  tbe  temperature  quickly  rises  to  180°  -^  140°^  and  a  large 
quantity  of  cyanic  acid  condenses  in  the  first  tube,  while  the  substance 
condensed  in  the  second  consists  chiefly  of  cyamelide  (insoluble  cyanuric 
acid,  ix,  462).  —  There  is  also  formed  a  small  quantity  of  another  body 
closely  related  to  cyanuric  acid^  but  more  soluble  in  water,  containing  no 
water  of  crystallisation^  and  crystallising  in  transparent  silvery  prisms 
or  groups  of  needles. -^Another  part  of  the  urea  splits  np  into  water 
and  bodies  belonging  to  the  group  of  cyanamines^  among  which  anuuelide 
is  found: 

rC20^H 
3  (N»,C«Oa,H*)     -     N»^  C«02,H     +     2  NH»     +     2  HO 

|C«N,H» 


Urea. 

Ammelide. 

(Weltzien,  Ann.  Fha^-m.  107,  219.) 

2.  With  hypochlorite  of  soda,  urea  yields  chloride  of  sodium^  carbonic 
acid,  water  and  nitrogen  : 

C»N«HH)»     +     3(NaO,ClO)     «     3  NaCl     +     2CO«     +     4  HO     +     2N 

The  measurement  of  the  volume  of  nitrogen  remaining  after  the  absorp- 
tion of  the  carbonic  acid  by  potash,  serves  as  a  measure  of  the  quantity 

of  urea  decomposed.  This  method  is  proposed  by  Leconte  {CompL  rend.  47, 237) 
for  the  estimation  of  urea  in  urine.  By  decomposing  0*100  grm.  urea  with  bjrpochlorite 
of  soda,  Leconte  obtained  only  84  cc.  nitrogen,  instead  of  the  calculated  quantity, 
37  cc.y  whence  he  adopts  the  former  number  as  the  basis  of  this  calculation. 

Combinations,  a.  Basic  Hydroddorate  of  Tlrta,  2C'N'H*,HC1.  — 
Obtained  by  adding  1  at.  hydrochloric  acid  to  2  at.  urea,  and  leaving 
the  solution  to  evaporate  over  lime.  Crystallises  in  long  parallel  accol- 
lated  lamin»,  slightly  deliquescent  (  v .  Dessaignes,  N, «/.  Phann.  25, 
31.) 

h.  With  CIdoride  of  Ammonium,  a.  C»N»H*0*,NH*C1,— A  considerable 
quantity  of  urine  evaporated  to  a  syrup  at  the  boiling  heat  deposits  this 
compound  in  brown  crystalline  lamins  (mistaken  for  urea  by  Fourcroy  &  Yau- 
quelin)  which  may  be  purified  by  draining  on  a  funnel  and  recry stall isa- 
tion.  The  compound  is  then  obtained,  sometimes  in  square  plates  half  a 
millimetre  in  thickness,  sometimes  in  long  needles  very  much  like  urea 
itself.  —  From  a  solution  of  1  at.  sal-ammoniac  with  1  at.  urea,  sal- 
ammoniac  crystallises  out  first,  and  after  its  removal,  the  compound  now 
under  consideration  is  obtained.  ^  From  a  solution  of  2  at.  urea  to  1  at. 
sal-ammoniac,  it  crystallises  at  once.  The  best  mode  of  preparing  it  is 
to  evaporate  urine  strongly  acidulated  with  hydrochloric  acid, —  It  may 
be  repeatedly  crystallised  in  presence  of  an  excess  of  urea,  but  it  is  par- 
tially decomposed  by  pure  water.  When  it  is  heated  with  a  quantity 
of  water  not  sufficient  to  dissolve  it  completely,  tbe  liquid  first  deposits 
sal-ammoniac,  and  the  mother-liquor  then  yields  the  original  compound, 
which  may  again  be  decomposed  by  water;  and  the  series  of  operations 
may  be  repeated  till  nothing  but  urea  remains.  —  The  dry  compound 
yields  cyanuric  acid  when  heated  (V.  Dessaignes,  iV.  J.  Pharm.  32,  37). 

/3.  2(C»N*H*0»,NH*C1)  ^  C*N«H*0«,HC1.  —  Obtained  by  dissolving 
urea  in  aqueous  hypochlorite  of  lime  or  soda,  or  by  mixing  a  solution  of 
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nrda  with  caustic  soda,  and  passing  ohlorine  tbrougli  the  liqald  as  long  aa 
nitrogen  continues  to  escape.  The  excess  of  hypochlorite  is  destroyed  by 
adding  a  little  ammonia,  the  liquid  is  evaporated  to  dryness,  and  the 
residue  digested  in  a  mixture  of  alcohol  and  ether.  On  evaporating  the 
solution,  the  compound  is  obtained  in  large  lamin®,  which  are  very 
soluble,  are  decomposed  by  heat,  precipitated  by  nitric  acid  (nitrate  of 
nrea)  and  give  off  ammonia  when  heated  with  potash  (0.  Beokmannj 
Ann,  Phai^.  91,  367). 

m 

Beckmann. 

6  C  360  ....  11-13  10-46 

6  N  840  ....  25-97 

13  H 13-0  ....  402  7-18 

2NH* 36-0  ....  11-13  11-14 

3  CI 106-5  ....  32-92  32-89 

6  O  48-0  ....  14-83 

323-5     ....  100-00 

The  deficiency  of  carbon  and  excess  of  hydrogen,  probably  arose  from  admixture 
of  the  salt  with  sal-ammoniac.  -  In  the  memoir,  the  calculated  amount  of  hydrogen  is 
erroneously  given  as  6*49. 

c.  WiOh  Chloride  of  Zinc,  C»H»H*0«,ZnCl.  —A  mixture  of  thealcho- 
holic  solutions  of  urea  and  chloride  of  zinc,  evaporated  over  oil  of  vitrii)!, 
yields  this  compound  in  hard,  transparent,  colourless,  deliquescent,  ory« 
stalline  geodes,  which  may  be  recrystallised  from  absolute  alcohol  (Nea* 
bauer  &  Kerner,  Ann,  Fharm,  101,  339). 

Neubauer  &  Kerner. 

C^N'HW  60-0    ....    46-8    467 

Zn 32-5     ....     25-5     253 

CI  35-5     ....     27-7     27-6 

C2N«H*0«,ZnCl    1280    ....  100-0    99'C, 

d.  With  Chloride  of  Cadmium,  C»N«H*0*,2CdCl.  —  Deposited  on 
evaporating  the  aqueous  solutions  of  urea  and  chloride  of  cadmium  over 
oil  of  vitriol,  in  large  circular  geodes.  A  mixture  of  the  solutions  of 
the  two  bodies  in  absolute  alcohol  deposits  it  as  a  white  crystalline 
powder.     It  is  very  soluble  in  water. 

Neubauer  &  Kerner. 

C2N2HW  60-0    ....     24-9     24-4 

2Cd  111-5     ....     460     46-2 

2  CI    710     ....     29-1     29-4 

C2N2H402,2CdCl  242-5     ....  1000     lOO'O 

f.  With  Cupiie  Chloride,  CN*H*0',CuCl.  —  A  syrupy  mixture  of  urea 
and  protochloride  of  copper,  deposits  this  salt  after  standing  for  some 
time  in  blue  crystalline  geodes  which  are  decomposed  by  water. 


C»N2H*02    

Cu    

CI     

Neubauer  &  Kerner 

60-00     ....     47-2     47-2 

31-68     ....     24-9     24-8 

35-50     ....     27-9     27-9 

C-N»H*<y,CuCl  12718    ....  100-0    „    99-9 
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Compounds  of  Urea  with  Oxganic  Acids. 

Hlasiwetz.     Wien.  Ahad.  Ber.  20,  207;  J.  pr.  Chem.  69,  100;  Chem. 

Centr.  1856,  481  ;  Chem.  Gaz.  1856,  221. 
Dessaignes.     N.  •/.  Fharm.  32,  37. 

Snccinate  of  Urea,  2C*N»H*0*,CW0».  —  A  solution  of  2  pts.  urea  in 
1  pt.  succinic  acid  deposits  prismatic  crystals  with  acuminated  ends. 
They  do  not  give  off  any  water  at  lOO*',  are  rather  more  soluble  in  water 
than  oxalate  of  urea  (ix,  171),  have  an  acid  reaction  :  melt  at  145%  and 
decompose  at  a  stronger  heat,  giving  off  a  fibro*crystalline  sublimate 
having  the  properties  of  succinimide.  A  warm  solution  of  the  crystals 
dissolres  magnesia,  oxide  of  zinc,  and  other  oxides  in  considerable  quan- 
tity and  without  eTolution  of  ammonia;  and  at  a  certain  degree  of  satu- 
ration, a  basic  metallic  succinate  separates  out,  while  a  neutral  succinate 
remains  in  solution,  together  with  pure  urea.     (Hlasiwetz.) 

HLuiwetz. 

12  C 72  ....  30-25     30-55 

4N 56  ....  23-52     23*20 

14  H 14  ....  }-88     6-26 

12  0 96  ....  40-35     39*99 

2  C«N»H<0«,C8H«08 238     ....  lOO'OO    10000 

Parahanate  of  Urea  C*N»H<0»,C*NHK)«.  —  A  solution  of  1  pt.  para- 
banio  acid  and  1'5  pt.  urea  in  boiling  water  deposits  concentrically 
grouped,  flat  prisms,  soluble  in  boiling  alcohol,  sparingly  soluble  in  cold 
water.     They  turn  reddish  at  100"^  (Hlasiwetz). 


8  C 

*■■•      4o 

....      *7*vo    '..< 
....     32-18     .. 

....        u*44      ..1 

....    36-80     .. 

Hlasiwetz. 
27-32 

4N 

...     56 

31-80 

8  H 

>••■              w 

3-74 

8  0 

....     64 

37-14 

C»N«H*0»,CWH«0» 

...  176 

....  100-00    .. 

10000 

Urea  wUh  AUoxantin,  2C*N«H*0»,C*N«H»0"  +  Aq.  —  A  mixture  of 
the  solutions  of  1  pt.  alloxan  tin  and  2  pts.  urea  in  boiling  water  yields 
small,  flat,  drnsy  crystals,  which  when  dried  in  racuo  sWe  by  analysis 
28-96  pc.  of  nitrogen,  the  formula  requiring  29.03.  Ihey  turn  red  at 
30^     (Hlasiwetz.) 

Alloxan  does  not  appear  to  form  a  definite  compoimd  with  urea. 

TaHraU  of  Urea,  C»N*H*0»,2C«H*0^  +  Aq.1  —  A  solution  of  tar; 
taric  acid  and  urea,  the  latter  being  rather  in  excess,  yields  after  concen- 
tration to  a  syrup  and  standing  for  some  time,  prismatic  crystals  which 
have  an  acid  reaction,  and  behave  with  metallic  oxides  like  the  suc- 
cinate. Nitrogen,  by  analysis  8*20  per  cent. ;  by  calculation  8.40. 
(Hlasiwetz.) 

Tartrate  of  Urea  and  Magnesia  C»N*H<0»,MgO,2C»H*0".—  Obtained 
by  dissolving  magnesia  in  tartrate  of  nrea.     It  is  a  granular,  moderately 
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soluble  salt,  having  a  somewhat  bitter  taste.  Melts  very  easily,  giving 
off  ammoaia  and  leaving  charcoal,  which  is  extremely  difficalt  to  inoiae- 
rate.  It  gave  by  analysis  5*83  p.  c.  MgO,  the  formula  repairing  6*03  p.  c. 
(Hlasiwetz.) 

StyphnateofUrea,  —  A  hot  solution  of  2  pts.  urea  and  1  pt.  styphnio 
acid  yields  a  salt  crystallising  in  yellow  needles  or  laminas,  which  do 
not  give  off  any  water  at  100^  They  gave  by  analysis  27*07  per  cent, 
of  nitrogen,  whence  Hlasiwetz  deduces  the  formub  2Ci^H*0»,C"H»N»0", 
requiring  27'52  percent. 

Picric  acid  does  not  appear  to  combine  with  urea. 

Citrate  of  Urea,  C»N»H*0»,2H0.C"H»0".  —  Prepared  like  the  tar- 
trate, which  i^  resembles  in  crystalline  character. 

Hlasiwetz. 

14  C 84     ....     S4-56     34-28 

2N 28     ....     11-52     11-87 

11  H 11     ....       4-52     505 

^  15  0 120     ....     49-40    48-80 

C2N«H<OS,2HO,C»H»0"    243     ....  10000     100-00 

Benzoate  of  Urea,  2C«N*H*0*,C"H«0*.  —  Urea  does  not  imite  with 
benzoic  acid  in  aqueous  solution;  but  when  urea  is  added  by  small 
portions  to  a  concentrated  solution  of  benzoic  acid  in  absolute  alcohol, 
the  liquid  being  heated  at  each  addition  and  then  cooled,  a  network  of 
crystals  having  the  above  composition  is  ultimately  formed.  The  salt  is 
decomposed  by  water  (Dessaignes). 

Hippurate  of  Urea.  —  Hippurio  acid  dissolves  readily' in  melting 
urea,  and  the  solution  of  the  mixture  in  hot  absolute  alcohol,  yields  lami- 
nated crystals  of  a  compound  whose  aqueous  solution  splits  up  after  a 
while  into  hippuric  acid,  which  crystallises  out,  and  urea  which  remains 
in  solution  (Dessaignes). 

MeeonaJle  of  Urea,  SC»N»H*0»,C^*H*0»*.  —  A  hot  solution  of  4  pte. 
urea  and  1  pt.  meconic  acid  deposits  on  cooling  scaly  prismatic  crystals. 

Hlaaiwetz. 

20  C 120  ....  31-57     31-55     . 

6  N 84  ....  22-10 

16  H 16  ....  4-21     4-64 

20  0 160  ....  42-12 

3  CWH<02,C"H^0"    380    ....  10000 

Qallate  of  Urea,  C»N'H*OSC**H«0".  —  A  hot  solution  of  2-5  to  3  pts. 
urea  and  1  pt.  gallic  acids  deposits  on  cooling,  large  prisms  belonging  to 
the  oblique  prismatic  system.  Their  formation  requires  the  presence  of 
an  excess  of  urea,  and  they  cannot  be  reorystallised  without  adding  urea 
to  the  liquid. 
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Hlasiwets. 

16  C    96    ....    41-74     -^1-08     ....    42-08 

2N    28     ....     12-17     4-48     ....       4-80 

10  H    10     ....       4-34     12-23     ....     12-01 

12  O    96     ....     41-75 


C«N2H<05,C"H«OW 230    ....  10000 


Phloretaie  of  Vrea,  C»N«H*0»,2C»«H"0»  +  Aq.  — See  page  312  of 
this  volume. 


Page  379. 

Fiyi'mation  of  Cyanogen,  —  According  to  Langlois  (y,  Ann.  Chim, 
Fkys.  52,  326),  the  formation  of  cyanogen  by  passing  nitrogen  gas  over  a 
red-hot  mixture  of  potash  and  charcoal  is  not  affected  by  the  presence  of 
water  in  the  materials  used.  Cyanogen  is  produced  by  the  passage 
either  of  moist  or  of  peifectly  dry  nitrogen  over  a  mixture  of  charcoal 
and  potash,  or  perfectly  dry  charcoal  and  carbonate  of  potash  strongly 
heated  in  a  porcelain  tube.  But  if  instead  of  tubes  of  porcelain,  tubes 
glazed  inside  with  silicate  of  lead  are  used,  no  formation  of  cyanogef^ 
takes  place,  either  with  moist  or  with  dry  nitrogen  ;  and  moreover, 
cyanide  of  potassium  added  to  the  mixture  of  potash  and  charcoal  dis- 
appears when  heated  to  redness  in  such  tubes.  This  effect  of  the  glazing 
may  account  for  the  negative  results  which  some  chemists  have  obtained 
regarding  the  direct  formation  of  cyanogen. 

When  a  mixture  of  4  pts.  fused  acetate  of  potash,  3  pts.  nitre  and 
5  pts.  caustic  potash  or  carbonate  of  potash  is  dissolved  in  a  small  quan- 
tity of  water,  the  solution  evaporated,  and  the  residue  heated  to  fusion, 
the  mass  detonates  at  about  250°,  and  then  contains  a  considerable  quan- 
tity of  cyanide  of  potassium: 

4Cm»K0*  +   3N0«K   +  5K0  «  8C«NK   +   9  COK  +    12HO   +  C 

An  addition  of  charcoal  powder  to  the  mixture  produces  a  slight  increase 
in  the  yield  of  cyanogen,  but  by  no  means  equal  to  the  theoretical  quan- 
tity. The  largest  quantity  of  cyanide  of  potassium  is  produced  by  an 
intimate  mixture  of  lamp-black  with  acetate,  nitrate,  and  carbonate  of  • 
potash.  (From  13  grmi.  of  acetate  of  potash  there  were  obtained  2*6  grms.  of  pnis- 
sian  blae.)  —  With  starch,  sawdust,  soap  and  bi tartrate  of  potash 
instead  of  acetate,  only  small  quantities  of  cyanide  of  potassium  were 
obtained. 

On  the  preparation  of  cyanide  ofpotattium,  Bee  T^ittstein.  Vterteljahruchr,  pr. 
PAarm.. vii,  191 ;  Dingl.  prl,  J.,  ciUx,  157.]  On  the  difference  between  the  action  of 
potaah  and  of  soda  in  ^eformaiUm  qfeyanidet,  see  page  385  of  this  Tolnme. 


Page  480. 


Frotocyanide  of  Iron,  —  According  to  Frcsenius  {Ann.  Fharm,  106, 
210),  the  yellowish  red  flocculent  precipitate  produced  by  cyanide  of 
potassium  in  ferrous  salts  consists  essentially  of  ferrous  cyanide  FeCy 
containing  cyanide  of  potassium  in  variable  quantity  ^one  determination  gave 
14-79  P.O.)     The  proportion  of  cyanide  of  potassium  in  the  precipitate  is 


408  ADDITIONS  TO  VOL.  \II. 

BDi&ller,  the  more  tbe  iroD-ealt  is  in  excess.  The  precipitate  dissolves  in 
cyanide  of  potassium,  with  formation  of  ferrocyanide  of  potassium;  the 
addition  of  dilute  potash-lej  also  produces  the  same  salt,  with  separation 
of  hydrated  ferrous  oxide.  The  precipitate,  when  exposed  to  the  air  in 
the  moist  state,  takes  up  oxygen  and  turns  blue. 


Page  472. 

Ferricyanide  ofpotamum  dissolved  in  water  is  decomposed  by  boiling 
with  excess  of  hyposulphite  of  soda,  with  separation  of  sulphide  of  iron. 
The  slightly  yellowish  filtrate  contains  wlphocyanide  and  ferrocyanide  of 
potassium,  together  with  sulphate  and  hyposulphite  of  soda  and  small 
quantities  of  sulphide  of  iron  (J.  Lowe,  JahreAer.  1857,  273.) 


Page  486. 

Ferrocyanide  of  Aluminum,  3FeCy,2Al'Cy*.  —  Ferrocyanide  of  potas- 
sium added  to  the  solution  of  an  alnminum*salt,  even  when  strongly 
acidulated,  throws  down  a  precipitate,  which  after  ignition  contains 
44*89  p.  c.  alumina  and  55*11  feme  oxide.  (C.  Tissier^  Comp$.rend.  45, 
232.) 

Tessier. 
wteditm 

18  C  108-0    ....    28*97 

9  N  126-0    ....    33-80 

4A1 54-8    ....     14-70    14-87 

3Pe 84-0     ....     22-53     22-36 

3  FeCy,2APCy»  372-8     ....  100-00 

The  precipitate  is  therefore  s  prussian  blae  in  which  the  ferric  cyanide  is  replaced 
by  cyanide  of  alnminnm.  The  analyses  were  made  with  precipitates  obtained  with 
rarious  proportions  of  alumina-salt  and  yellow  pnissiate,  the  alnmina-aalt  bein^^, 
however,  always  in  excess,  and  the  liquid  strongly  acidulated.    (Tissier.) 


Page  405. 

Decomposition  6/ Cyanides  by  Hydriodic  Ethers,  •—  Cyanide  of  mercury 
and  iodide  of  ethyl  decompose  one  another  to  a  small  amount  when  the 
mixture  of  their  alcoholic  solutions  are  evaporated,  more  completely  when 
the  same  mixed  solution  is  heated  to  120°  in  a  sealed  tube.  Iodide  of 
metliyl  and  iodide  ofamyl  likewise  decompose  cyanide  of  mercury  under 
the  same  circumstances  —  When  dry  cyanide  of  potassium  is  heated  with 
alcohol  and  iodide  of  ethyl  to  100^  in  a  sealed  tube,  decomposition  quickly 
takes  place,  with  formation  of  iodide  of  potassium  and  cyanide  of  ethyl. 
Iodide  of  methyl  acts  in  like  manner;  iodide  of  amyl  only  at  140^  — 
Cyanide  of  barium  acts  like  cyanide  of  potassium.  —  Cyanide  of  zinc 
does  not  appear  to  act  on  iodide  of  ethyl  below  140°  — 160°.  —  Iodide 
of  ethyl  is  decomposed  by  cyanide  of  silver  at  3  60°  and  by  cyanide  of 
lead  at  180^  with  formation  of  metallic  iodide  and  cyanide  of  ethyl. 
(Schlagdenhauffen,  Compt  rend.  47,  740;  48,  228 ;  Ann.  Fharm,  109, 
425.) 
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Cuprosoferrocyanide  of  Potassium,  3KCy,2Cu'Cy,2FeCy  +  8Aq.  — 
1.  A  liquid  consisting  of  cyanide  of  potassium  and  sulphate  of  copper 
containing  iron,  which  had  been  used  for  coppering  by  electrotysis,  and 
had  stood  for  a  long  time  in  an  imperfectly  closed  vessel^  was  found  to 
havo  deposited  browu-red  octohedral  crystals,  resembling  chrome-alum^ 
and  agreeing  in  composition  with  the  above  formula.  —  2.  The  same  salt 
was  obtained  in  the  form  of  a  chocolate-coloured  powder,  by  boiling 
cuprous  cyanide  Gu'Cy,  with  solution  of  ferrocyanide  of  potassium,  and 
leaving  the  filtered  liquid  to  cool.  (Bolley  &  Moldenhaner,  Ann.  Fharm. 
100,228.) 


14  C     

84-0 

....     1504    .... 
....     17-56    .... 
....     21-03     .... 
....     10-11     .... 
....     22-64     .... 
....     13-62     .... 

Moldenl 

(1.) 
....     15-57 
....     17-41 
....     21-03    .... 
....     1011     .... 
....     22-64    .... 
....     13-24 

laner. 
(2.) 

7  N     

98-0 

3  K     

117-6 

20-44 

2  Fe    

56-0 

10-48 

4  Cu  

126-7 

24*33 

8  HO 

720 

K»Fe»Cu*Cy7  +  8Aq....  4543     ....  100-00     10000 

The  water  in  (1),  was  determiDed  by  loss. ' 

(For  Kiihn's  experiments  on  the  action  of  ferrocyanide  and  ferricyanide  of  potas- 
simn  on  Die  oxides,  sulphides  and  cyanides  of  copper,  see  Ann.  Pharm,  87,  127,  and 
ZeiUchr.  Pharm,  1859,  93.) 


Page  17. 

Compounds  of  Cyanide  of  Mercury.  —  The  compounds  containing 
2  at.  cyanide  of  mercury  with  1  at.  of  another  salt,  such  as  2HgCy,Kj, 
2HgCy,KCl,  &c.,  may  be  obtained,  according  to  Geuther  {Ann.  Pharm, 
106,  241),  in  well  defined  crystals,  by  dissolving  1  at.  mercuric  chloride^ 
iodide,  Ac,  in  a  solution  of  cyanide  of  mercury  and  potassium,  sodium, 
Ac.  For  this  and  other  reasons,  Geuther  prefers  representing  them  by 
the    formulae,    KCy,HgCy  +  KI,    KCy,HgCy+KCl,  Ac.        That    the 
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whole  of  the  cyanogen  is  not  in  combination  with  mercnry^  is  considered 
by  Geuther  to  be  proved  bj  the  fact  that  these  compounds  are  decom- 
posed by  arsenious  and  benzoic  acids,  with  evolution  of  hydrocyanic 
acid.  —  The  compound  KCy,HgCy  +  HgO,CrO»,  or  2HgCy  +  KO,CrO» 
(viii,  23),  may  be  obtained  in  fine  yellow  crystals  by  boiling  basic 
mercuric  chromate  for  some  time,  with  an  equivalent  quantity  of  cyanide 
of  mercury  and  potassium.  The  corresponding  sulphate  does  not  appear 
to  exist. 

The  compound  K*FeCy*  +  3HgCy  +  4H0  (viii,  25),  may  be 
obtained  by  agitating  a  moderately  concentrated  aqueous  solution  o 
ferricyanide  of  potassium  with  metallic  mercury ;  a  precipitate  of  sesqui- 
oxide  of  iron  is  first  formed,  mixed  with  mercury,  and  the  yellowish 
filtrate  yields  the  double  salt  by  evaporation,  in  pale  yellow  rhombic 
tables.     (J.  Lowe,  Jahresher,  1857,  273.) 


Page  29. 

Compounds  of  Cyanide  of  Silver,  —  Cj'anide  of  silver  and  potassium 
KCy,AgCy,  crystallises,  according  to  Glassford  and  Napier,  in  six-sided 
tables  and  rhumbic  prisms.  From  the  experiments  of  Baup,  however 
(iV.  Ann.  Chim.  Phys.  53,  462),  it  appears  that  when  pure  materials  are 
used,  the  salt  KCy,AgCy,  crystallises  on  cooling  in  feathery  laminse,  or 
by«6low  evaporation  in  si^sided  tables,  never  in  rhombic  prisms.  This 
salt  requires  for  solution,  4  pts.  of  water  at  20^,  and  25  pts.  of  85  p.  c. 
alcohol,  at  the  same  temperature.  It  is  not  coloured  by  exposure  to 
sunshine,  and  does  not  make  stains  on  paper  or  on  the  skin.  The  cyanide 
of  silver  precipitated  from  it  by  nitric  acid,  is  likewise  unaltered  by  light. 

Cyanide  of  Silver  and  Sodium,  NaCy,AgCy,  obtained  by  saturating  a 
solution  of  cyanide  of  sodium  with  cyanide  of  silver,  forms  anhydrous 
laminated  crystals.  It  dissolves  in  5  pts.  of  water  at  20^,  and  in  24  pts. 
of  85  p.  c.  alcohol,  at  the  same  temperature. 

Cyanide  of  Silver,  Potassium,  and  Sodium,  2(KCy,AgCy)  4-  NaCy, 
AgCy.  Separates  from  the  mother-liquor  of  cyanide  of  silver  and  potas- 
sium (the  compound  used  for  electroplating),  when  the  cyanide  of  potas- 
sium used  in  its  preparation  contains  cyanide  of  sodium.  It  is  always 
anhydrous,  and  crystallises  in  short  rhomboidal  prisms  (hitherto  supposed 
to  be  cyanide  of  silver  and  potassium).  It  dissolves  in  4*4  pts.  of  water 
at  15^  and  in  22  pts.  of  alcohol  at  I?*".     (Baup.) 

The  compound  AgCv,HgC}r  +  HgO,N0'  +  4Aq  or  2HgCy 
+  AgOjNO*  +  4Aq,  may  be  obtained  by  mixing  mercuric  nitrate  with 
equivalent  quantities  of  cyanide  of  silver  and  cyanide  of  mercury.  It 
forms  fine,  long  needles  which  melt  above  100°,  and  then  detonate, 
(Geuther,  loe,  cit) 

AgCy,HgCy  +  HgO,SO»  -f  Aq  or  2HgCy  +  AgO,SO»  +  Aq,  is 
obtained  in  colourless  crystals,  by  mixing  the  aqueous  solution  of  i  at. 
cyanide  of  mercury  with  1  at.  cyanide  of  silver  and  1  at,  neutral 
mercuric  sulphate,  boiling  the  mixture  with  addition  of  water  till  all 
the  cyanide  of  silver  and  basic  mercuric  sulphate  have  disappeared,  and 
evaporating.     (Geuther.) 


CTANIDBS.  411 

Geuther. 

2  Hg    200  ....  47-96 

Ag    108  ....     25-90     26-00     ....     2650 

0 8  ....  1-92 

SO» 40  ....      9-59     ....     10-33 

2  Cy    52  ....  12-47 

HO  9  ....       2-16     '        ....       3-28 

J-  -  ■111.---   —  — 

AgUgCy'  +  HgO,SO»  +  Aq      417     ....  100-00 

If  tho  materials  are  not  boiled  together  long  enough,  a  small  quantity  of  a  salt  is 
obtained  which  crystallises  out  in  needles  before  the  preceding  salt^  and  Ulcewise 
contains  cyanogen,  mercury,  silver,  and  sulphuric  aoid. 


Page  6U. 

Oyanide  of  Methyl  with  Terehloride  of  Phosphorus,  C*H«N,PC1«.  — 
Produced  by  the  action  of  pentachloride  of  phosphorus  on  acetamide. 
As  the  action  is  very  violent,  it  is  best  to  mix  the  chloride  of  phonphorus  with  an 
equal  volume  of  sand.  On  distilling  the  mixture,  a  considerable  carbona- 
ceous residue  is  left,  and  the  compound  OH'N,PCl',  passes  over  as  a 
reddish  pungent  liquid^  the  greater  part  of  which  may  be  purified  bj 

several  rectifications.  Its  formation  cannot  be  represented  by  an  equation  :  the 
copious  residue  which  is  left  in  the  first  distillation,  shows  that  other  compounds 
are  formed  at  the  same  time.     (W.  Uenke,  Ann.  Pharm.  106,  273.) 

Colourless,  mobile  liquid  which  ha;B  a  pungent  odour,  and  ezeits  a 
strong  irritating  action  on  the  respiratory  organs.  Boils  at  about  72"^. 
The  raponr  density  determined  at  OS"*  is  8*56  ;  at  87^  it  is  3'54,  and  at 
148^^  it  is  2*4.     It  takes  fire  in  contact  with  a  spirit  flame.     (Henke.) 

Henke. 

4C    24  ....  13*2     13-3 

8H    3  ....  1-7     1-7 

N 14  ....  7-7     7-4 

?    82  ....  17-6    17-5 

3  CI 108  ....  59-8     601 

C*H»N,PC1»  181     ....  1000     1000 

Vol.  Density. 

C-vapour 4  1-6640 

H-gas 3  0-2079 

N-gas 1  0-9706 

P-rapour     \  2-1770 

Cl-gas 3  7-3629 

Vap.  of  C*H»N,PC1» 4     12-3824 

1     3-0956 

The  unusual  condensation  to  4  volumes  instead  of  2,  may  perhaps  be  explained 
by  supposing  that  at  the  temperature  at  which  the  vapour-density  was  determined,  the 
compouod  splits  up  into  cyanide  of  methyl  and  chloride  of  phosphorus,  each  of  which 
occupies  2  volumes  ;  just  as  if  the  density  of  vapour  of  water  could  be  determined  at  a 
temperature  at  which  it  decomposes  (near  the  melting  point  of  platinum;  without  the 
decomposition  being  perceived,  the  molecule  of  water  might  be  supposed  to  occupy 
three  volumes  instead  of  two,  the  oxygen  occupying  1  vol.  and  the  hydrogen  2  vol. 
{vide  Kopp,  Ann.  Pharm,  105,  390). 
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This  compound  when  kept  in  imperfectly  closed  vessels,  soon  deposits 
bulky  white  flakes,  and  then  leaves,  on  distillation,  a  residue  which  ^ves 
off  phosphuretted  hydrogen  when  heated.  It  sinks  in  water,  but  decom- 
poses after  a  few  seconds  with  the  greatest  violence,  yielding  cyanide  of 
methyl,  hydrochloric  acid^  and  phosphorous  acid.    (Hencke.) 

The  following  compounds  are  obtained  by  direct  union  of  cyanide  of 
methyl  with  metallic  chlorides.  The  combination  is  generally  attended 
with  so  great  a  rise  of  temperature,  that  external  cooling  is  necessary  to 

S  re  vent  decomposition.  Many  of  them  crystallize  well  and  distil  without 
ecomposition ;  but  they  are  all  instantly  decomposed  by  water  and 
alcohol,  and  cannot  be  recrystallized  from  ether.  (W.  Henke^  Ann. 
Fharm.  106,  281.) 

Cyanide  ofMeUiyl  with  Chloride  of  Titanium^  C*H*N,TiCl*.  —  Easily 
obtained  by  direct  combination,  which  takes  place  without  much  evolu- 
tion of  heat.  Forms  white  coherent  crystalline  crusts,  which  may  be 
sublimed.  Contains  17*93  to  18'30  p.  c.  titanium,  the  calculated  quan- 
tity being  18*24  p.  o.     (Henke.) 

Cyanide  of  Methyl  with  BiclUoiide  of  Tin,  C*H«N,SnCl*.  —  The  com- 
bination  of  these  substances  is  attended  with  evolution  of  heat,  bat  not 
in  sufficient  amount  to  render  it  necessary 'to  cool  the  vessel  with  ice. 
The  compound  is  white,  crystalline,  and  sublimes  in  arborescent  frost- 
like crystallipe  formations.  It  gives  by  analysb^  33*25  and  34*28  p.  c. 
tin,  the  formula  requiring  34*11  p.  o.     (Henke.) 

Cyanide  qf  Methyl  with  Fentaehloride  of  Antimony,  OH'N,SbCl*. — 
The  combination  is  attended  with  great  evolution  of  heat,  so  that  it  is 
necessary  to  cool  with  ice.  The  crystals  are  white,  imperfectly  deve- 
loped, and  sublime  without  decomposition.  By  analysis,  37*09  and 
38 '80  p.  c.  antimony;  by  calculation  37*17  p.  c.     (Henke.) 

Cyanide  of  Methyl  with  Terchloride  of  Gold,  C*H»N,AuCl».  —.The  two 
substances  when  brought  together,  form,  without  much  evolution  of  heat, 
a  brownish  yellow  powder  which  may  be  freed  from  excess  of  the  cyanide, 
by  pressure  between  paper.  Gold,  by  analysis,  58*21  p.  c;  by  calcula- 
tion, 37*10  p.c.     (Henke.) 

Cyanide  of  Methyl  and  Mercury,  C*H*N,4HgCy.  —  Finely  pulverised 
cyanide  of  mercury  absorbs  cyanide  of  methyl  with  considerable  rise  of 
temperature,  and  if  the  cyanide  of  methyl  is  in  excess,  is  converted  into 
a  crystalline  mass,  in  which,  after  remaining  for  some  months  in  a  closed 
vessel,  rectangular  lamlns  may  be  recognised.  The  crystals  make  a 
grating  noise  when  crushed  with  a  glass  rod.  They  have  a  vitreous 
lustre,  which  they  lose  almost  instantly  on  exposure  to  moist  air,  giving 
off  cyanide  of  methyl  at  the  same  time  and  crumbling  to  a  white  powder. 
When  dried  over  oil  of  vitriol,  they  give  off  the  whole  of  the  cyanide  of 
methyl.  The  compound  heated  in  a  glass  flask  turns  black,  and  yields  a 
sublimate  consisting  of  white  crystals  mixed  with  mercury.  A  sample  freed 
from  uncombined  C3ranide  of  methyl,  by  pressing  it  as  quickly  as  possible 
between  paper,  yielded  74*4  p.  c.  mercury,  the  formula  requiring  73*34 
p.c.    (0.  Hesse^  Ann,  Fhan^.  110,  202.) 
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Oxidation  of  Suiphocyanides,  -—  When  an  acidulated  Bolntion  of  a 
Bolpbooyanide  m  treated  with  permanganate  of  potash,  the  sulphur  is 

oxidised  to  sniphurio  acid,  Aqueoai  hydrocytnie  add  is  not  altered  by  perman- 
ganate of  potash,  if  a  stronger  acid  is  present;  but  in  npntral  or  alkaline  solution,  it 
quickly  decolorises  the  permanganate.  —  The  sulphur  in  sulphocjanides  is  very 
easily  oxidised,  as  hy  peroxide  of  manganese  or  lead  in  presence  of 
an  acid;  in  the  latter  case,  sulphate  of  lead  is  produced.  The  formation 
of  sulphuric  acid  in  these  reactions  is  perhaps  preceded  by  that  of  a 
cyanoffen-compound  containing  less  sulphur  than  sulphocyanogen. 

When  nitric  acid  is  added  to  a  sulphocyanide,  the  liquid  assumes  a 
deep  red  colour,  which  however  is  not  permanent.  Pure,  colourless 
nitric  acid  exhibits  this  reaction  only  when  gently  heated,  and  in  that  case 
sulphqric  acid  is  produced.  Red  nitrous  vapours  passed  into  the  solution  of 
a  sulphooyanide  produce  the  red  colour  immediately,  but  the  formation  of 
sulphuric  acid  appears  to  take  place  later.  —  Pure  nitrous  acid  eliminated 
from  the  mixture  of  a  nitrite  and  acetic  acid,  does  not  redden  the  solu- 
tion of  a  sulphooyanide,  probably  because  the  acetic  acid  does  not  liberate 
the  sulphocyanic  acid;  out  a  solution  of  free  sulphocyanio  acid  is  red* 
dened  by  the  vapours  evolved  from  the  mixture  of  a  nitrite  with  acetic 
acid.  —  The  reddening  is  produced  by  vapours  of  hyponitric  acid  NOS 
probably  because  that  compound  is  resolved  into  NO'  and  NO^  the  latter 
decomposing^  the  sulphooyanide,  and  the  former  producing  the  reddening 
with  the  liberated  sulphocyanic  acid.  The  red  colour  is  immediately 
destroyed  by  substances  capable  of  uniting  with  the  NO',  viz.  by  metallic 
bases  and  even  by  alcohol.  — The  reddening  is  perhaps  due  to  the  forma- 
tion of  an  unstable  compound  of  nitrous  acid,  similar  to  the  dark-coloured 
compound  which  is  formed  by  the  action  of  nitric  oxide  on  ferrous  salts. 
(E.  A.  Hadow,  C^^em.  8oc.  Qu.  J.  11,  174.) 


Pago  83, 

Action  of  Hydriodio  Mhers  on  Svlphocyanidu.  —  When  iodide  of 
methyl,  ethyl,  or  amyl  is  heated  with  the  sulphooyanide  of  an  alkali- 
metal,  earth-metal,  or  heavy  metal  in  a  sealed  tube  to  between  100^  and 
160°,  the  iodine  is  transferred  to  the  metal,  and  sulphooyanide  of  methyl, 
ethyl,  or  amyl  is  produced.  With  sulphooyanide  of  mercury  only,  a 
more  complicated  action  appears  to  take  place.  Mixed  with  alcohol  and 
heated  in  a  sealed  tube  with  iodide  of  ethyl,  it  yields  a  red  deposit  and  a 
yellow  liquid  which  contains  but  little  sulphooyanide  of  ethyl,  but  when 
concentrated,  deposits  prismatic  needles,  probably  a  compound  of  sidpho- 
cyanide  of  ethyl  with  mercuric  iodide.  (Schlagdenhi^uffen,  N,  Ann. 
Chim.  JPhya.  5d,  297.) 


Page  125. 

Nitropmmdei,  From  the  decomposition  of  these  compounds  bj  boiling  with 
alkalis  into  nitrogen,  ferric  oxide,  alkaline  nitrite,  and  ferrocyanide,  Gentele  (/.  pr. 
Chem,  74,  199)  concludes  that  their  rational  formula  is  NC7>,2(FeCyMO). 
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Page  168. 

Hydride  of  Ethyl.  —  The  coefficients  of  absorption  of  hydride  of 
ethjl  OH^H  in  crater  have  been  determined  bj  Schickendantz  (ilnn. 
Pharm,  109,  116) ;  they  diiSer  but  little  from  those  of  the  isomeric  com* 
pound  methyl,  as  determined  by  Bunsen  {BunserCs  Gasormtry^  translated 
by  JRoteoe,  p.  288).  —  The  following  table  exhibits  the  values. 


Absorption  oo-efficients. 

Temp. 

'    Absorption  co-efficient 

Temp. 

Hydrate  of 
Ethyl. 

Methyl. 

Hydride  of 
Ethyl. 

Methyl. 

0» 

0*0946 

0  0871 

13- 

0  -0595 

0-0541 

1 

0*0911 

0  -0838 

14 

0-0574 

0  0524 

S 

0*0877 

0  -0807 

15 

0  -0557 

0-0508 

3 

0  0845 

0*0777 

16 

0-0541 

0  0493 

4 

0  0814 

0  0748 

17 

0  -0536 

0  -0480 

5 

0-0785 

0-0720 

18 

0*0513 

0  -0468 

6 

0  0756 

0  '0693 

19 

0*0501 

0*0457 

7 

0*0729 

0-0668 

20 

0  0490 

0  0447 

8 

0*0703 

0  0644 

21 

0  -0480 

9 

0*0678 

0*0621 

22 

0  -0473 

10 

0  -0655 

0  0599 

23 

0  0465 

11 

0  0633 

0  0578 

24 

0  0459 

12 

0  0612 

0  *0559 

Page  190. 

Ethylated  Sulphuric  Acid.  —  According  to  Jacquemin  and  Lies- 
Bodard  {Comp.  rend.  4Q,  990),  1  at.  strong  sulphuric  acid  takes  up  1  at. 
ether  in  such  manner  that  the  odour  of  the  ether  is  no  longer  perceptible ; 
but  the  ether  is  set  free  on  heating  the  liquid  or  on  mixing  it  with 
water. 


^Page  195. 

Preparation  of  Alcohol.  —  A  method  of  preparing  alcohol  from  man- 
gold wurzel,  so  as  to  conrert,  not  only  the  sugar  in  the  pjant,  but  also  the 
starch,  gum,  cellulose,  &o.,  into  alcohol,  has  been  described  by  F,  Weil. 
{DingL  Pol  J.  150,  421). 

For  the  defuselization  of  alcohol,  Kletzinsky  {Dengh  Pol.  J.  148, 150), 
recommends  distilling  it  over  soda-soap;  Breton  (Devgl.  Pol.  J.  150, 424) 
agitates  the  spirit  with  a  few  drops  of  olive-oil,  which  unites  with  the 
fusel-oil,  and  then  decants  the  liquid;  for  operations  on  the  lar^e  scale, 
he  filters  the  spirit  through  pumice-stone  soaked  in  oil ;  the  fusel-oil  may 
afterwards  be  separated  from  the  pamice-«tone  by  distillation. 
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On  the  preparation  of  absolute  alcohol,  see  Rieokher  (iT.  Jahvl.  Pharm, 
10,  308),  and  on  the  alteration  in  the  composition  of  hydrated  alcohol 
bv  spontaneous  evaporation,  whereby  a  liquid  comparatively  rich  in 
alcohol  passes  off,  and  a  weaker  spirit  remains,  see  A.  Vogel,  jun. 
{Wien.  Akad.  Bar.  30,  261 ;  Ghent.  Cenir.  1858,  712). 


Page  202. 

Deeompositton  of  Alcohol  hy  the  EUciric  Spark,  —  When  the  sparks 
from  an  induction  coil  are  passed  through  liquid  alcohol,  the  alcohol  soon 
acquires  an  acid  reaction,  deposits  black  flocks,  gives  off  gas,  and  forms  a 
resinous  substance.  The  decomposition  and  the  evolution  of  gas  are 
considerably  accelerated  by  addition  of  a  small  quantity  of  potash.  The 
evolved  gas  is  similar  in  composition  to  that  which  is  produced  in  the 
decomposition  of  alcohol  by  heat,  but  appears  to  be  the  result  of  a  more 
thorough  decomposition.  When  it  is  placed  in  contact  with  ammoniacal 
solution  of  cuprous  chloride,  that  liquid  absorbs  carbonic  oxide  from  it, 
and  deposits  a  dull  copper-coloured  substance  which  becomes  brown 
when  dry,  and  explodes  with  appearauce  of  light  when  heated  above  100^, 
or  struck  with  the  hammer ;  heated  with  hydrochloric  acid,  it  gives  off  a 
gas  which  burns  and  yields  carbonic  acid.  With  an  ammoniacal  solution 
of  chloride  of  silver,  the  gas  forms  a  white  precipitate  which  becomes 
yellow  and  then  brick-red  by  exposure  to  light,  turns  grey  when  dry,  and 
explodes  like  the  copper  compound.  The  substance  to  which  these  com- 
pounds owe  their  explosive  property  is  present  in  small  quantity  only; 
it  is  not  remoyed  by  strong  sulphuric  acid,  and  it  appears  to  be  likewise 
present  in  the  gas  produced  by  passing  the  vapour  of  alcohol  through  a 
strongly  ignited  tube,  inasmuch  as  that  gas  forms  with  ammoniacal  solu- 
tion of  dichloride  of  copper  or  chloride  of  silver,  detonating  compounds  . 
resembling  those  above  mentioned  (A.  Quet,  CompL  rend  46,  003;  Ann, 
Pharm.  108,  116). 

2.  When  electric  sparks  are  passed  for  a  long  time  through  the 
yapour  of  alcohol  or  ether,  gas  is  eliminated  in  considerable  quantity,  and 
the  alcohol  is  at  length  completely  decomposed;  no  water  is  formed, 
and  the  solid  residue  consists  only  of  a  trace  of  resin  and  a  small  quantity 
of  charcoal.  The  gas  does  not  contain  ethylene,  but  it  is  absorbed  by 
bromine,  forming  a  colourless  liquid  which  has  a  sweet  taste,  smells  like 
chloroform,  and  is  decomposed  by  fractional  distillation  into  [two  liquids, 
one  of  which  passes  over  between  135°  and  140° ;  and  the  other  at  about 
240°. 

The  liquid  which  passes  over  between  135°  and  140°,  does  not  solidify 
at  15°;  it  is  oily  to  the  touch,  has  a  density  of  2  347  at  0°,  and  gives  by 
analysis  numbers  agreeing  with  the  formula  C'H^Bi'*;  it  is  therefore 
isomeric  with  terbromide  of  allyl  and  bromide  of  bromopropylene  : 

Perrot. 
From  alcohol.    From  ether, 

6  C  36     ....     12-81     12-74     ....     12'73 

5  H 5     ....       1-78     2-20     ....       203 

3  Br 240  ....  85'41  85-60  ....  8563 


C«H»Br«  281  ....  10000  10054  ....  10039 
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The  liquid  which  passes  ovet  towards  t^O^  likewise  retains  its 
fluidity  at  15^;  it  has  a  density  of  2*966  at  0^,  and  barns  with  a 
reddish  fuliginous  flame.  It  fives  bj  analysis  nearly  constant  numbers 
which  howeyer  do  not  admit  of  reduction  to  any  simple  formula. 


From  alcohol. 

From  ether. 

c    

^  7-79 

7'92 

779^.. 

1-23    .. 

90-65     .. 

8-27 

H    

Br  .: 

0-92 

91-32 

M6 

89-68 

100*03    ....  ....    99-67    99-11 


These  are  the  only  bromine-compounds  which  can  be  obtained  from 
the  gas  resulting  from  the  decomposition  of  alcohol  or  ether  yaponr  by 
the  electric  spark  (Perrot^  Compt.  rend,  46,  180;  47,  351,  Ann,  Pharm. 
108, 113.) 


Page  220« 

Decompoiition  of  Alcohol  hy  Aqua  regia,  —  When  aqua  regia  prepared 
from  pure  hydrochloric  and  the  strongest  nitric  acid,  is  added  to  an  eqnal 
yolume  of  alcohol  of  36°,  bubbles  of  vapour  be^in  to  form  after  10  or  15 
minutes  and  the  temperature  rises  till  the  liquid  boils.  Aldehyde,  nitric 
ether,  formic  ether,  cnloral,  and  formic  acid,  then  distil  over,  perhaps  also 
chloroform  (cldoride  of  ethyl  was  not  observed),  and  nitrous  and  nitric  oxide 
are  given  off.  The  residual  liquid  yields  by  distillation,  alcohol,  acetic 
acid,  acetic  ether,  oxalic  ether,  acetal  or  an  analogous  liquid  boiling  at 
102° ;  and  the  residue  which  is  still  left,  contains  oxalic,  nitric,  hydro- 
chloric, and  oxyglycolic  (?)  acid,  and  peculiar  resinifying  substances  not 
yet  examined.     (U.  Bonnet,  Compt,  rend,  45,  386). 

On  the  action  of  chlorine  on  hjdrated  alcohol,  see  chlorinated  aeetale  (additioni  to 
to  vol.  iz). 


Page  222'-253. 

Etheriflcation. 

A.  Reynoso.     N,  Ann,  Chim.  Fhys.  48,  385 ;  Ann,  Pharm,  101,  100. 

The  following  experiments  were  made  by  heating  the  reacting  sub- 
stances in  sealed  glass  tubes. 

Action  of  Hydrochloric  add  upon  Alcohol,  — When  alcohol  is  heated 
to  100°  with  excess  of  hydrochloric  acid,  nothing  but  chloride  of  ethyl  is 
formed,  as  when  the  mixture  is  distilled  under  the  ordinary  atmospheric 
pressure ;  but  when  a  mixture  of  hydrochloric  acid  with  a  larger  excess 
of  alcohol,  either  hydrated  or  anhydrous,  is  heated  for  seven  or  eight 
hours  to  240°,  a  different  action  takes  place,  and  two  layers  of  liquid  are 
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formed  on  coolings  the  upper  oontaiDing  oxide  and  chloride  of  eibyl,  and 
the  lower  water  and  hydrochloric  acid^  with  small  quantities  of  ether  and 
chloride  of  etiiyl.  The  quantity  of  ether  formed  increases  with  the  excess 
of  alcohol;  and  by  continuing  the  action  long  enough,  a  considerable 
quantity  of  alcohol  may  be  converted  into  ether  by  the  action  of  a  small 
quantity  of  hydrochloric  acid.  The  same  transformation  takes  place, 
though  more  slowly,  at  lower  temperatures,  even  at  100°.  The  formation 
of  ether  by  the  action  of  hydrochloric  acid  upon  alcohol,  probably  takes 
place  in  the  same  manner  as  bv  the  action  of  metallic  chlorides,  chloride 
of  ethyl  being  first  formed  and.  then  acting  upon  the  rest  of  the  alcohol  so 
as  to  form  ether  and  hydrochloric  acid ; 

C^H*C1  +   Cm»,H,0»  -  (CmyO*  +   HCl; 

and  the  hydrochloric  acid  thus  reproduced,  forms  a  fresh  quantity  of 
chloride  of  ethyl;  and  so  the  process  goes  on  till  all  the  alcohol  is  con- 
verted into  ether. 

Ifydrobromic  and  Hydriodic  Acid  act  upon  alcohol  in  the  8:ime  man- 
ner as  hydrochloric  acid.  The  aqueous  solutions  of  these  acids  heated 
with  excess  of  alcohol  to  200°  for  ten  hours,  yield  considerable  quantities 
of  ether,  tof^ether  with  bromide  or  iodide  of  ethyl. 

The  action  of  hydnodic  or  hydrobromic  acid  upon  ether  produces  bro- 
mide or  iodide  of  ethvl ;  when  ether  has  been  heated  with  excess  of  the 
aqueous  solution  of  either  of  these  acids,  the  tube  contains  two  layers,  the 
upper  consisting  of  iodide  or  bromide  of  ethyl  with  a  little  undecom- 
posed  ether,  and  the  lower  of  water,  hydriodic  or  hydrobromic  acid,  and 
ether. 

Action  of  Mercuric  Oxide  on  Bromide  and  Iodide  of  Ethyl,  —  After  a 
mixture  of  equal  parts  of  bromide  of  ethyl  and  dry  mercuric  oxide  has 
been  heated  for  15  hours,  the  oxide  is  found  to  be  converted  into  a  white 
powder  consisting  of  mercurousand  mercuric  bromide.  The  liquid  remain^ 
mg  in  the  tube  consists  of  ether,  bromide  of  ethyl,  and  acetate  of  ethyl, 
and  moreover  contains  in  solution,  a  crystallizable  substance  which 
blackens  when  heated,  and  yields  a  sublimate  of  bromide  of  mercury;  no 
gas  is  evolved. 

When  dry  mercuric  oxide  was  heated  with  iodide  of  eUnjl  to  2G0°  for 
four  hours,  an  energetic  action  took  place ;  a  blackened  mass  was 
formed  containing  a  small  quantity  of  reduced  mercury  together  with  a 
very  mobile  liquid  ;  and  at  the  same  time,  Euch  a  quantity  of  gas  was 
formed  that  the  tube  exploded  on  being  opened  ;  for  this  reason  nothing 
conld  be  ascertained  respecting  the  products  of  the  decomposition,  except- 
ing that  a  portion  of  the  iodine  was  set  free.  —  When  dry  mercuric 
oxide  was  heated  with  iodide  of  ethyl  for  six  hours  to  lOO**,  iodide  of 
mercury  was  formed,  together  with  ether,  a  small  quantity  of  olefiant  gas 
and  a  trace  of  acetate  of  ethyl  (part  of  the  iodide  of  ethyl  remained  un- 
decomposed).  —  When  a  tube  containing  iodide  of  ethyl  and  dry  mercuric 
oxide  was  exposed  to  the  sun's  rays  for  17  days  at  the  atmospheric  tem- 
perature, iodide  of  mercury  was  formed,  and  on  opening  the  tube,  a 
large  quantity  of  gas  was  given  off,  a  small  quantity  of  ether  and  acetate 
of  ethyl  remaining  behind.  The  formation  of  acetate  of  ethyl  U  ascribed  by 
Rcjnoso  to  a  secondary  action  of  fbe  mercuric  oxide  on  the  ether, 
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Action  of  Water  on  Bromide  and  Iodide  of  Ethyl.  ^  When  bromide  of 
ethjl  is  heated  to  200°  for  12  hours  with  an  equal  weight  or  more  of 
water,  the  products  formed  are  common  ether,  defiant  gas,  hjdrobromio 
acid,  and  the  so-called  oils  of  wine.  Part  of  the  bromide  of  ethyl  remains 
nndecomposed,  only  a  small  portion  however,  if  the  quantity  of  water 
amounts  to  three  times  that  of  the  bromide  of  ethyl  or  more. 

That  iodide  of  ethyl  is  decomposed  by  water  at  150^  with  formation 
of  ether,  was  preriously  shown  by  Frankland.  According  to  Keynoso, 
the  decomposition  of  iodide  of  ethyl  by  water  is  exactly  similar  to  that  of 
the  bromide. 

Action  of  Bromide  and  Iodide  of  Ethyl  upon  Alcohol.  —  When  a 
mixture  of  alcohol  and  bromide  of  ethyl  is  heated  to  200°  for  8  hours, 
the  alcohol  disappears  and  ether  is  formed,  together  with  hydrobromic 
acid;  in  this  manner,  small  quantities  of  bromide  of  ethyl  may  conrert 
large  quantities  of  alcohol  into  ether ;  a  certain  quantity  of  bromide  of 
ethyl  always  remains  undecomposed.  Iodide  of  ethyl  acts  upon  alcohol 
in  the  same  manner,  but  less  quickly.  Heated  with  aqueous  alcohol,  it 
likewise  forms  ether  in  greater  or  smaller  quantity,  according  as  the 
alcohol  is  more  or  less  concentrated. 

Action  of  Metallic  Chloridee,  Bromides,  and  Iodides  on  Alcohol, — 
The  experiments  were  made,  by  heating  abont  equal  weights  ^15  grm.) 
of  the  metallic  chloride  and  alcohol  of  08  per  cent,  in  sealea  tubes  to 
240°  for  7  or  8  hours.  —  Crystallised  cfiloride  of  manganese  etherifiee 
alcohol  completely,  without  itself  suffering  decomposition.  The  same 
action  is  exerted,  though  less  completely,  by  the  chlorides  of  cobalt  and 
cadmium.  —  Chloride  of  nickel  etherifies  alcohol  partially,  but  a  portion 
of  the  chloride  is  at  the  same  time  converted  into  insoluble,  greenish- 
yellow,  basic  chloride.  The  conversion  of  alcohol  into  ether  by  the  pre- 
ceding chlorides  is  not  attended  with  any  blackeniuff  of  the  contents  of 
the  tube,  neither  does  any  gas  escape  when  the  tube  is  opened.  Crys* 
tallised  protochlorid^  of  iron  etherifies  alcohol  completely,  without 
blackening ;  a  small  quantity  of  gas  is  however  produced,  and  the  solid 
mass  remaining  in  the  tube  consists  of  protochloride  of  iron  and  a  radio- 
crystalline  substance  which  is  insoluble  in  water,  and  is  converted  by 
boiling  water  into  a  black  powder. — Crystallised  protochloride  (^ tin 
likewise  etherifies  alcohol  completely,  and  at  the  termination  of  the 
experiment,  a  layer  of  ether  is  found  in  the  tube,  floating  upon  a  milky 
liquid  ;  gas  escapes  on  opening  the  tube,  and  the  protochloride  of  tin 
exhibits  marks  of  partial  decomposition. —  Mercuric  chloride  heated  with 
alcohol  to  between  200°  and  240^  decomposes  and  blackens,  and  on  open- 
ing the  tube,  a  large  quantity  of  gas  escapes ;  ether  is  also  formed.  — 
When  hydrochlorate  of  morphine  or  of  einc/ionine  is  heated  with  alcohol 
to  200°,  the  mixture  blackens,  but  no  gas  escapes  on  opening  the  tube ; 
the  liquid  contains  small  quantities  of  other. 

With  regard  to  the  manner  in  which  metallic  cbloridei  convert  alcohol  into  ether, 
Keynoso  considers  it  most  probable  that  the  etherification  is  efiected  by  a  portion  of 
hydrochloric  acid  liberated  from  the  metallic  chloride,  which  then,  on  cooling,  recom- 
bines  with  the  oxychloride  or  oxide  formed  in  the  first  instance,  supposing  that  this 
latter  componnd  has  not  been  rendered  insoluble  in  the  acid  by  the  high  temperature. 
[Is  not  the  following  more  probable  ? 

Cm',H,02  +  ZnCl      «  C^H'Cl       +  ZnO,HO  and 
C  H\H,0'  +  C*H*C1  »  (C^H»)«0»  +  HCh] 
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Bromide  and  Iodide  of  Cadmium  aet  upon  aloohol  at  240^  in  the  flame 
manner  aa  the  chloride,  forming  a  amall  quantity  of  ether ;  mercurk 
hromide  acts  also  like  the  chloride.  Mercuric  iodide  (prepared  by  precipiu- 
tion  and  then  washed  and  dried)  heated  with  ahsolnte  aloohol  to  240°  for  4  or  5 
honra  conrerta  the  greater  part  of  it  into  ether,  without  iteelf  undergoing 
alteration.  At  300°  the  contents  of  the  tnhe  hlacken,  and  a  very 
large  quantity  of  gas  is  formed. 

Action  of  StUphurie  Acid  upon  Alcohol,  —  The  results  obtained  by 
heatinff  together  sulphuric  acid  and  alcohol  in  sealed  tubes,  vary  greatly 
with  the  strength  of  the  acid,  the  temperature,  the  duration  of  the  experi- 
ment, and  the  proportions  of  acid  and  alcohol  used.  Experiments  with 
sulphuric  acid  of  various  strengths,  containing  from  81*6  to  0*5  per  cent, 
of  anhydrous  acid  and  heated  with  alcohol  in  various  proportions  to 
between  100°  and  200%  showed  that  the  temperature  must  be  raised 
higher  and  the  action  continued  longer,  in  proportion  as  the  acid  is  more 
dilute.  The  products  which  may  be  formed  are  defiant  gas,  the  oils  of 
wine,  ethylsulphuric  (sulphovinic)  acid,  and  ether,  frequently  also  sul- 
phurous acid.  —  With  a  large  excess  of  alcohol,  ether  and  ethylsulphuric 
acid  are  generally  the  only  products ;  when  the  sulphuric  acid  is  in  large 
excess,  the  mixture  strongly  heated,  or  the  action  continued  for  a  con- 
siderable time  at  a  lower  temperature,  only  a  small  quantity  of  ether  is 
produced.  —  At  high  temperatures,  defiant  gas  is  found  among  the  pro- 
ducts of  decomposition  ;  this  gas  is  never  formed  between  100°  and  120°, 
but  sulphurous  acid  may  be  formed  within  these  limits  of  temperature. — 
The  quantity  of  ether  formed  is  greatest  at  all  temperatures  when  the  alcohol 
is  in  large  excess  in  proportion  to  the  sulphuric  acid.  With  acid  of  strength 
comprised  between  the  limits  above-mentioned,  the  conversion  of  alcohol 
into  ether  takes  place  at  all  temperatures  between  100°  and  200°,  provided 
the  proportions  of  acid  and  alcohol  are  properly  chosen,  and  the  dura- 
tion of  the  experiment  is  properly  regulated  according  to  the  temperature. 
The  formation  of  defiant  gas  does  not  always  take  place  at  the  tempera- 
tures at  which  ether  is  formed,  but  only  at  somewhat  higher  temperatures; 
defiant  gas  is  formed  even  with  dilute  sulphuric  acid,  if  the  temperature 
is  high  enough,  the  action  continued  long  enough,  and  the  acid  m  lar^e 
excess  in  proportion  to  the  alcohol.  In  most  of  the  experiments  on  the 
action  of  sulphuric  acid  upon  alcohol,  ethylsulphuric  acid  was  also  formed 
in  greater  or  smaller  quantity,  excepting  when  very  dilute  sulphuric  acid 
was  used ;  when  ethylsulphuric  acid  was  formed,  its  quantity  appeared 
to  be  in  direct  proportion  to  that  of  the  sulphuric  acid  used. 

Action  of  Sulphates  upon  Alcohol. —  The  crystallised  salts  were  heated 
in  sealed  tubes  with  an  equal  weight  of  *98  per  cent,  aloohol.  The 
crystallised  sulphates  of  magnesia^  manganoui  oxide,  ferrous  oxide,  tine* 
oxide,  cadmium-oxide,  cobalt-oxide,  and  uranic  oxide  (especially  the  last) 
convert  small  quantities  of  alcohol  and  ether  at  240°,  without  themselves 
undergoing  any  alteration  or  giving  rise  to  the  formation  of  secondary 
products.  Alcohol  is  likewise  etherified  at  240^  by  sulphate  of  nickel, 
which  however  is  at  the  same  time  partially  reduced  to  a  ba^ic  salt; 
also  by  cuprie  sulphate,  a  portion  of  that  salt  being  at  the  same  time 
reduced  to  metallic  copper,  and  a  considerable  quantity  of  gas  evolved. — 
JSuiphate  ofxUumina  etherifies  alcohol  completely  between  200°  and  240% 
without  simultaneous  formation  of  gas,  and  is  thereby  partially  reduced 
to  insoluble  basic  salt.      When  the  sulphates  of  ammonia,  po^ouA,  soda, 
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and  lime  are  heat^  with  alcohol  to  24<r\  bo  definite  fesult  is  obtained 
with  reference  to  etherifioation.  .Ferric  sulpliate  heated  with  alcohol  to 
240^  forms  ether,  and  likewise  a  lar^e  quantity  of  gas  (containing  su)- 
pharous  acid),  and  is  itself  decomposed.  — Sulphate  of  alumina  andj>otas/i 
etherifies  alcohol  completely  at  200°,  without  evolation  of  gas,  but 
with  formation  of  a  certain  quantity  of  basic  sulphate  of  alumina;  etheri- 
fication  takes  place  also  at  240^,  but  is  accompanied  by  formation  of  gas 
and  of  a  larger  quantity  of  the  basic  salt.  —  Sulphate  of  alumina  and 
ammonia  etherifies  alcohol  com'pletely  between  200°  and  240°,  with- 
out formation  of  gases,  but  with  partial  formation  of  basic  sulphate  of 
alumina.  When  potassio-fertic  sulphate  is  heated  with  alcohol  to  240% 
the  alcohol  is  likewise  wholly  converted  into  ether,  but  the  change  is 
attended  with  the  evolution  of  a  large  quantity  of  gas  and  partial  forma- 
tion of  basic  ferric  sulphate.  —  Potassio -chromic  sulphate  etherifies  alcohol 
completely  at  240°  and  even  at  200°,  without  formation  of  gas  ;  after 
heating  to  200°,  the  solid  part  of  the  contents  of  the  tube  dissolves 
completely  in  water;  after  heating  to  240%  a  small  quantity  of  greenish 
residue  is  obtained  insoluble  in  water. 

Reynoso  explains  the  action  of  sulphates  upon  alcohol  by  supposing  that  a  portion 
of  the  sulphuric  acid  is  set  free  and  forms  ethyl-sulphuric  acid,  which,  acting  upon  the 
rest  of  the  alcohol,  or  being  decomposed  by  heat,  forms  ether  and  reproduces  snlphoric 
acid  (compare  page  237).  This  yiew  is  in  accordance  with  the  fact  that  those  sulphaten, 
viz.:  the  sulphates  of  sesqnioxides,  which  most  readily  gire  up  part  of  their  acid  when 
heated,  are  likewise  those  which  etherify  alcohol  with  the  greatest  facility. 
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Pbrmaiion  qf  Oil  of  Wine,  &c.  (Blondeau,  A^  J.PAarm,,  xxix,  249,  344. 424).— 
When  a  mixture  of  2  pts.  alcohol,  3  pts.  oil  of  vitriol,  and  1  pt.  water  is  distilled,  the 
liquid  which  passes  over  above  160®  separates  into  three  layers,  the  lowest  of  which  is 
the  so-called  heavy  oil  of  wine,  consisting,  according  to  Blondeau,  of  sulphetheric  acid, 
C*H*02,S'0'  (x,  618),  while  the  middle  layer  consists  of  aqueous  sulphuric  acid,  and 
the  uppermost  of  the  so-called  light  oil  of  wine,  which^  by  fractional  distillation,  yields 
an  oily  liquid  containing  equal  numbers  of  atoms  of  carbon  and  hydrogen,  boiling  at 
2 8^  having  a  density  of  0'621  in  the  liquid  state,  and  a  vapour  density  of  3*9.  This 
liquid,  ethene,  may  also  be  obtained  by  treating  pure  ether  with  potassium  and  distilling 
the  product,  OH^KO,  with  dilute  sulphuric  acid.  — Ethene  combines  with  sulphuric 
acid,  forming  ethene^sulphuric  acid,  the  salts  of  which  are  composed  of  C^H8SK)*,MO. 
This  salt  is  formed  in  a  mixture  of  alcohol  and  sulphuric  acid  by  heating  it  to  170% 
whereas  at  140®  the  same  mixture  yields  snlphovinic  add,  and  at  160*  sulphetheric 
acid  (x,  518).  The  oil  of  wine  which  passes  over  in  the  distillation  of  sulphovioate 
of  lime  consists  of  butyl-sulphuric  acid.  [These  statements  of  Blondeau  are  at 
complete  variance  with  the  results  of  former  observers,  (p.  175  of  this  volume).  The 
subject  requires  further  examination]. 


Page  255. 


JSthylaU  of  Sodium.  —  According  t4)  Geuther  (Ann.  JPharm.  109,  73), 
ethylate  of  s<^ium,  C*H'NaO*,  is  decomposed  by  carbonio  oxide  at  100°, 
yielding  formiate  of  soda.  To  explain  this  result,  Geuther  supposes  that 
the  ethylate  of  soia  is  first  resolved  into  ethylene  and  hydrate  of  soda, 
the  latter  being  then  converted  into  formiate  by  the  carbonic  oxide 


KTUEKIFICATION*  42 1 

(x.  490):  DO  evolution  of  ethylene  gas  was  however  observed.  Wanklyn 
(Ann.  Pharm,  110,  11 1),  supposes  that  the  production  of  formiato  of  soda 
in  Geuther's  experiment  was  due  to  the  presence  of  hydrate  of  soda  in 
the  ethylatc  of  sodium  used  ;  nccordiug  to  Wanklyn's  observation,  car- 
bonic acid  does  not  act  upon  ethylate  of  sodium  at  lOC"^  neither  is  any 
ethylene  gas  set  free. 


Page  2Cfl. 

Action  of  Aleoholic  Potash  on  Chlori7ie^compound8,'-^  The  action  of 
alcoholic  potash  on  organic  chlorides^  bromides,  Ac.  is  generally  regarded 
as  consisting  merely  in  an  interchange  between  the  chlorine  of  tlie 
organic  compound  and  the  oxygen  of  the  potash,  the  alcohol  actinc^ 
merely  as  a  solvent,  and  the  more  energetic  action  of  alcoholic  potash 
on  these  compounds  being  due  to  the  circumstance  that  both  the 
potash  and  the  organic  compound  are  dissolved  in  the  same  solvent: 
thus — 

cni'(:i=    +    Ko    «    cupci    +    KCi    +    no 

and  : 

C^HCi*      +   4KO     =     C^IIKO^  +   3KC1 

Berthelot  has,  however,  shown  that  Ihis  is  not  the  case,  but  rather  that 
the  alcohol  plays  an  essential  part  in  the  reaction.  He  had  previoudy 
shown  (ix,  172)  that,  in  the  formation  of  oxide  of  ethyl  by  the  action  of 
alcoholic  potash  on  bromide  of  ethyl,  the  quantity  of  ether  obtained  is 
nearly  twice  as  great  as  it  should  be  according  to  the  equation; 

Cni-Br     +     KO     «     Oll-O     +     KBr; 

and  that  it  really  takes  place  as  shown  by  the  more  complex  equation : 
C^H*Br     +     KO     +     C*U«02     =     Cnr^O^     +     KBr     +     HO 

And  ho  has  lately  demonstrated  that  in  the  action  of  alcoholic  potas»h 
on  bichloride  of  carbon  and  chloroform,  the  alcohol  itself  suffers  decom- 
position. When  a  mixture  of  potash,  alcohol  and  bichloride  of  carbon  or 
chloroform   is   heated  to  100^  for  a  week  in  sealed  tubes,  a  certain 

quantity  of  pure  ethylene  gas  is  produced,  [according  to  Hermann  (x,  199), 
bromofortn  ti'eated  with  alcoholic  potash  yields  a  mixture  of  ethylene  and  carbonic  oxide]; 
and  under  the  same  circumstances,  a  mixture  of  alcoholic  potash  and 
sesquichloride  of  carbon  C*CP,  or  protochloride  of  carbon  C*Cl*  yields 
ethylene  and  hydrogen  gases.  That  these  reactions  are  attended  with 
further  and  still  unexplained  decompositions,  appears  from  the  fact  that 
not  only  is  carbonic  acid  0*0*  produced  from  C*01*,  formic  acid  C'HO',HO 
frf)m  chloroform  CHOP,  and  oxalic  acid  C*0',2H0  from  sesquichlo- 
ride  of  carbon  C^Cl*,  and  that  generally  compounds  are  formed  con- 
taining oxygen  in  place  of  the  carbon  of  the  original  substance, — but 
there  are  also  formed  a  number  of  liquid  products  and  insoluble  huinus* 
like  substances  similar  to  those  which  are  produced  by  the  action  of  alkalis 
on  grape-sugar.  (Berthelot,  y,  Ann.  Chim.  Phys.  54,  87;  Ann,  Phm^u 
100,118). 
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AlooholaU  of  Boffia,-^  Acoordxjig  to  Berthelot  (N.  Ann.  Chw*  Fkyu 
49|  180;  Ann,  Pharm.  98,  180),  the  compound  origisally  obtained  by 
Kahlmann  (riii,  266),  bj  the  action  of  anhydrous  baryta  on  abtolute 
alcohol  iff  BaO,C^,HK)S  and  therefore  homologous  with  the  compound 
BaO,C*H^O^  which  Dumas  &  Peligot  obtained  by  the  action  of  anhydrous 
baryta  on  anhydrous  methylic  alcohol  (vii,  267). 


Glycol  and  its  Derivatives. 

A.  WuRTZ.  N,  Ann,  Chxm.  Fhy$.  65,  400.  See  also,  Memoirs  cited 
at  page  501,  vol.  xii,  and  in  addition;  Compt  rend.  45,  228,  47, 
846;  Ann.  Fharm.  104,  174;  108,  84. — New  researches  on  oxide  of 
Ethylene  ;  BuUeUn  de  la  SociM  Ghimiqiu  de  Faria^  1,  79. 

E.  Atkinson.    Fhil.  Mag.  [4]  16,  433 ;  Ann.  Fharm.  109,  232. 

H.  Debus.    Ann.  Fharm.  110,  216. 

L0UREN90.    Full.  See.  Chim.  de  Faru,  1,  77. 

Maxwell  Simpson.     Free,  Roy.  Soe.  9,  725 ;  10, 114. 

Preparation  of  Glycol.  —  Wurtz  obtained  glycol  by  decomposing  the 
biacetate  of  ethylene  with  potash,  the  biacetate  being  obtained  by  the  action 
of  iodide  of  ethylene  on  acetate  of  silver.  For  the  preparation  of  the 
biacetate,  he  now  recommends  the  use  of  bromide  of  ethylene  instead  of 
the  iodide  —  the  former  being  more  easily  obtained,  and  having  a  lower 
combining  number. 

Atkinson  prepares  glycol  by  the  action  of  potash  or  baryta  on  mono^ 

acetate   of  ethylene  QimQt  tt  \  0\  which  is  obtained  by  heating  bromide 

of  ethylene  with  acetate  of  potash.  This  reaction  is  more  regular  and  less 
complicated  with  secondary  decompositions  than  that  of  acetate  of  silver 
on  the  bromide  or  iodid^  of  ethylene,  and  moreover  the  use  of  acetate  of 
potash  is  much  more  economical  than  that  of  acetate  of  silver.  — According 
to  Debus,  the  quantity  of  glycol  obtained  by  decomposing  the  monoacetate 
with  potash  is  only  about  half  the  calculated  quantity,  the  loss  apparently 
arising  from  the  formation  of  a  compound  which  is  but  slowly  resolved 
by  heat  into  glycol  and  acetate  of  potash.  He  therefore  recommends 
toe  following  process:  The  monoacetate  of  ethylene  mixed  with  an  eaual 
volume  of  water  is  exposed  for  12  or  16  hours  in  a  strong,  well-corked 
flask  to  the  temperature  of  boiling  water,  whereby  it  is  for  the  most  part 
resolved  into  acetic  acid  and  glycol.  On  distilling  the  contents  of  the 
flask,  water  and  acetic  acid  pass  over  below  150^,  glycol  mixed  with  a 
oonsiderable  quantity  of  the  undecomposed  acetate  between  150*^  and 
190°,  and  above  190°,  glycol  containing  a  comparatively  small  portion 
(about  15  p.  0.)  of  the  acetate.  The  portion  boiling  between  150''  and 
190°  is  again  heated  with  water  in  a  close  vessel;  the  portion  of  the 
product  which  distils  above  190°  is  mixed  with  the  former  portion  boiling 
at  that  temperature ;  the  whole  is  distilled  with  a  quantity  of  solid 
potash,  just  sufficient  to  neutralise  the  acetic  acid;  and  the  liquid 
which  passes  oyer  at  245°  is  rectified.  Glycol  is  thus  obtained  boiling  at 
196°. 

Oxidation  of  Glycol  —  1.  When  glycol  diluted  with  four  times  its 
volume  of  water  is  placed  in  a  tall  glass  yeasel,  fuming  nitric  add  poured 
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ID  throuffh  a  long  tube-funnel  so  m  to  form  a  layer  at  the  bottom  of  the 
TOisel,  the  whole  heated  to  about  30^^  and  the  acid  liquid  evaporated  to 
a  sjrup,  the  residue  is  found  to  contain  glycolio  and  oxalic  acids,  a^ 
previously  obserred  by  Wurtz  (xii,  502),  likewise  gJ^oxylic  acid  ^xii, 
505)  and  a  body  which  exhibits  some  of  the  properties  of  glyoxal  (xii, 
503).  —  2.  Glycol  heated  with  hydrate  of  potash  recently  fused  and  pul- 
verised yields  a  large  quantity  of  hydrogen^  and  a  residue  containing 
oxalate  of  potash,  together  with  a  small  quantity  of  carbonate,  and,  per- 
haps, of  g^lycolate.  The  principal  part  oi  the  reaction  is  represented  by 
the  equation: 

CH^O*     +     2KH0S     =     C<K»0*     +     8H 

Action  of  Pentaehloride  of  Fhoiphorut  on  Olyeol,  —  When  penta- 
chloride  of  phosphorus  is  gradually  added  to  glycol,  a  violent  action 
takes  place,  rendering  it  necessary  to  surround  the  vessel  with  a  frigorifio 
mixture.  On  continuing  to  add  the  perchloride,  the  mixture  thickens  at 
first,  but  ultimately  becomes  quite  fluid  when  2  at.  POP  have  been  added 
to  1  at.  glycol.  Towards  the  end  of  the  operation,  the  action  becomes 
less  vivid,  and  the  freezing  mixture  mnst  be  removed.  On  distilling  the 
product,  a  mixture  of  oxychloride  of  phosphorus  and  chloride  of  ethylene 
passes  over  below  100^  and  nearly  pure  oxychloride  above  that  tempe- 
rature. On  agitating  the  former  portion  with  water^  the  oxychloride  of 
Shosphorus  is  decomposed,  and  an  oily  liquid  remains,  which,  after  being 
ehydrated  by  chloride  of  calcium,  mstils  at  84°,  and  exhibits  the  pro- 
perties and  composition  of  chloride  of  ethylene  C*H*C1*  (carbon  24*24  p,  c. 
hydrogen  4-27!— by  calculation,  24*24  and  4'04).  (Wurtz). — The  reaction  is 
represented  by  the  equation: 

C<HK)«     +     2PC1*     -     CHH^Cl*     +     2P0«C1«     +     2Ha 

Action  of  Ohloi'ide  of  Zinc  07i  Glycol.  —  Anhydrous  chloride  of  zinc 
exerts  a  dehydrating  action  on  glycol,  abstracting  2  at.  water  and  leaving 
aldehyde: 

C*H«0<     -     2H0     «     C^H^O-' 


Glycol.  Aldehyde. 

When  3  pts.  of  chloride  of  zinc  are  heated  with  1  pt.  of  glycol  in  a  flask 
provided  with  a  distillation-tube  and  immersed  in  an  oil-bath,  a  brisk 
action  takes  place  at  about  250^,  and  vapours  are  evolved,  which,  when 
condensed  in  a  well  cooled  receiver,  yield  two  layers  of  liquid,  the  upper 
of  which  is  oily  and  consists  of  hydrocarbons,  while  the  lower,  which  is 
watery,  is  a  mixture  of  aldehyde  and  another  volatile  liquid,  apparently 
isomeric  with  it.  On  subjecting  the  mixture  to  fractional  distillation,  a 
liquid  passes  over  below  20°,  which,  when  dissolved  in  twice  its  volume 
oi  ether  and  saturated  with  ammonia,  yields  crystals  of  aldehyde- 
ammonia.  The  other  liquid  which  distils  above  21°  is  soluble  in  water, 
insoluble  in  a  concentrated  solution  of  chloride  of  calcium,  has  a  very 
strong  odour  and  hot  taste,  and  distils  between  70°  and  1 00°.  a  portion 
which  distilled  at  about  80°  gave  by  analysis  &47  p.  c.  C  and  9*5  H,  showing  that  it  is 
isomeric  with  aldehyde  (54*5  p.c.  C  and  9*0  H).  —  Another  portion  distilling  between 
90"*  and  100^  gave  57*4  C  and  9*6  H.  It  was  probably  the  same  liquid  mixed  with  a 
small  qaantity  of  the  hydrocarbons  above  mentioned. 

The  oily  liquid  floating  on  the  watery  layer  consists  chiefly  of  a  mix- 
ture of  hydrocarbons  richer  in  carbon  than  ethylene.     A  portion  boiling 
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at  about  200"^  gave  84*4  p.  o.  C,  10*6  H  and  5*0  O.  Theee  hydrocarbons 
probably  resnlt  from  a  more  complete  dehydration  of  the  glycol.  Sap- 
posing  H^O*  to  be  abstracted  from  that  compound^  there  would  remain 
C*K\  a  hydrocarbon  which  could  not  perhaps  exist  by  itself^  but  would 
be  resolved  into  other  hydrocarbons  in  which  the  carbon  would  be  the 
predominating  element.     (Wurtz.) 

Terchloride  of  Antimony  dissolves  abundantly  in  glycol;  and  th« 
liquid  yields,  by  distillation^  yapours  of  hydrochloric  acid,  and  an  acid 
liquid  mixed  with  chloride  of  antimony;  the  residue  blackens  consider- 
ably: aldehyde  was  not  found  among  the  products.     (Wurtz.) 

Adion  of  Sodium  on  Glycol,  —  Glycol  is  energetically  attacked  by 
sodium,  with  evolution  of  hydrogen,  and  formation  of  a.  white  crystalline 

substance,  which  is  monosodic  [glycol  ^^  ii  \^^f  ^^^  ^^^^  product  fused 

with  excess  of  sodium  again  gives  off  hydrogen,  and  is  converted^  slowly 
and  with  difficulty,  into  biaodie  glycol  C*H^Na',0^ 

Bisodio  glycol,  heated  with  bromide  of  ethylene,  in  a  flask  communi- 
cating with  a  receiver,  surrounded  with  a  freezing  mixture,  yields 
bromvde  of  cUdehydene  C^H'Br,  together  with  glycol  and  bromide  of 
sodium: 

C^H^NaW     +     aC^H^BiS     =     2C^H»Br     +     C*HW     +     NaBr 

Monosodic  glycol,  heated  in  a  sealed  tube  with  bromide  of  aldehy- 
dene,  yields  defiant  gas  and  glycol,  together  with  bromide  of  sodium  and 
a  small  quantity  of  a  soda-salt  soluble  in  alcohol,  and  yielding  when 
decomposed  by  sulphuric  acid,  an  acid  which  smells  like  acetic  acid,  but 
reduces  silver-salts.     (Wurtz.) 


Glycolic  Ethers. 

Oxide  of  Ethylene.  C*H*0«.  -^  When  glycolio  chlorhy drin  C*H»C10»  is 
treated  with  aqueous  potash,  chloride  of  potassium  is  formed  and  oxide 
of  ethylene  is  given  off  in  the  form  of  a  vapour,  which  may  be  condensed 
in  a  receiver  surrounded  with  a  freezing  mixture  and  containing  a  few 
lumps  of  chloride  of  calcium^  over  which  the  product  may  be  afterwards 
rectified : 

C^H*C102    —    HCl     «     C'H*02 

Oxide  of  ethylene  is  a  transparent,  colourless  liquid,  which  boils  at 
13-5°  under  a  pressure  of  746-5  m.m.  (Aldehyde,  with  which  it  u  itomerio, 
boils  at  2r.)     Vapour-density  1  422. 

Wurtz. 

mean.                                       Vol.  Density. 

4C     ....     24     ....     54-54     ....     5455  Cvapour    ....     4     ....  1*6610 

1  H      ...       4     ....       909     ....       914  H-gas          ....     4     ....  0-2572 

2  O     ....     16     ....     36-37     ....     36-31  O-gas          ....     1     ....  1-1093 

Cni^Oa  ....    41     ....10000    ....10000     Vap.  ofCm^Oa    2    ....    30305 

1     ....     1-5152 
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Oxide  of  ethylene  is  decomposed  by  pentachloride  of  phosphorus^ 
yielding  chloride  of  ethylene  and  oxychloriue  of  phosphorus; 

C<H*0«     +     PC1»,C1«    =     PC1K)«     +     C^HSCl' 

The  compoiind  C^H^CP  thus  obtained  has  the  same  boiling  point  (8i^)  as  ordinary 
Datch  liqaid. 

Oxide  of  ethylene  does  not^  like  aldehyde,  form  a  crystalline  com- 
pound with  ammonia;  on  the  contrary,  it  exhibits  the  properties  of  a 
base.  It  unites  directly  with  water,  and  reproduces  glycol.  By  heating 
it  with  water  for  several  days  in  a  strong  sealed  tube,  a  sweetish  liquid  is 
obtained,  which,  by  distillation,  yields  glycol,  and  afterwards  at  256^  a 
compound  C^H^^O^  intermediate  in  composition  between  oxide  of  ethylene 
and  glycol.  —  Oxide  of  ethylene  unites  directly  with  and  neutralises 
hydrochloric  acid,  forming  glycolic  chlorhydrin  C*H*C10'  =  C*H*0*,HCI. 
«—  It  also  unites  with  acetic  acid  or  acetic  anhydride,  forming  biacetate  oj 
ethylene  C*H*,(C*H»0*)*,0»  boiling  at  185°,  and  basie  acetate  offihylene 
(C*H*)*,(C*H»0«)»,0«,  which  boils  at  a  much  higher  temperature.  The 
combination  takes  place  slowly  at  ordinary,  rapidly  at  higher  tempera- 
tures. The  formation  of  these  two  compounds  from  acetic  anhydride  is 
represented  by  the  equations: 


cm* 

(Cm»0»)8 


\q^         =        Cni^C  +  (C^H302)*0' 


Biaoetate  of  ethylene.  Oxide  of  ethylene.  Acetic  anhydiide. 

[c»HW)«}^         -        2(CmS0=)         +         (CWOW 
Basic  acetate  of  ethylene. 

When  acetic  acid  is  used  instead  of  the  anhydride,  the  formation  of 
these  compounds  is  attended  with  elimination  ol  water. 

The  preceding  reactions  show  that  oxide  of  ethylene  is  the  true  ether 
or  anhydride  of  glycol,  and  consequently  that  the  anhydrides  of  biatomic 
alcohols  contain  the  same  number  of  carbon-atoms  as  the  alcohols  them- 
selves, and  are  derived  from  them  by  elimination  of  water,  resembling  in 
this  respect,  the  anhydrides  of  bibasic  acids ;  ^.y., 

Cm«0^        -        11-03        =        C'H^Os 


Hydrate  of  ethylene.  Oxide  of  ethylene. 

CSH^Os        _         \\20i        «        C8H40* 


Sncdnic  acid.  Succinic  anhydride 

The  compound  q^^ua  r  O*,  which  would  stand  to  glycol      u,  |  0\  in  the  same 

relation  as  common  ether  Xu ^  >-  O^  to  alcohol      „   \  0\  does  not  appear  to  exist. 

Wurtz  attempted  to  prepare  it  by  the  action  of  bromide  of  ethylene  on  bisodic  glycol, 
expecting  the  reaction  to  take  place  according  to  the  equation  : 

Cm^Na^O*     +     C<H^Br3     =     2NaBr     +     {C^U*)\0\ 

but  the  only  products  obtained  were  bromide  of  aldehydene,  C^H^Or  and  glycol  (p.  424); 
and  again  by  the  action  of  bromide  of  aldehydene  on  monosodic  glycol,  according  to  the 
equation: 

C^H^NaO^     +     C*H3Br     -     NaBr     +      (C*H^)2,0^ 
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bat  thA  producti  obtainad  were  chiefly  oleftant  gas  and  glycol  (p.  424).  —  Wurti  was 
at  one  tiine  of  opinion  that  the  aldehrdea  were  the  true  ethers  of  the  gljcolst  becanae 
glycol  treated  with  chloride  of  sine  (p.  428)  yields  aldehyde :  but  that  compound  does 
not  reproduce  glycol  when  treated  with  water^  or  compound  glyeolie  ethers  when  treated 
with  acidsy  as  oxide  of  ethylene  does. 

IntermediaU  GlycoUdher.  C«H"0«  =  (C*H*)»,H«,0».  —  Produced, 
together  with  elycolic  bromhydrin,  by  heating  3  at  glycol  with  1  at. 
bromide  of  etbjHiene  (equal  weights  of  the  two)  to  120°  for  four  days  in  a 
sealed  flask.     (Loareii9o.)  ' 

3(C*H*,H«,0<)     +     C<H*Bi«    -    (C^H^)«,H«,0»     +     2^0^H^H0»,Br)    +    2H0. 

Also^  together  with  glycol,  by  heating  oxide  of  ethylene  with  water  in  a 
sealed  tube.    (Wurtz.) 

S(C<HSO»)     +     4HO     «     (C*H<)«,H',0«     +     C<H*,H«,0^, 

Syrupy  liquid,  having  a  sweetish  taste.  Boils  at  about  245''«  Vapour 
density  3*78  (at  311^).  Soluble  in  water,  alcohol,  and  ether.  (Lonren90, 
Compt.  rend,  49,  619). 


8  C    

48  .... 

45*28 

10  H    

10  .... 

9*43 

6  0     

0   .... 

45*29 

lA>areaco. 

4516  

9-56  

45-28  

..    Cvapour 
..    H-gas 
..     O-gas 

VoL 

.••«      A\l     .... 

..«.           V      .... 

Density. 

S-3280 
0*6930 
3-3279 

10000  

,.    Vapour 

•       ..4. 

7*3489 
3-6744 

CSRioO*  64  ....  10000 


This  body  is  intermediate  in  composition  between  glycol  and  oxide  of  ethylenej  and 
might  be  regarded  as  a  compound  of  the  two:  C<H«0*  +  C<H<0«  -  C^HWO*.  —  Or  it 
may  be  viewed  as  a  product  of  the  union  of  two  molecules  of  glycol,  with  elimination  of 
2  at.  water  2(C*HSH«,0*)  -  2H0  =  (C<H<)«,H«,0«  (Lonrenfo). 

EthyUglycol  or  Ethylate  of  EihyleM,  (T'H^Wss  c4h*h  }®**  ~  ^^^ 
duced  by  the  action  of  iodide  of  ethyl  on  monosodic  glycol: 

n!?h}o^  +  cwi  =  N.I  +  g:g:,H}o^' 

4 '5  grammes  of  sodium  were  dlssolyed  in  12  grammes  of  glycol, 
27  erammes  of  iodide  of  ethyl  added,  and  the  whole  heated  to  100°  in  a 
flask  surmounted  with  a  bulb-tube  for  condensing  the  vapours.  On  dis- 
tilling the  product  in  an  oil-bath  heated  gradually  to  250°,  a  quantity  of 
limpid  ethereal  liquid  passed  over,  weighing  1 0  grms.,  and  29  grms. 
of  iodide  of  sodium  were  left  in  the  flask  (calculated  quantity,  26*9  grms.) 
The  ethereal  liquid  began  to  boil  at  110°,  the  thermometer  then  rose 
quickly  to  120°,  and  the  greater  part  of  the  liquid  passed  over  between 
125^  and  135°:  this  latter  product  when  redistilled  passed  over  entirely 
at  1 27°.  In  another  operation,  when  6  grms.  of  glycol  and  2  grms.  of 
sodium  were  used,  the  product  yielded  by  fractional  distillation  a  liquid 
boiling  at  1 35°.     (Wurtz.) 

Wurts. 


8  C     

Afl 

•  ••«t            Ov    vO             •■••■ 

At  135*>. 
54*90 

At  127". 
....     57*35 

10  H    

10    ... 

11-11    

11'18     .... 

....     11*59 

4  O    

32    ... 

■  ■  •  ■  ■      o  0  00      « ■  •  •  * 

C8HW0<  

90    ... 

100-00 
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These  nmnbera  show  that  the  liquids  analysed  were  mixtures  of  ethyl-glycol  and 
biethyl-glycol  (61*01  C  and  11*86  H),  the  ethyUglyeol  predominating  considerably  in 
tlie  product  which  boiled  at  127°.  The  simultaneous  formation  of  biethyl-glycol  Is 
unaToidable,  because,  in  the  action  of  sodium  on  glycol,  the  compound  C^H^Na'O^  is 
formed,  as  well  as  C^H^NaO^.  To  obtain  a  complete  separation  of  the  two  liquids,  it 
would  be  necessary  to  operate  on  rery  large  quantities.  The  boiling  point  of  ethyl- 
glycol  is  intermediate  between  that  of  glycol  (197°)  and  that  of  biethyl-glycol  (123^. 
The  Tapour-deusity  of  the  liquid  boiling  at  127°  was  found  to  be  3*418,  intermediate 
between  the  calculated  vapour-density  of  ethyl-glycol,  3*116,  and  that  of  biethyl-glycol, 
4*085. 

BieihyUglyeol  ot  BuifiylaU  of  Ethylene.  0"H^*0*  ss  C*H*(C*H»)»0*.— 
The  ethereal  liquid  containiDg  ethyl-glycol,  yields  when  treated  with 

potassium,  the  compound  ^tts  k  i  ^^  ^  ^^^  ^^'^  compound  is  decom- 
posed by  iodide  of  ethyl,  yieldiug  biethyl-glycol: 

C*H<(OH»)K0<     +     C<H»I     «     KI     +     C<HHC*H*)»0<. 

2  gnns.  of  potassium  were  added  by  small  portions  to  7*5  grms.  of  the 
ethereal  liouid  containing  ethyl-dycol,  and  the  resulting  white  solid  mass 
was  treated  with  8  grms.  of  iodide  of  ethyl  An  immediate  reaction  took 
place,  and  the  product  yielded  by  distiilation  9  grms.  of  ethereal  liquid, 
which  was  again  treated  with  a  globule  of  potassium  and  a  few  drops  of 
iodide  of  ethyl,  and  finally  rectified  over  potassium. 

Colourless,  very  mobile  liquid,  having  a  very  agreeable  ethereal  odour. 
Sp.  gr.  0*7993  at  0^  Boils  at  123*5"  with  the  barometer  at  758*8  mm. 
vapour-density  4*095°. 

Wurts.  Vol.     Density. 

12  C    72     ....     61*02  ....     61-06  ....  61*18  C-vapour  ....  12  ....  4*9920 

14  H     14     ....     11*86  ....     12-03  ....  12*31  H-gas  ....  14  ....  0*9702 

4  O     32     ....     2712  ....     26*91  ....  26'51  O-gas  ....    2  ....  2-2186 

C»H"0<....  118    ....  100-00  ....  100*00  ....10000  Yap.  of  C»H"0^...    2  ....  8-1808 

1  ....  4-0904 

Isomeric  with  acetal,  from  which  howeter  it  is  distinguisbed  by  its  higher  boiling 
point,  acetal  boiling  at  about  104°  (ix,  39). 

Glycolie  ChiarhydritL  C*H»C10*  =  CJ*H*,HO«,CL  —  QlycoUmonoehhrhy^ 
(/r«9ue.  (Wurtz).  Obtained  by  saturating  glycol  with  hydrochloric  acid 
gas,  heating  the  liquid  to  100°  in  a  sealed  tube,  and  repeating  these 
operations  till  the  liquid,  on  being  removed  from  the  tube,  no  lougor 
gives  off  fumes  of  hydrochloric  acid: 

C*H«0*     +     HCl     «     C^H»C10«     +     2H0 

On  distilling  a  product  thus  obtained,  water  containing  hydrochloric  acid 
passed  over  at  first,  but  the  thermometer  soon  rose  to  llO**;  a  cousider- 
able  portion  of  liquid  passed  over  between  J 10^  and  IM"*;  and  the  whole, 
with  the  exception  of  undecomposed  glycol,  by  the  time  the  thermometer 
had  risen  to  140^  The  liquid  which  distilled  between  110"  and  114'' 
was  still  acid  and  contained  water.  After  several  fractional  distillations^ 
the  boiliDg  point  of  the  liquids  which  had  passed  over  above  114'^  rose  to 
about  ISO"*,  and  ultimately  glycolie  chlorhydrin  was  obtained  in  the  form 
of  a  colourless,  neutral  liquid,  boiling  at  128^.  Its  solution  dissolves  in 
water  in  all  proportions,  and  when  placed  in  the  flame  of  a  lamp  takes 
fire  and  colours  the  the  flame  green. 
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Wartx, 

4  C     240    29-82     2966 

5H     5*0    6-21     6-56 

CI    36-5     44*09    

2  O  •  16-0     19-88     

C^H»C102 80-5    100  00 

May  be  regmrded  as  glycol  C*H\HO^,liCfi,  in  which  one  molecnlc  of  HO^  is 
replaced  by  CI. 

The  hichlorhydnn  of  glycol  is  chloride  of  etfaylune,  C*H*C1\ 

6lycoli€  Bromhydrln .  C*H*BrO*. —  Produced,  together  with  the  inter- 
mediate ether  of  glycol,  by  the  action  of  bromide  of  ethylene  on  glycol 
(Loaren90,  p.  426). 

Glycolu:  lodhydrin.  C*H*IO'.  —  Hydriodic  acid  is  rapidly  absorbed 
by  glycol,  great  heat  being  erolved,  and  the  liquid  becoming  black  and 
thick  from  separation  of  iodine;  and  on  removing  the  iodine  by  dilute 

{>ota8h,  a  mass  of  white  crystals  is  obtained,  consisting  of  iodide  of  ethy- 
ene ; 

C*HSH«,0*     +     2HI     «     C*HU'     +     4H0 

If  however  the  temperature  be  prevented  from  rising  by  surrounding  the 
vessel  with  cold  water  during  the  passage  of  the  gas,  a  liquid  product  is 
obtained,  which,  after  being  treated  with  metallic  silver  to  remove  free 
iodine,  exhibits  approximately  the  composition  of  gly colic  iodhydrin,  viz., 
1 1*1  p.  c.  carbon  and  3'5  hydrogen,  the  formula  OH'IO'  requiring  13*9  C 
and  3*0  H. 

Glycolic  iodhydrin  is  soluble  in  water  and  alcohol,  but  insoluble  in 
ether.  It  has  no  taste  at  first,  but  almost  bums  the  tongue  after  a 
time.  It  is  decomposed  by  heat  into  iodide  of  ethylene,  and  probably 
lycol: 

[2(C*H*,T,H02)     -     C*H^P     +     (C*HMI02,H03)] 


or 


It  acts  with  great  energy  on  silver-salts.  —  Potash  decomposes  it, 
yielding  iodide  of  potassium  and  oxide  of  ethylene  (Simpson): 

[C»iI\H02,I     +     KO     -     C^HW     +     KI     +     HO] 

Sulphofflycolic  acid.  C*H«S'0»«  =  C*H»0*,S»0«.  —  Produoed  by 
heating  a  mixture  of  glycol  and  monohydrated  sulphuric  acid  to  150'': 

C^RfiQ*     +     S«H«0«     =     C^H^S^QW     +     2H0. 

It  is  not  known  in  the  free  state.  The  barium* salt  is  obtaiued  by 
diluting  the  above-mentioned  mixture  with  water,  filtering,  and  evapo- 
rating to  a  syrup  over  the  water-bath,  whereupon  it  separates  as  white 
solid  mass,  which  may  be  purified  by  pressure  between  paper  and  evapo- 
ration in  vacuo  over  oil  of  vitriol.  It  is  somewhat  deliquescent  and  does 
not  readily  crystallise.  Decomposes  slightly  at  100°.  £a.sily  soluble  in 
water^  -nearly  insoluble  in  absolute  alcohol  and  in  ether.  From  the 
aqueous  solution,  sulphuric  acid  throws  down  sulphate  of  baryta.  Baryta- 
water  occasions  no  precipitate  in  the  cold ;  but  on  heating  the  liquid 
for  some  time,  it  becomes  turbid,  from  separation  of  the  same  salt. 
(Simpson,  Proc.  Boy.  tSo(*,  .0,  725.) 
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Dried  in  vacuo  over  Oil  of  Vitriol.  Simpson* 

4  C       24-0  ....  11-45  10-71 

5H       50  ....  2-40  2-79 

BaO 76-5  ....  3616  36-50 

2  S0»  80-0  ....  38-51  3809 

3  O       240  ....  11-49  11-91 

C^H^BaS^O*"    209-5     ....  10000     100-00 

The  salt  is  analogous  to  Pelonze's  sulphogljcerate  of  baryta  (ix,  494).     Simpson 
represents  its  composition  by  the  formuU  C^H«0*,8?0*,Ba,0^ 

ManoacetaU  of  Ethylene,  C^H'O*  =  niijsQs  H  i  ^**   —  Monoacetate  of 

Qlyeol.  OfycoUc  monoacetin,  —  Obtained  :  1.  By  the  action  of  acetate  of 
potash  on  bromide  of  ethylene  (Atkinson):     ■ 

C^H^Br^    +  2(^'^'^  \0*'\   +   2H0  «  2KBr   +   Sw05,h}^^   "*"  ^^*^* 

1  pt.  of  pure  bromide  of  ethylene  and  1  pt.  of  acetate  of  potash^  together 
with  2  pts.  of  85  per  cent,  alcohol,  are  heated  for  two  days  to  100"  in  a 
strong  flask  (a  soda-water  bottle  answers  yery  well)  securely  corked.  Bro- 
mide of  potassium  is  then  formed,  together  with  a  colourless  liquid  con- 
taining monoacetate  of  ethylene,  acetic  acid,  and  acetic  ether  (formed  by 
the  action  of  the  acetic  acid  on  the  alcohol)  besides  alcohol  and  water.  On 
distilling  it,  monoacetate  of  glycol  mixed  with  acetic  acid  passes  over  be-' 
tween  130''  and  180",  and  nearly  pure  monoacetate  from  ISO""  to  185^  By 
repeated  rectification  of  these  liquids,  the  pure  monoacetate  is  obtained^ 

boiling  at  182°«  -—  In  the  first  distillation  the  liquid  often  Jumps  riolently  in  conse- 
quence of  the  separation  of  a  little  bromide  of  potassium ;  in  this  case,  an  equed  volume  of 
ether  must  be  added  to  precipitate  the  bromide  of  potassium,  and  the  liquid  filtered  (At- 
kinson). Simpson  recommends,  especially  for  the  preparation  of  large  quan- 
tities of  the  monoacetate,  to  heat  the  materials,  not  in  a  closed  yessel  but 
in  a  large  flask  connected  with  a  Liebig's  condenser  in  such  a  manner  as  to 
cause  the  condensed  vapour  to  flow  back  into  the  vessel.  —  2.  By  the 
action  of  acetate  of  potash  on  cidorlde  of  ethylene.  The  decomposition 
does  not  take  place  so  readily  as  with  the  bromide,  and  requires  the 
mixture  to  be  heated  for  three  or  four  days  (Atkinson). —  3.  By  heating  a 
mixture  of  1  at.  glycol  and  1  at.  acetic  anhydride  in  a  sealed  tube  for 
several  hours  at  a  temperature  not  exceeding  170°,  and  collecting  apart 
the  liquid  which,  in  the  subsequent  distillation,  passes  over  between  180^ 
and  186°  (Simpson). 

C^HSH2,0*     +     (C»H302)203     =»     cW02,h}^'     +     ^'^'^ 

Monoacetate  of  ethylene  is  a  colourless,  oily  liquid,  boiling  at  182°. 
It  is  heavier  than  water,  and  miscible  with  water  and  with  alcohol.  The 
aqueous  solution  is  neutral. 

Atkinson.         Simpson. 

8C 48     ....     46-0    46-1     4602 

8  H  8     ....       7-7    7-8     7-80 

6  O  48    ....     46-3     47-1     46-18 

C8H80«    104     ....  100-0     100-0    100-00 

May  be  regarded  as  C^H*,C<H>OSHO»,  that  is  to  say  as  glycol  in  which  1  At, 
H02  is  replaced  by  peroxide  of  acetyl  C^HW. 
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This  oompound  is  easily  decomposed  by  potash  or  baryta^  yielding 

glycol  and  an  acetate  of  the  oase.  —  On  heating  2*027  gnns.  of  it  with  hydrate 
of  baryta  and  water  in  a  sealed  tnbe  to  between  120**  and  130°  for  25  honrs,  removing 
the  excess  of  baryta  from  the  filtrate  by  carbonic  add,  OTaporating  to  dryness,  treating 
the  residue  with  water,  and  decomposing  the  filtered  solution  with  sulphuric  acid,  a  pre- 
cipitate of  sulphate  of  baryta  was  obtained,  weighing  2*126  grms.  corresponding  to 
2-38  grms.  of  acetate  of  baryta,  C*H>BaO*,  or  1*1  grm,  of  acetic  acid  C^H^O^.—  Accord- 
ing to  the  formula  C*H^C^H*OS,HO^,  the  quantity  of  aceUte  of  baryta  obtained  should 
have  been  2*485  grms.  (Atkinson.) 

Biaoetate  of  Mhylme.    C»H»W  =  /qI^sojns  [  0*-     Preparation  (xii. 

503).  -«  Bromide  of  ethylene  may  be  advantageously  sabstitnted  for  the 
iodide.  Sp.  gr.  1-I28at0°.  Boiling  point  between  186°  and  187^  — 
Vapour  density  4*744  (Wurts). 

Wurts.  Vol.         Density. 

12  C  96  ....    49*31  ....    48-59    ....     Cvapour  12    ....    4*9920 

10 H  10  ....      6*84  ....       7*30    ....     H-gas        10     ....    0*6930 

8  0  64  ....     43*85  ....     44*11     ....     O-gas 4     ....     4*4372 

Ci«HW0«  170  ....  100*00  ....  10000    ....    Vap. of C»H»«08       2    ....  10*1222 

1    ....    ft '06 11 

When  poured  into  a  small  quantity  of  water>  it  sinks  to  the  bottom  in 
the  form  of  an  oil  It  dissolres  m  7  pts.  of  water  at  22^,  and  is  sepa- 
rated from  the  solution  by  chloride  of  calcium.  Alcohol  and  ether  dis- 
solve it  in  all  proportions  (Wnrts). 

Basic  Acdate  of  Mhylme.  C*«H"0^«  =  (C*H*WC*H«0«)H)M — 
Formed,  together  with  the  biacetate,  by  treating  oxide  of  ethylene  at 
ordinary  temperatures,  with  glacial  acetic  acid  or  acetic  anhydride.  On 
distilling  the  product^  biacetate  of  ethylene  passes  over  at  about  185% 
and  the  basic  acetate  at  a  much  higher  temperature.  This  product  has 
not  yet  been  analysed  :  if  the  above  formula  be  correct,  it  may  be 
regarded  as  2  at.  oxide  of  ethylene  +  I  at.  acetic  anhydride  :  2C^H^0' 
+  C«H*0«  (Wurtz,  Bull  Sao.  Chim.  de  Fans,  t,  79). 

In  the  paper  just  referred  to,  Warts  expresses  an  opinion  that  this  oompoond  may^ 
he  identical  with  a  liquid  which  is  obtained  as  an  accessory  product  in  the  preparation 
of  biacetate  of  ethylene  by  the  action  of  iodide  of  ethylene  on  acetate  of  silver.  This 
liquid  distils  at  260"  and  yields  by  analysis  46*1  and  46*5  p.  c.  carbon,  and  5*9  and 
6*2  p.  c.  hydrogen,  whence  Wurtz  (iST.  Ann.  Chim,  PAys,  55,  405)  originally  deduced 

C*H'        1  «        ' 

the  formula  C^^H^^O**  or  /n4H»02"i'  f  ^*  representing  the  compound  as  a  teracetin  con- 
taining the  radical  C^H',  homologous  with  and  next  below  C*H*,  the  radical  of  the  gly. 
cerine-compounds.  This  formula  requires  47*0  p.c.  C  and  5*9  H,  numbers  approaching 
much  more  nearly  to  the  results  of  analysis  than  those  required  by  the  formula  of 
hasio  acetate  of  ethylene,  C^^H^^O^^  yiz.,  50*5  p.  c.  C  and  7*37  H.  On  the  other  hand, 
the  formation  of  glycerine-compound  from  iodide  of  ethylene  does  not  appear  very  pro- 
bable.    The  compound  Requires  farther  investigation. 

Glycolie  CMoracetin.  C^H^CIO*  =  C*H*,C*H'0*,C1.— Obtained  by 
passing  dry  hydrochloric  acid  gas  into  mOnoacetate  of  ethylene  (whicb 
need  not  be  perfectly  pure)  at  the  temperature  of  100''^  till  the  quantity 
of  oily  liquid  separated  on  the  addition  of  water  ceases  to  increase.  The 
whole  is  then  treated  with  water,  and  the  precipitated  oil  is  well  washed 
with  water,  dried  over  chloride  of  calcium,  and  distilled,  nearly  the  whole 
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pMsing  oyer  between  IH"*  and  116^  (Simpson,  Pi^oc.  Boy,  Soe.  10,  115). 
The  mode  of  formation  is  as  follows  : 

C*W,C*mO*,llO^     +     HCl     «     C<H^C<HW,C1     4-     HK)' 
Monoaeetate  of  ethylene.  Glycolio  chloracetin . 

Simpson  first  prepared  this  compound  (Proe.  Boy*  8oc,  9,  726)  by  latnrating  with 
hydrochloric  acid  a  mixture  of  glycol  and  acetic  acid  in  equivalent  proportions,  heating 
this  mixture  to  100^  in  a  sealed  tube  to  400",  and  separating  the  chloracetin  with  water 
as  above ;  but  the  use  of  the  monoaeetate  is  much  to  be  preferred.  —  2.   By  the 

action  of  chloride  of  acetyl  on  glycol  (Lonren9o). 

Colourless  liquid,  having  a  specific  gravity  of  1*1783  at  0°.  Boils  at 
145^1  distilling  withoat  decomposition.     Vaponr-density,  4-369. 

Simpson.  Vol.   Density. 

8  C  48-0  ....  89-18  ....  39*01  ....  3897  ....  C-rapour  ....  8  ....  3-S280 

7H  7-0  ....  6-71  ....     6-83  ....  6-07  ....  ti-gaa  ....  7  ....  0*4851 

a  35-5  ....  28-97  ....              ....  2748  ....  CUgaa  ....  1  ....  2*4543 

4  0  320  ....  2614  ....              ....  ....  O-gas  ....  2  ....  22186 

C8H7C10<    .n22-5  ....  100-00  ....  ....  ....  Vapour      ....  2  ....  8*4860 

1  ...,  4*2430 

May  be  regarded  as  glycol  C^H^HOS.HO*,  in  which  1  At.  HO*  is  replaced  by 
peroiide  of  acetyl,  C^H'O^  and  the  other  by  chlorine.  It  is  isomeric  with  the  com- 
pound which  Simpson  obtained  by  the  action  of  chloride  of  acetyl  on  aldehyde  (p.  440), 
trota  which  however  it  is  distinguished  by  its  higher  boiling  point  and  by  its  behaviour 
with  potash ;  also  with  the  compound  which  Wurtz  obtained  by  the  action  of  chlorine 
on  aldehyde  (zii,  536). 

Glycolic  chloracetin  is  scarcely,  if  at  all  decomposed  by  cold  water, 
and  with  difficnlty  by  boiling  water.  Heated  with  potash,  it  yields  oxide 
of  ethylene,  together  with  chloride  and  acetate  of  potassium : 

OHSC^H'OSCl     +     2KH02     -     C*H»0*K     +     KCl     +     C^H^QS     +     2HO. 

Glycolio  lodacetm.  C'H'IO*  =  C*H*,C*H«OSI.—  Obtained  bv  passing 
hydriodio  acid  gas  into  monacetate  of  ethylene,  or  a  mixture  of  equiva- 
lent (quantities  of  glacial  acetic  acid  and  glycol,  internally  cooled,  till 
a  portion  of  the  liquid  gives  a  considerable  oily  precipitate  on  the  addi- 
tion of  water :  if  the  passage  of  the  gas  be  further  continued,  iodide  of  ethylene  is 

likely  to  be  formed The  product  is  well  washed  with  very  dilute  potash 

and  dried  in  vacuo. 

Glycolic  iodacetin  is,  at  ordinary  temperatures,  an  oily  liquid,  having 
a  sweetish  pungent  taste;  at  low  temperatures  it  crystallises  in  tables. 
It  sinks  in  water,  and  is  insoluble  in  that  liquid,  but  dissolves  in  alcohol 
and  ether.  Heated  with  potash,  it  yields  iodide  of  potassium;  acetate  of 
potash,  and  oxide  of  ethylene   (Simpson). 

Simpson. 

a.  9.  c. 

8  0     48     ....     22-42     21*95     ....     22*30     ....     22*62 

7  H    7     ....       3*27     3-31     ....      3*50    ....      3*48 

I      127     ....     14*96 

4  O    32     ....     59-35 


•  ••• 


*««• 


C^H^IO^    214     ....  100-00 

a  and  b  were  prepared  from  a  mixture  of  glycol  and  acetic  add ;  c  from  monacetate 
of  ethylene.     (Simpson.) 
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Oxalate  of  Ethylene.  (7*(C*H*)0^  —  Appears  to  be  formed  by  the 
action  of  bromide  of  ethylene  on  oxalate  of  silver.  1 00  grms.  of  this 
salt  were  triturated  with  60  grms  of  bromide  of  ethylene,  and  the  mix- 
ture was  heated  to  100^  for  several  days.  The  residue  was  then 
exhausted  with  ether,  the  ethereal  solution  treated  with  lime,  and  the 
liquid  filtered  and  distilled  in  the  water-bath.  A  small  quantity  of 
liquid  remained,  having  a  saccharine  taste,  insoluble  in  water,  boiling  at 
a  high  temperature,  but  appearing  to  decompose  by  distillation.  Treated 
with  ammonia  it  gave  immediately  a  precipitate  of  oxamide  (Wurtz, 
N.  Ann.  Chim.  Phj/s.  55,  438), 

BihuJtyraU  of  EthyUn*.  —  C»H"0»  =  C*H*(C«H'0«)»0*.  Bibutyrate 
of  Glycol,  Glycol  dibuiyrigue.  —  Obtained  by  heating  for  several  hours  on 
the  water-bath,  a  paste  composed  of  90  grms.  (2  At.)  butyrate  of  silver, 
48  grms.  (I  At.)  of  bromide  of  ethylene,  and  a  sufficient  quantity  of 
butyric  acid,  exhausting  the  product  with  ether,  and  distilling.  After 
tho  ether  has  passed  over,  the  greater  part  of  the  remaining  liquid  distils 
between  230°  and  240"",  and  by  fractional  distillation,  butyrate  of  ethy- 
lene is  obtained  boiling  between  239°  and  241°.  • 

Colourless  liquid,  having  a  strong  butyric  odour,  which  is  rather  per- 
sistent when  the  liauid  is  rubbed  on  the  skin.  Sp.  gr.  1*024  at  0°.  Boils 
at  about  240°  and  distils  without  alteration.  Perfectly  insoluble  in  water, 
but  dissolves  in  all  proportions  in  alcohol  or  ether. 


20  C    

18  H    

120     .. 

18     .. 

..    69-40     ... 

8-91     ... 

..    31-69     ... 

Wurtz. 

59-03 

9-18 

4  O    

32     .. 

31-79 

C»H»"0<      170     ....  100-00     100-00 

0-535  grm.  of  the  abore  product,  boiling^  at  240''«  heated  in  a  sealed  tube  with  a 
standard  solution  of  baryta -water,  neutralised  a  quantity  of  baryta  equivalent  to  0-24G 
of  monohydrated  sutphuric  acid,  corresponding  to  0*442  butyric  acid.  Hence  1  At. 
butyric  glycol  contains  1*89  At.,  that  is  to  say,  2  At.  butyric  add.  — 0-310  grm.  of  the 
product  boiling  at  230^  similarly  treated,  neutralised  a  quantity  of  baryta  correspond- 
ing to  0*150  grm.  of  monohydrated  sulphuric  acid,  and  therefore  equivalent  to  0*269 
butyric  acid,  which  gives  1-99  or  2  At.  butyric  acid  for  1  At.  of  the  compound  analysed 
(Wurta). 

Glycolic  CMorohutyrin.  C»H"C10*  ==  C*H*,C*H''0*,C1.  —  Prepared, 
similarly  to  glycolic  chloracctin,  by  passing  dry  hydrochloric  acid  gas 
through  a  mixture  of  equivalent  quantities  of  butyric  acid  and  glycol, 
heated  to  100°; 

C^H<,H2,0*     +     C8H70SH     +     HCl     -     C^VL\C^WO\Q\     +     4H0. 

The  product  must  be  well  washed  with  water,  dried  over  chloride  of 
calcium  and  distilled.  The  greater  part  goes  over  between  160°  and 
182°,  and  on  rectifving  this  distillate,  the  portion  which  distils  between 
175°  and  182°,  yields  the  chlorobutyrin.      (Simpson,  Proc.  Roy.  Soc  10, 

Colourless  liquid,  having  a  pungent,  somewhat  bitter  taste,  sp.  gr. 
1  '0854  at  0°.  Bojls  at  about  190°.  Insoluble  in  water,  but  freely  solu- 
ble  in  alcohol. 
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12  C    

72-0 

..,.     47-84     ... 
....       7-30    ... 

...t       A«j*9o       .... 

Simpson* 
47-76 

11  H   

110 

7-81 

CI  

4  0    

35-5 

320 

23-88 

21-05 

C»H"CIO<     

150-5 

....  100-00    ... 

10000 

Glycolic  clilorobutjrin  is  decomposed  witH  difficulty  b^  a  boiling 
solation  of  potash,  but  readily  by  solid  potash,  yielding  chloride  of  potas- 
sinm^  butyrate  of  potash^  and  oxide  of  ethylene.  With  acetate  of  silver 
it  yields  acetobutyrate  of  ethylene.     (Simpson.) 

AcelobutyraU  of  Ethylene.  — C^^W^^  =  C^HSC*H»0*,C«H'0*.— Bu/yro- 
acetate  of  Glycol,  Glycolic  Acetobutyrin  or  Butyroacetin.  —  Prepared  by  heating 

equivalent  quantities  of  glycolic  chloracetin  and  butyrate  of  silver  in  a 
long-necked  flask  to  between  100°  and  200°,  till  all  the  silver-salt  is  con« 
verted  into  chloride : 

C*B*,Cm^Q\Cl     +     C8H70^Ag     =     C^H^C<H30^C8H70*     +     AgCl. 

The  product  is  digested  with  ether,  filtered  and  distilled.  As  soon  as  the 
ether  has  passed  off,  the  thermometer  rises  quickly  to  180°,  and  between 
180°  and  215°  almost  the  whole  passes  over;  and  this  portion,  submitted 
to  fractional  distillation,  yields  acetobutyrate  of  ethylene  between 
208°  and  215°.  —  2.  By  heating  in  like  manner  a  mixture  of  glycolic 
chlorobntyrin  and  acetate  of  silver,  care  being  taken  however  that  the 
temperature  does  not  rise  above  150^.     (Simpson.) 

Colourless  liquid,. heavier  than  water,  insoluble  in  water,  but  soluble 
in  alcohol.  It  has  a  bitter  pungent  taste.  [It  is  very  stable,  solution  of 
potash  decomposing  it  but  slowly,  even  at  the  boiling  heat. 

Simpson. 


18  C 

14  H 

80 


1 

a. 

b. 

c. 

108 

■  ••• 

55-17    .... 

•»..      04  ^x      *»•* 

55-58     .... 

56-29 

14 

«••» 

8-04     .... 

....        O-20     •„• 

7-97    .... 

8-75 

64 

•  ••• 

36-79     .... 

.... 

C"HW08 186    ....  100-00 

a  and  b  were  prepared  by  the  first  method,  c  by  the  second ;  the'  latter  could  not 
be  purified  on  account  of  the  smallness  of  the  quantity  ayailable.    (Simpson). 

Bibenzoate  ofEtTiylene.  C«H^*0»  =  C*H*(C"H»0«)*,0*.  —  Glycol  diben^ 
zoi^e,  68  grms.  of  benzoate  of  silver  (rather  more  than  2  At.)  and  29  grms. 
(1  At.)  bromide  of  ethylene  are  heated  for  several  dsvys  to  100°  in  a  long* 
necked  flask ;  the  product  is  taken  up  with  ether,  and  the  solution  is  treated 
with  a  small  quantity  of  slaked  lime,  then  filtered  and  distilled  in  the 
water-bath.  The  residue  on  cooling  becomes. filled  with  crystals,  which 
are  to  be  separated  from  the  mother-liquor,  pressed  between  paper,  and 
purified  by  several  recrystallizations  from  ether. 

By  spontaneous  evaporation  of  the  ethereal  solution,  the  compound  is 
deposited  in  shining,  colourless,  right  rhomboidal  prisms,  which  melt  at 
67^,  forming  a  liquid  which  boils  at  a  temperature  above  the  boiling  point 
of  mercury,  and  distils  without  alteration  (Wurtz,  N,  Ann,  Chim.  Phys^ 
55,  437). 

VOL.  XIII.  2  p 
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wis  \^    ••••...•».• 
1^   TI 

1S2 

....     14 

....      *o*7  A      ... 

WarbE. 

7116 

5-35 

8  O 

....     64 

23-49 

C»HMO*  .... 

....  270 

....  100*00     ... 

100-00 

Bibensoate  of  ethylene  is  decomposed  when  heated,  even  with  dilate 
potash,  yielding  glycol  and  bencoate  of  potash.  0-713  grm.  saponified  with 
pure  potash,  then  neutralised  with  nitric  acid  and  precipitated  by  nitrate  of  nlver,  yielded 
1*142  grm.  of  bensoate  of  silver.  Henoe  it  may  be  inferred  that  1  At.  of  the  eompovnd 
contains  1*9,  that  is  to  say  2  At.  of  bensoic  acid.    (Warts.) 

Sisiearate  of  JSihylene,  C^WH)^  =  C*H*(C«*H»0»)*0*.  —  Obtained  by 
decomposing  stearate  of  silver  with  bromide  of  ethylene,  and  treating  the 
product  with  ether,  &c.,  as  in  the  preparation  of  the  preceding  compound. 
Small  light,  shining  scales,  melting  at  76°,  and  haying  very  much  the 
aspect  of  stearin.     (Wurtz.) 

Wnrti. 

76  C  456  ....  76-76  76-25 

74  H  74  ....  12-46  12-69 

8  0  64  ....  10-78  11-16 


C76H7«0^ 594  ....  100-00  100-00 


''I  »»i 


GlyoxyUc  Acid.     C*H»o*. 

Debus.    Ann.  Fharm.  110,  316;  abstr.  Proc.  i^oy.  Soc  9,  711. 

Formation  by  oxidation  of  glycol  (p.  423).  —  It  is  also  formed,  as  an  in- 
termediate product  in  the  oxidation  of  glyozal  C'H*0^  by  nitric  acid,  the 
ultimate  product  of  the  reaction  being  oxalic  acid  C^H'O^. 

OlyoxylaU  of  Ammonia,  C*H(NH*)0*.  —  Prepared  by  precipitating 
glyoxylate  of  lime  with  its  equivalent  quantity  of  oxalate  of  ammonia 
and  evaporating  the  filtrate  over  oil  of  vitriol  in  vacuo.  It  is  then 
obtained  in  small  colourless  prismatic  crystals  which  dissolve  readily  in 
water.  The  concentrated  solution  turns  yellow  when  boiled  or  when 
evaporated  at  100^.  With  nitrate  of  silver  and  acetate  of  lead,  it  forms 
crystalline  precipitates  at  once,  but  with  sulphate  of  copper,  after  some 
time  only.  Potash  evolves  ammonia  from  it,  even  at  common  temperfrr 
tures. 

DrUd  ffi  VAffMO  09sr  oU  qf  vitriol.  Debus. 

4C  24  ....    26-37    26*96    ....    86'74 

5  H  5  ....      6*49    5-70    ....      5*82 

N V 14  ..M  16-40 

6  0  48  ....  52-74 

C<H(NH*)0«   ....     91     ....  100-00 

The  composition  of  this  salt  shows  that  the  formula  of  glyoxylic  sold  is  C^H'O*, 
not  C^H^O"  (zii,  506).  Nevertheless,  most  of  the  glyozylates  contain  2  At.  water,  of 
which  they  cannot  be  deprived  without  decomposition. 
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OlytmylaU if  Barvta.  G^HBaO'  +  4H0.— Prejpiuped  by  digeetinir 
diluted  gljTOxylio  aeid  at  ordinary  temperatures  with  carbonate  of  baryta 
till  the  aoid  is  completely  neutralixed^  and  evaporating  the  filtrate  in 
vaono.  At  a  certain  degree  of  concentration,  the  salt  begins  to  separate 
in  small  white  crystals.  It  is  partly  resolved  into  glycolic  aoid  and 
oxalate  of  baryta,  when  heated  to  120°,  or  when  its  aqueous  solution  is 
raised  to  the  boiling  point.  With  lime-water,  acetate  of  lead,  and  nitrate 
of  silver,  it  behaves  like  the  lime-aalt.  —  By  analysis  it  gives  39*4  p.o. 
barium,  the  above  formula  requiring  38*9  p.o. 

Glyaxylate  of  Lime.  OHCaO*  +  4H0.  (lU,  507).  — Lime- water  added 
to  the  solution  of  this  salt  immediately  produces  a  copious  precipitate, 
which,  immediately  after  its  formation,  dissolves  readily  in  acetic  acid, 
but  if  left  to  itself  for  a  while,  or  more  quickly  if  boiled  ^r  a  fe w  seconds 
with  the  liquid,  becomes  insoluble  in  acetic  acid,  being  in*  fact  resolved 
into  glycolate  and  oxalate  of  lime : 

2C«HCaO     +     C»H08     =-     C«Ca«0»     +     C«H»C#0«. 

This  reaction  i^ords  the  means  of  separating  glyoxylio  from  glycolic  acid, 
when  the  two  occur  together,  a  solution  of  pure  glycolate  of  lime  not 
being  precipitated  by  lime-water.  It  also  serves  for  the  quantitative 
estimation  of  glyoxylio  acid,  128  pts.  (1  At.)  of  oxalate  of  lime  (C^H'O^) 
corresponding  to  222  pts,  (I  At.)  of  the  glyoxylate  (OHCaO*  4-  4H0). 

OlytmylaU  of  Zine.  C*HZnO'  +  4iH0. — Produced  as  a  white  crystal- 
line precipitate  by  adding  a  strong  solution  of  glyoxylate  of  lime  to 
acetate  of  sine.  It  dissolves,  sparingly  in  water,  easily  in  acetic  acid, 
hydrochloric  acid,  and  caustic  potash.  After  drying  over  oil  of  vitriol, 
it  gave  by  analysis  38*09  ana  38*73  p.c.  zinc,  the  formula  requiring 
37*64  per  cent.  The  4  At.  water  cannot  be  removed  without  decomposing 
the  salt. 

Glyoxylate  ofSiher.  OHAgO*  +  2H0  is  obtained  as  a  white  crystal- 
line powder  by  precipitating  nitrate  of  silver  with  glyoxylate  of  ammonia. 
It  is  but  sparingly  soluble  in  cold  water,  and  is  rapidly  decomposed  by 
light.  Analysis  gave  54*1  fMd  53*9  px.  silver,  the  iormula  requiring  54*2 
per  cent.     (Debus.) 


OlycoUeAdd.    o*H*o«. 

l^BKULi,    Ann.  Pharm.  105,  286. 

Formation  from  Chhracetie  Aeid.  —  The  suggestion  of  R.  Hofmann 
(xii,  539)  that  glycolic  acid  is  formed,  together  with  a  metallic  chloride, 
when  a  hydrated  salt  of  chloraoetic  acid  is  decomposed  by  heat,  according 
to  the  equation, 

C*H«CIM0*     +     2HO     »    Ma     +     C^H«0» 

has  been  confirmed  by  KekuU.    Chloraoetate  of  potash,  heated  for  some 

2  F  2 
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time  to  110M20%  becomes  moist,  and  acquires  a  yellowish  colour  and 

acid  reaction.     On  treating  the  mass  with  water,  chloride  of  potassiam  and 

glycolic  acid  dissolve,  and  a  small  quantity  of  a  white  powder,  sparingly 

soluble  in  hot  water,  remains  beniud.  This  white  subseanoe  is  probably 
fflyeolide  (C^H^O^),  inasmuch  as  it  is  converted  into  glycolic  acid  by  boiling  with  water, 
and  into  glyoolate  of  lime  by  boiling  with  Ume  water.  Its  formation  is  represented  bj 
the  equation : 

C*IPCIK0*     «     KCl     +     C*H»0<* 

That  the  quantity  of  it  produced  is  small  in  comparison  with  that  of  the  glycolic  add, 
arises  from  the  presence  of  water  in  the  chloracetate  of  potash,  which,  water  cannot  be 
separated,  without  at  the  same  time  inducing  the  decomposition  of  the  salt  in  the  manner 
represented  by  the  first  equation* 

To  obtain  the  glycolic  acid,  the  dried  mass  is  treated  with  a  mixture 
of  alcohol  and  ether,  whereby  a  solution  is  obtained,  which  when 
evaporated,  leaves  the  acid  in  the  form  of  a  yellowish  syrup.  Or  glyoo- 
late of  lime  may  be  prepared  from  the  solution  of  tne  acid  containing 
chloride  of  potassium,  by  boiling  it  with  lime-water,  removing  the  excess 
of  lime  with  carbonic  acid,  and  leaving  the  somewhat  concentrated  solu- 
tion to  cool.  The  glycolic  acid  may  also  be  obtained  at  once,  very  pure 
and  perfectly  colourless, by  boiling  the  aqueous  solution  of  monochloracetate 
of  potash  for  a  considerable  time,  or  better  by  heating  it  for  some  hours 
to  120°-140°  in  a  closed  tube,  and  then  separating  the  acid  from  the 
chloride  of  potassium  as  above. 

The  acid  thus  prepared  does  not  crystallize,  but  if  it  be  separated  from 
the  silver-salt  by  sulphuretted  hydrogen,  and  the  liquid  evaporated,  the 
syrupy  mass  quickly  separates  in  large,  very  deliquescent  crystals  grouped 
in  stars. 

Chloracetate  of  ammonia  decomposes  when  heated|  exactly  like  the 
potash-salt,  yielding  glycolic  acid  and  sal-ammoniac  ; 

C<H«C1(NH<)0*     +     2H0     «     C*H*0«     +     NH*CU 

The  salts  obtained  from  the  acid  thus  prepared  agree  perfectly  with 
those  previously  described* 

Glyeohie  of  Ume,  obtained  by  boiling  the  dry  acid  with  lime-water, 
removing  the  excess  of  lime  by  carbonic  acid,  and  concentrating  the  fil- 
trate, separates  on  cooling,  in  stellate  groups  of  extremely  fine  asbestos- 
like needles,  which  contain  so  much  mother-liquor  eucloseia,  that  the  solu- 
tion solidifies  into  a  kind  of  pulp.  The  salt  dissolves  sparingly  in  cold 
water,  but  sufficiently  to  give  a  precipitate  with  alcohol.  The  needles 
contain  water  of  crystallization,  which  &ey  give  off  at  100°.  The  dried 
residue  swells  up  strongly  when  heated,  and  bums  away,  leaving  car- 
bonate of  lime. 

At  100^  Kekul^. 

4  C  24  ....  25-26     25-27 

3  H 3  ....  3-16    3-28 

Ca 20  ....  21-05     21-01 

6  0 48  ....  50*53     50*44 

Cni»CnO«  ....    95    ....  100-00    100-00 
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The  glycolate  of  lime  which  Debus  obtained,  together  with  glyoxylate, 
by  oxidizing  glycol  with  nitric  acid^  &c,  (p.  422),  contained  5  At.  water 
of  crystcUization ;  that  which  he  had  previously  obtained  (xii,  509)  by 
neutralizing  glycolic  acid  with  chalk  and  precipitating  with  alcohol,  con<* 
tained,  after  drying  over  oil  of  vitriol,  only  3  At.  wafer.  The  5-atom  salt 
appears  to  give  up  part  of  its  water,  when  kept  for  some  time  over  oil  of 
vitriol,  the  crystals  losing  their  lustre.    (Debus.) 

Glycclate  of  baryta,  prepared  like  the  lime-salt,  forms  large  transpa- 
rent colourless  crystals  when  the  solution  is  not  too  much  concentrated ; 
if  it  be  evaporated  to  a  syrup,  the  salt  separates  in  crystalline  crusts. 

Glycdaie  of  Lead,  —  A  hot  aqueous  solution  of  the  lime-salt  mixed 
with  acetate  of  lead^  yields  on  cooling  small  needles  grouped  in  nodules. 

Glycolate  of  Silver,  —  On  mixing  a  hot  aqueous  solution  of  glycolate 
of  lime  with  nitrate  of  silver,  glycolate  of  silver  separates  on  cooling 
in  crystalline  spangles  if  the  solution  is  rather  strong;  from  a  more  dilute 
solution  it  is  deposited  in  laminae,  more  than  a  line  in  length.  It  is 
sparingly  soluble  m  cold  water;  hot  water  dissolves  it,  with  decomposition 
and  reduction  of  silver.  It  is  insoluble  in  alcohol,  and  is  precipitated 
by  alcohol  in  spangles  from  its  aqueous  solution. 

At  lOO""  Kekol^, 
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.....  100-00 
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Aldehyde. 

Formation  from  AcetaL — When  acetal  is  heated  for  two  days  with 
glacial  acetic  acid  to  a  temperature  between  1 50"  and  200%  aldehyde  is 
formed,  together  with  acetic  ether  and  alcohol,  the  aldehyde  passing  over 
below  60°  when  the  product  is  distilled ; 

Acetal.         Acetic  acid.        Aldehyde.       Acetic  ether.       Alcohol. 
Acetal  distilled  with  acetic  anhydride^  yields  aldehyde  and  acetic  ether: 

A  few  drops  of  a  liquid  are  also  obtained,  which  boils  above  150%  and  is 
probably  tne  compound  of  aldehyde  and  acetic  anhydride  diwov^red  by 
Geuther  (Beilstein,  Compt,  rend.  48, 1121)9 
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FoffruOhnfrom  Sulphomnie  Acid.  -^  When  sulphovinio  Mid  is  heated 
with  peroxide  of  matiganese  or  chromate  of  potash,  aldehyde  is  formed, 
eren  under  circumstances  which  preclude  -the  supposition  of  a  previous 
formation  of  alcohol.  —  Dry  sulnhovinates,  treated  with  the  same  oxidis- 
ing agents,  aleo  yield  aldehyde,  out  mixed  with  oil  of  wine  and  other 
products  of  decomposition. 

Amylsulphuric  acid  under  the  same  oircumstanees  yields  yaleral. 
(Jac<iuemin  and  Lies-Bodard,  Institut  1857,  407.) 

Aldehyde  does  not  appear  to  be  formed  by  the  action  of  oxide  of  iiWer  on  ebloride 
of  ethylens.  These  substanoet  do  not  aot  upon  each  other  st  the  boiling  heat;  but 
when  I  At.  C^H^CP  Is  heated  with  2  At.  AgO  in  sealed  tubes  to  120%  the  oxide  of 
silyer  is  partially  oonyerted  into  chloride,  and  a  liquid,  boiling  at  a  very  low  tempera- 
ture, is  formed,  probably  jC^H^Cl,  but  no  aldehyde.  The  same  compound  appears  to 
be  formM  when  chloride  of  ethylene  is  heated  with  excess  of  hydrate  of  potash  m^  sealed 
tubes  to  125''  (Geuther,  ^iin.  Pharm,  106,  821). 

FreparcOion  of  Aldehyde,  —  The  unprodnctireness  of  the  usual  mode 
of  preparing  aldehyde  by  the  action  of  chromic  acid  on  alcohol^  arises 
ohiefly  from  the  fact  that  a  large  quantity  of  the  product  is  lost  in  the 
subsequent  rectifications  over  chloride  of  calcium,  partly  on  account  of  its 
great  volatility,  partly  because  it  becomes  oxidized  into  acetic  acid  by 
contact  with  the  air.  —  To  avoid  these  inconveniences,  Stadeler  {J.  pn 
Chem,,  76,  $4)  connects  the  retort  in  which  the  materials  are  mixed,  with 
a  two-necked  receiver,  above  which  is  placed  an  arrangement  called  a 
d^phlegmator,  consisting  of  an  inverted  bell-jar  containing  a  worm-tube, 
the  lower  extremity  of  which  is  connected  with  the  upper  neck  of  the 
receiver,  while  the  upper  extremity  is  connected  by  a  bent  tube  with  a 
tall  cylindrical  glass  vessel,  which  is  itself  connected  with  a  second  vessel 
of  the  same  size  and  shape,  and  two- thirds  filled  with  anhydrous  ether. 
Both  these  vessels  are  surrounded  with  a  mixture  of  ice  and  salt,  and  the 
dephlegmator  is  filled  with  water  between  50°  and  60°. 

The  materials  used  are  100  pts.  of  alcohol,  150  bichromate  of  potash 
in  lumps  as  large  as  peas,  aud  200  sulphuric  acid  diluted  with  three 
times  its  bulk  of  water.  The  acid  and  water  are  first  mixed  in  a  sepa- 
rate  vessel,  and  when  the  mixture  is  cold,  the  alcohol  is  added  to  it.  The 
bichromate  of  potash  is  then  introduced  into  the  retort,  which  is  sur- 
rounded with  ice  and  salt,  aud  the  mixture  of  alcohol,  water,  and  sul- 
phuric acid,  previously  cooled  in  like  manner,  is  added  to  it  by  small 
portions  at  a  time,  care  being  taken  not  to  add  the  liquid  fast  enough  to 
oause  the  contents  of  the  retort  to  boil.  The  retort  should  be  of  such  a 
size  that  the  mixture  fills  it  to  about  one-third,  and  must  be  provided 
With  a  funnel  tube  passing  through  the  tubulus  nearly  to  the  bottom. 

As  soon  as  all  the  material  is  introduced  into  the  retort,  the  freezing 
mixture  is  gradually  removed,  whereupon  the  contents  begin  to  boU 
spontaneously ;  when  this  ceases,  a  very  gentle  heat  must  be  applied, 
and  gradually  increased  till,  on  taking  out  the  funnel  tube,  the  smell  of 
aldehyde  is  no  longer  perceptible. 

The  next  step  of  the  process  is  to  apply  a  gentle  heat  to  the  reoeiver 
by  means  of  a  small  spirit-lamp,  so  as  to  drive  the  contents  through  the 
worm  of  the  diphlegmator,  which,  as  already  observed,  is  heated  to 
between  50°  and  60°.  Water,  alcohol,  acetal,  and  acetic  ether,  then 
condense  in  the  worm  and  dow  back  into  the  receiver,  while  the  alde- 
hyde passes  on  and  condenses,  partly  in  the  first  c^lindHcal  vessel| 
partly  in  the  second,  which  contains  ether. 


ALDBHTDE.  439 

When  the  dlstillstion  ib  ended,  the  contents  of  the  two  cylinders  are 
mixed  and  saturated  in  a  well  cooled  vessel  with  dry  ammonia  gas,  intro- 
duced through  a  very  wide  conducting  tu)>e;  the  liquid  is  then  left  for 
twelve  hours,  and  the  separated  crystals  of  aldehyde-ammonia  are 
removed.  The  ethereal  mother-liauor  yields  after  some  time  an  addi- 
tional quantity  of  that  compound  m  very  large  well  developed  crystals. 
100  pts.  of  alcohol  yield  hy  this  process  about  40  pts.  of  aldehyde- 
ammonia. 

To  separate  the  aldehyde,  the  ammonia-compound  is  decomposed  by 
dilute  sulphuric  acid,  in  a  flask  connected  with  a  second  flask  containiug 
chloride  of  calcium,  and  thoroughly  cooled,  the  conducting  tube  passing 
down  into  it  deep  enough  to  come  into  contact  with  the  chloride  of 
calcium.  This  second  flask  is  also  connected  with  the  worm  of  the 
diphlegmator,  which  is  now  to  be  used  as  a  condensing  apparatus,  and 
filled  with  ice  and  water.  As  soon  as  all  the  aldehyde  is  distilled  over  into 
the  second  flask,  the  connecting  tube  between  the  two  flasks  is  sealed 
in  the  middle,  and  a  gentle  heat  is  applied  to  drive  the  aldehyde  through 
the  dephlegmator,  whence  it  passes  Into  a  cooled  receiver* 

Deeompoiitions  of  Aldehyde,  —  1 .  Dry  hydrochloric  add  goM  passed  to 
saturation  into  aldehyde,  kept  cool  by  a  freezing  mixture,  converts  it 
into  oxyMoride  of  eUiylidene^  C'H'Cl'O'  (Lieben,  p.45d),  which  may  be 
regarded  as  a  double  molecule  of  aldehyde,  in  which  2  At  0  are  replaced 
by  2  At.  CI. 

2C<H*0»     +     2HC1     -     C8H8CPO*     +     2HO. 

Oeuther  &  Cartmell  {Proc,  Roy.  Soc,  10,  110),  have  also  obtained,  by  the 
action  of  hydrochloric  acid  on  aldehyde,  the  compound  G"H^*C1'0^,  in 
which  2  At.  0  in  a  triple  molecule  of  aldehyde  (C'*H^O^  are  replaced 
by  2  At.  CI. 

2.  With  pentachloride  of  phosphorw,  aldehyde  forms  chloride  of 
ethyltdene,  an  oily  liquid,  isomeric  with  Dutch  liquid,  but  distinguished 
therefrom  by  its  lower  boiling  point  and  specific  gravity ;  and  by  not 
being  decomposed  by  alcoholic  potash  in  the  cold,  and  but  slowly  when 
heated. 

3.  Pentabromide  of  phosphorus,  in  like  manner  converts  aldehyde 
into  bromide  of  eihylidene  C^H'fir' ;  and  this  compound  treated  with 
ethylcUe  of  eoda,  yields  acetal,  C"H^*0: 

C<H*Br»     +     2(C<H»,Na,0>)     «     2NaBr     +     C*H<,(C<H«)«,0<. 

4«  Aldehyde  mixed  with  twice  its  volume  of  anhydrou9  alcohol,  and 
saturated  in  the  cold  with  dry  hydrochloric  acid  gas,  yields  the  compound 
C«H»C10>  (p.  454); 

C*H*0»     +     OH«0»     +     HCl     -    C8H*aO«     +     2H0, 

and  this  compound  treated  with  ethylate  of  sodium  yields  acetal: 

C«H»C10«     +     C*H»NaO*     -     NaU     +     Om^O*. 

This  is  an  easier  method  of  converting  aldehyde  into  acetal^  than  the 
former.    (Wntiz  9c  Frapolli^  Ann.  Pharm.  108,  228.) 
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5.  CMoi'Ocarbonic  oxide  (phosgene)  converts  aldehyde  Into  cMoraeeiene, 
G^H'Cl^  with  evolution  of  hydrochloric  and  carbonic  acids  : 

C^H*02     +     2C0CI     «     C*H»C1     +     HCl     +     2C0». 

This  reaction  seems  to  shew  that  the  rational  formula  of  aldehyde  is 
^j^'|o»,  rather  than  C*H'0',H.  (Harnitz-Hamitzky,  Ann.  Pharm. 
Ill,  192.) 

Compound  of  Aldehyde  with  Acetic  Anhydride^  C"H*W  = 
C*H*0',C^H*0*.  —  When  equivalent  weights  of  aldehyde  and  acetic 
anhydride  are  heated  in  a  sealed  tube  to  180°,  for  twelve  hours,  and  the 
product  is  distilled,  free  aldehyde  and  acetic  anhydride  pass  over  first, 
and  afterwards,  chiefly  between  160°  and  170°,  a  liquid,  which,  after  being 
washed  with  hot  water  and  dried  over  chloride  of  calcium,  boils  con- 
stantly at  168*8°*  This  is  the  compound  in  question.  It  has  an  allia- 
ceous odour,  and  an  acid  reaction,  arising  probably  from  slight  decompo- 
sition during  distillation.  Heated  with  hydrate  of  potash,  it  turns 
brown,  gives  out  the  same  peculiar  odour  as  aldehyde  itself  when 
similarly  treated,  and  yields  acetate  of  potash.  It  is  not  decomposed  by 
anhydrous  baryta,  but  if  water  is  present,  the  same  action  takes  place  as 
with  potash.  Heated  with  nitrate  of  silver  and  excess  of  ammonia,  it 
throws  down  grey  metallic  silver.    (A.  Geuther,  Ann  Fharm.  106,  249.) 

Genther. 


a*                 b.  c. 

12  C  72    ....     49-32    48*99  ....  60-81  ....  49-82 

10  H  10    ....      6-85    6-96  ....      6-74  ....  6-96 

8  O  64     ....     43-83     44*05  ....  42-45  ....  43-22 


C»H»0» 146    ....  100-00    100-00    ....  100-00    ....  100-00 

a,  h,  and  c  were  from  two  different  preparations ;  b  was  not  washed  with  water, 
hut  purified  by  simple  rectification;  c  was  the  product  b  after  washing  with  hot  and 
cold  water,  and  distillation. 

The  compound  is  metameric  with  biacetate  of  ethylene,  C*li\(G*HHfiy,0*. 

Aldehyde  heated  with  glacial  acetic  add  does  not  appear  to  unite  wiUi  it.*  (Gen- 
thcr.) 

Aldehyde  appears  to  combine  with  benzoic  and  succinic  anhydrides. 
(Geuther.) 

Co7npound  of  Aldehyde  mth  Chloride  of  Acetyl  C*H*0»  +  C*H»0*C1 
=  C^H'CIO*.  —  Produced  by  heating  a  mixture  of  aldehyde  and  chloride 
of  acetyl  to  100°,  in  a  sealed  tube  for  three  hours.  No  gas  is  evolved  on 
opening  the  tube;  the  contents  distil  over  completely  between  90°  and 
140°;  and  by  fractional  distillation,  the  compound  of  aldehyde  and 
chloride  of  acetyl  is  obtained,  boiling  between  120®  and  124°.  —  It  is 
lighter  than  water,  and  is  decomposed  by  water,  very  slowly  in  the  cold, 
more  quickly  when  heated.  It  dissolves  readily  in  dilute  potash-ley, 
with  formation  of  chloride  of  potassium  and  acetate  of  potash,  and  eepar 
ration  of  aldehyde,  which  is  partially  resinized  by  the  potash.  With 
moist  oxide  of  silver,  it  yields  chloride  and  acetate  of  silver.  (M,  Simpson^ 
Compt.  rend.  47,  874;  Ann,  Phami,  109,  156.) 
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Isomeric  with  glycolic  chloracetin  (p.  432),  and  identical  with  the  componnd 
which  Wnrtz  obtained  by  the  action  of  chlorine  on  aldehyde  (zii,  536),  and  regarded  aa 
produced  by  the  substitution  of  1  At.  CI  for  1  At.  H  in  a  double  molecule  of  aldehyde 
C^H^O'*.  Simpson  supposes  that  chloride  of  acetyl  is  first  formed  by  the  action  of 
chlorine  upon  a  portion  of  the  aldehyde,  and  then  unites  with  the  remainder* 
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Action  of  Sulphw'ous  Acid  Gas  on  Aldehyde,  —  Modifications  of 
Aldehyde,  —  Dry  fiulphnrous  acid  gaa  passed  into  anhydrous  aldehyde 
in  a  yessel  surrounded  with  cold  water^  is  rapidly  absorbed,  1 1  pts.  of 
aldehyde  absorbing  19  pts.  of  the  acid»  whilst  an  increase  of  volume 
takes  place. 

The  absorption- coefficient  of  aldehyde  for  sulphurous  acid  gas  is  1*4  times  as 
great  as  that  of  alcohol,  and  7  times  as  great  as  that  of  water.  No  chemical  combina- 
tion appears  to  take  place ;  as,  on  passing  a  stream  of  carbonic  acid  through  the  liquid 
at  a  slightly  elevated  temperature,  all  the  sulphurous  acid  is  expelled.  (Geuther  &  Cart- 
rnell^  Proc,  Roy.  8oe,  10,  111). 

Ulaldehyde.  — -  When  aldehyde  saturated  with  sulphurous  acid,  is  Ief% 
for  abont  a  week  at  ordinary  temperatures,  in  a  well-stoppered  bottle, 
it  changes  almost  entirely  into  the  solid  and  fusible  modification,  called 
elaldehyde.  —  To  obtain  this  body  pure,  the  liquid  is  mixed  with  as 
much  water  as  is  necessary  to  dissofye  it;  the  acid  is  saturated  by  degrees 
with  chalk;  and  the  liquid  is  distilled  as  long  as  any  drops  pass  into  the 
receiver.  The  common  aldehyde  is  separated  in  the  resinous  form  by 
digestion  with  potash,  and  by  repeated  distillation,  the  elaldehyde  may 
be  obtained  free  from  everything  but  a  little  water.  (Geuther  & 
Cartmell.) 

Elaldehyde  thus  obtained,  boils  at  124°,  and  solidifies  at  10°,  starting 
into  crystals,  which  likewise  melt  at  10^.  Analysis  shews  that  it  is 
isomeric  or  polymeric  with  common  aldehyde.  It  appears  also  to  be 
identical  with  the  modification  which  Weidenbusch  obtained  (viii,  277),  by 
the  action  of  sulphuric  or  nitric  acid  upon  aldehyde,  at  low  temperatures. 
This  modification  boiled  at  125®,  and  solidified  at  low  temperatures. 
Geuther  and  Cartmell  are  also  of  opinion,  that  the  elaldehyde  of  Fehling 
(viii,  281)  is  likewise  the  same  modification;  but  Fehling's  product  boiled 
at  94°,  solidified  at  0°,  and  melted  again  at  2°;  indeed,  the  only  point  in 
which  it  appears  to  agree  with  that  obtained  by  Weidenbusch,  is  the 
vapour- density^  which,  as  determined  by  Fehling,  is  4*52,  that  of 
Weidenbusch's  modification  being  4*5  8, 
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Acetic  Acid. 

Occurrence,  Acetic  acid  is  foand  in  the  so-called  turpentine-water, 
which  passes  over^  together  with  oil  of  turpentine,  in  the  first  stage  of  the 
dry  distillation  of  pine-resin.  This  turpentine- water  amounts  to  between 
1  and  li;  per  cent,  of  the  resin,  and  contains  from  10  to  11  per  cent  of 
aoetio  acid  (Chr.  6rimm>  Ann»  Pharm,  107,  255). 

FormcUion.  Acetic  acid  is  formed,  together  with  other  acids  of  the 
series,  C^H^O*;  in  the  putre&ction  of  yeast  (A.  Miiller,  •/,  pr.  Chem.  71, 
65;  0.  Hesse,  ibid^  471),  and  pf  wheat-flour  (Sulliyan,  AUantis,  1,  202); 
in  the  dry  distillation  of  peat  (Sulliyan,  ibid,  185);  in  the  germination  of 
plants  (Oudemans  ^  Ranwenholf,  Jahreaber.  d.  Chem,  1858,  493);  and 
in  the  fermentation  of  diabetic  urine  (Klinger,  Ann.  Pharm.  106,  18). 
According  to  Neubauer  (Jahret^r.  d.  Chem,  1856,  712),  acetic  acid  is  the 
only  acid  formed  in  this  last-mentioned  process. 

Synthesis  qfAcelid  Acid,  By  the  action  of  carbonic  acid  on  sodiam- 
methyl: 

2C0»     +     0»H»Na     «     C*H«NaO* 

Carbonic  acid  gas  was  nassed  oyer  sodium-methyl  (prepared  by  the 
fiction  of  sodium  on  an  ethereal  solution  of  zinc-methyl,  and  mixed  with 
zinc-methyl,  zinc,  sodium,  and  ether);  the  resulting  solid  mass  was  tritu- 
fated  with  mercury,  so  as  to  conyert  the  remaining  ffee  sodium  into  an 
amalgam,  which  would  not  decompose  water  so  yiolently  as  pare  sodium; 
and  the  product  was  distilled  with  excess  of  dilute  sulphuric  add.  An 
add  liquid  then  passed  oyer,  exhibiting  distinctly  the  taste  and  odouf  of 
acetic  acid.  When  redistilled  and  saturated  wi^  oxide  of  silyer^  it 
yielded  a  salt  containing  64*00  and  64*88  p.  c.  silyer»  the  formula 
G*H*AgO*,  requiring  64*67  p*  o<  —  On  saturating  another  portion  of  the 
acid  liquid  with  carbonate  of  soda,  and  distilling  the  resulting  soda-salt 
with  arsenious  acid,  caoodyl  was  eyolyed  in  considerable  quantity. 
(Wanklyn,  Ann,  Pharm.  Ill,  234.) 

To  show  that  the  acatie  add  did  not  result  ftxmi  the  oxidation  of  the  ether  wiUi 
which  the  sodifiiBAmethyl  was  mixed,  another  portion  of  this  impore  aodinm-methyl  Was 
•imply  triturated  with  mereary  aa  ahove,  and  tfien  distilled  with  aidphario  acid }  not 
the  aUf  hteat  traee  of  acetic  acid  ooold  be  deteoted  in  the  diatiUate.    (Wanklyn.) 
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Acetates,  —  The  formation  of  acetic  anhydride  b^  the  action  of  chloride 
of  sulphur  on  acetates,  first  obseiryed,  Heintz  (xii,  512),  has  been  con- 
firmed by  Carius  {Ann,  Pharm.  106,  298),  and  by  Schlagdenhauffen 
(Compt.  rend,  48,  802). 
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J«loiHCmfi  ^  ^arfkL,  G^fi'BftO^.BaNO*  +  8  HO.—-  OhteiMd  \xj 
dissolying  aa  enmB  of  mtnie  of  baxyte  ia  »  liot  ^onoantraied  solution 
of  the  aeetate.  Nitrate  of  bavjta  crystallizes  oat  firsts  and  the  mother- 
liquor  3rields  the  double  salt  in  large  right  rhombic  prisms.  (LuciuSy 
Ann.  Pharm.  103^  113.) 


2BaO 

Dried  mti^Q\ 

,....  153-2    ....    59'dS     1 

69*23 

4   v/  •••• 

24*0    ....      9-30     

9*34 

«S   u  •«•• 

3-0    ....       1-16     

1*59 

3  O 

, „     24*0    ....      9-30 

NO*    . 

54-0    ....    20-91 

C«H*BaO*,B»NO« ....  258-2 leO-Oe 

Cry9taUig€d. 
C<H*BaO*.RaNO« 2!ift-2               7R«2 

Lacicu. 

8  HO    ... 

72-0    ....    21-8    . 

21*54 

C«H8BaO*,BaNO«  +  8Aq  ....  380*2     ....  100*0 


Mekmitrate  of  iSroniia,  C*H«SrO*,SrNO*  +  3  HO.  —  A  solution  of 
acetate  and  nitrate  of  strontia  in  equiralent  proportions,  yields  this  salt 
by  spontaneous  eTaporatioD,  in  large  limpid  tabular  crystals^  permanent 
in  the  air  j  tiieir  formation  is  fiacilitated  by  the  preeenoe  of  a  slight 
excess  of  aoetio  aaid  in  the  solution^  (C.  r.  Haner,/.  pf\  Chem.  74, 432), 
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AoetaU  of  Alumina^  — -  A  solution  of  eelatinons  alumina  in  snch  a 
quantity  of  acetic  acid,  as  to  give  the  liquid  a  density  of  8°  or  9^  Baum6, 
aeposits,  after  standing  fot  some  weeks  in  a  closed  vedsely  a  more  or  less 
crystalline  precipitate  of  acetate  of  alumina,  containing  AlK)*^  2  0*H*(>* 
+  6  A^.  It  is  insolable  in  water,  sparingly  soluble  in  dilate  acids, 
readily  m  caustic  alkalis.     (C.  Tissier^  GompU  rend,  47,  931.) 


Page  308. 

Doable  Acetates  of  Uranimn. 

P.  Wbsblskt.    J.  pr.  Chem.  75,  55. 

These  double  salto  are  obtained  by  mixing  the  corresponding  single 
salts  in  equivalent  proportions,  and  recrystallizing  with  addition  of  acetic 
acid.  Their  general  formula  is  MO,2U«0»,3C*H»0»  or  C*H»M0*,2C*H» 
(U»0»)0*,  or  C»H*(U,»M)0»  (Ui  denoting  the  monatomic  radical  U*0', 
and  M  any  other  monatomic  radical). 

[For  the  cryitalUne  forms  and  optical  properties,  lee  Grailich'a  hrpHaUogrophiwhe 
UnterwucMmgen  5. 151.] 
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SirontiO'tiranic  Acetate  forms  sulphiir-yellow  crystals,  belonging  to 
the  square  prismatic  system.   Gives  off  10-06  p.  c.  (6  At.)  water  at  200°. 

Wesdsky. 

2  IPO" 288-0  ....  52*07    53'08    ....    52*76 

SrO  51-8  ....  9-47     8*89 

3C*H»0» 1530  ....  27-99 

6  HO   54-0  ....  9-87  1006 

C^H»SrO<,2C*H»UiO*.+  6Aq....  546-8    ....  100-00 


CaleiO'Uranic  Acetate,  Sulphur-yellow  crystals  belonging  to  the  right 
prismatic  system.  Ratio  of  the  axes,  1:0*9798:0889.  Permanent  in 
the  air.    Gives  off  its  water  at  200°. 

Weselsky. 


2  IPO*    288  ....  53-23  ....  5373  ....  62-83 

CaO 28  ....  5-18  ........      5*57  ....    5*35 

3  C^H»0»   153  ....  28-28 

8  HO : 72  ....  13-31  12-61 


C^H»CaO<,2C«H»UjO*  +  8Aq....  541    ....  10000 


Magnesio'Urame  Acetate  crystallizes  in  the  right  prismatic  system. 
Ratio  of  axes  1  :  0*6042  :  0*39 60.  The  cirstals  exhibit  dichroXsm  in  a 
much  higher  degree  than  those  of  nranic  nitrate.  They  effloresce  readily 
in  the  air,  give  off  6  At.  water  over  oil  of  vitriol,  and  the  rest  when 
heated  to  200''. 

2XJ«0'  288  ....  50-62  50*72 

MgO 20  ....  3-51  3-71 

3C^H>0» 153  ....  26-89 

12  HO    108  ....  18-98  19*18 

q^H»MgO^,2C<H»UiO*  +  12Aq  569    ....  100-00 

Manganoso-uranic  Acetate  crystallizes  like  the  magnesia-salt,  has  a 
yellow  colour,  likewise  effloresces  very  easily,  and  gives  off  all  its 
water  at  100^ 

Wesdflky. 

2  U«03  288*0    ....     49-28    48*60 

MnO  35*6    ....      6*08    5*88 

3  CmW 153-0    ....     26-17 

12  HO 108-0    ....     18-47    1815 

C^H»MiiO^,2C*H«UiO<  +  12Aq  584*6    ....  lOO'OO 


ZtneO'UraiUc  Acetate  forms  sulphur-yellow  crystals  belonging  to  the 
right  prismatic  system,  does  not  give  off  water  when  placed  over  oil  of 
vitriol,  but  turns  dingy  grey,  and  gives  off  its  water  at  1 80^ 
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Wesclsky. 

2  U«0>  288-0    ....    52-88     532     ....     52-24 

ZnO 40-6    ....       7-45     ....      6*24 

3  C<H»0»    153-0    ....    28-09 

7  HO 630    ....     11-58  11-45 

C<H»ZnOS2C<H»UiO^  +  7Aq 544-6    ....  100-00  ' 

Cob<tU'Uranic  AcdaU  crystallizes  like  the  zinc-salt,  lias  a  greenish- 
brown  colour,  which  becomes  darker  at  100^.  At  180°,  it  assumes  a 
greyish  yiolet  colour,  and  gives  off  its  water. 

WeseUkj. 


2  U»0» ^   2880  ....    53-18  5270  ....  52-59  ....  53-79 

CoO 37-5  ....      6-93  6*40 

3  C*H>0» 1530  ....    28-25  

7  HO    63-0  ....     11-64  11-71 

_ —  ■■     . 

C*H«CoO*,2C<H«UiO*  +  7Aq  ....   541-5  ....  lOO'OO 

Jfidl:el'Uran{e  Acetate  crystallizes  like  the  zinc  and  cobalt  salts,  has  an 
emerald  green  colour,  and  does  not  give  off  its  water  either  in  the  air  or 
over  oil  of  vitriol.    It  becomes  yellowish  at  100^  and  anhydrous  at  180^ 

Wesekky, 


<"»-■ 


2  U«0»    2880  ....  53-18    52-05  ....  ....  53-04 

NiO 37-6  ....  6-94    11-71 

3  C*HH)»    1530  ....  28.25 

7  HO 63-0  ....  11.63 11-49 ^ 

C*H»NiO*,2C*H'UiO*  +  7Aq    541-6    ....  10000 

Cadmio-uranie  Aoetate.  This  salt  differs  in  composition  from  all  the 
preceding.  It  crystallizes  like  the  magnesia-salt,  and  exhibits  the  same 
aichroism.  Becomes  somewhat  opaque  after  long  exposure  to  the  air. 
At  ISO^'y  it  melts  in  its  water  of  crystallization,  and  becomes  anhydrous. 

Weselsky. 


U^O" 144  ....    40-56    40-10  ....  40-62  ....  409 

CaO 64  ....     18-03    18-10 

2C*HH)» 102  ....    28-73 

6  HO    45  ....     12-68  13-56 

C^H»CaO^C<H'U^O*  +  5Aq 355  ....  10000 
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£(mc  Acetate  of  Lead, -^Liihurge  dissolves  almost  instantly  in  a 
solution  of  neutral  acetate  of  lead,  kept  in  a  state  of  ebullition  in  a  silver 
basin,  and  forms  the  basic  acetate*    (Rochleder,  J.  pr,  Ckem.  7i,  28.) 
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Ferrie  Acetate:  —  By '  dissolying  the  ferric  oxide  precipitated  by 
ammonia  (from  a  solation  containing  1  pt.  of  iron^,  in  10  pts.  of  acetic 
acid  of  30  p.  c,  at  a  temperatore  between  40"*  and  eO"",  and  evaporating 
the  decanted  solution  between  BO''  and  80*^,  an  amorphoas  ferric  acetate 
is  obtained,  which  is  soluble  in  water  and  alcohol|  and  is  composed  of 
Fe'O*;  2C*HK)*  +  Aq.    (OademanS;  Chetn.  Oentr.  1858,  486.) 


of  Acetyl.   0*HK)»,o». 

Brobib.    Proe,  Roy,  Soc.  9|  361 » 

Produced  by  the  action  of  peroxide  of  bariam  on  acetic  anhydride: 

(C*H»0«)«,O«     +     BaO»     -      C«H»0».0*       +      C*H«0«,BaO« 


Aoetic  •nbydride.  Peroxide  of  acetyl       Acetate  of  baryta. 

The  materials  in  equivalent  proportions  are  very  gradaaUy  mixed 
under  anhydrous  ether;  the  liqnia  is  filtered  from  the  acetate  of  baryta; 
the  ether  distilled  off  at  a  low  temperature;  and  the  remaining  liquid 
well  washed  with  water.  Peroxide  of  acetyl  then  remains  as  a  colour^ 
less  yiscid  liquid,  which  has  a  pungent  taste  and  burns  the  tongue  like 
Cayenne  pepper*  A  single  drop  pbuced  upon  a  watch-glass  and  heated 
explodes  with  a  loud  report,  shivering  the  glsM  to  atoms.  It  is  a  powerful 
oxidizing  agent,  instantly  decolorising  sulphate  of  indigo,  convofting 
protoxide  of  manganese  into  peroxide,  and  ferrocyanide  of  potassium 
into  ferricyanide.  With  baryta- water,  it  forms  peroxide  of  barium  and 
acetate  of  baryta. 

Pereeaide  ofhenxoyl,  C^^H'0s,OS,  is  formed  in  like  manner  by  the  action  of  peioiide 
of  barium  on  benzoic  anhydride  or  ohloride  of  benxoyl. 
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Thiacetic  Acid.   C*H*S»Q* :.  ^'^g*^' }  s« 

This  acid,  first  obtained  b^  Kekul^  in  1854  by  the  action  of  penta- 
sulphide  of  phosphorus  on  glacial  acetic  acid  (ix,  335}^  has  been  further 
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examined  by  Ubieli  (Ann.  Fharm.  109,  272),  who  has  prepftied  aerenl 
of  its  salts.  Horeorer,  Jaequemin  &  Vosselmano  (Oompt-  rend.  49,  371) 
have  sbown  that  it  may  also  be  obtained  by  the  action  of  chloride  of 
aoe^  on  snlphydrate  of  potassinm.  When  chloride  of  acetyl  is  added 
drop  by  drop  to  an  eqaivalent  qnantity  of  the  snlphydrate  contained  in  a 
ietort  furnished  with  a  receiyer;  an  energetic  action  immediately  takes 
place,  attended  with  the  evolation  of  sufficient  heat  to  yolatilise  a  por- 
tion of  the  chloride  of  acetyl.  On  cohobating  several  times  and  distilling, 
a  yellowish  liquid  is  at  length  obtained,  which  retains'  only  traces  of 
chloride  of  acetyl.  It  distils  almost  wholly  between  90°  and  100°,  and 
by  fractional  distillation  a  liquid  is  obtained  boiling  at  98°,  and  exhibit- 
ing the  properties  of  thiacetic  acid  described  by  Keknl^. 

The  process  just  described  admits  of  generalisation,  and^  may  be 
applied  to  the  preparation  of  the  sulphuretted  acids  of  all  the  acids  of  the 
series,  (7»»H*°0*,  thus : 

OH«»-W,a     +     KH8»    -    KCl     +     ^^^^ls». 

In  like  manner,  by  treating  monosulphide  of  potassium  with  the 
chlorides  of  the  radicals  G*nH*»~-^0*,  the  sulphida  of  the  same  radicals, 
homologous  with  thiacetic  anhydride,  may  be  obtained, 

2CtoH*»*-iO>>a     +     2KS     -     2Ka     +     (C^H*»-K)«)»8». 

Jacquemin  &  Vosselmann,  by  treatins^  sulphide  of  potassinm  with  chloride 
of  acetyl,  have  obtained  thiacetic  anhydride,  (C*HH)*)"S»,  agreeing  in  all 
respects  with  the  product  which  Keknl6  prepared  by  the  action  of  penta- 
sulphide  of  phosphorus  on  acetic  anhydride. 

Respecting  the  preparation  of  thiacetic  acid  hy  Kekul^'s  method,  Ulrich  gives 
the  foUowing  details :  1  At.  finely  pnUerised  paitasnlphide  of  phosphorus  and  1  At. 
glacial  acetic  acid  are  mixed  in  a  capacious  retort  and  gently  heated,  the  neck  of  the 
retort  being  directed  upwards  and  connected  with  the  lower  end  of  a  liebig's  condenser ; 
sulphuretted  hydrogen  then  escapes,  arising  from  the  action  of  the  sulphide  of  phos- 
phorus on  the  small  quantity  of  water  oontdned  in  the  glacial  acetio  acid,  and  the  masf 
is  apt  to  froth  over.  After  ths  action  has  continued  for  about  two  hours,  the  contents 
of  the  retort  are  distilled  in  the  ordinary  way.  The  reddish  distillate  is  a  mixture  of 
thiacetic  acid,  acetic  acid  and  sulphur,  and  a  black  mass  consisting  of  phosphorous  acid 
and  melted  sulphur  remains  in  the  retort.  By  submitting  the  distillate  to  fractional 
distillation,  pure  thiacetic  acid  is  obtained,  boiling  at  95".  The  product  amounts  to 
about  one-fifth  of  the  acetic  acid  employed. 

Properties.  Golonrless  liquid,  having  a  pnngent  odour  like  that  of 
acetic  acid  and  sulphuretted  hydrogen  together.  Soluble  in  water,  espe- 
cially in  warm  water,  still  more  readily  in  alcohol  and  ether.  Sp.  gr. 
1074  at  10°.  Boils  at  93°  (Kekul^),  and  distils  unaltered.  Does  not 
solidify  at  —  1 7^ 

Hence,  by  expofing  the  crude  distillate  of  acetic  and  thiacetic  acid  to  m  moderately 
low  temperature,  the  greater  part  of  the  acetic  acid  may  be  separated  at  once. 

The  vapour-density  determined  at  180°,  was  found  to  be  2*465,  the 
theoretical  density  (2  vol.)  being  2*631.  The  difference  arises  from 
partial  decomposition.      Moreover,  the  vaponr-density  determined  at 
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lower  tempera turesi  comes  out  considerably  greater,  e.  g,  d'04  at  125% 
thiacetic  acid  in  this  respect^  resembling  acetic  acid.     (Ulrich.) 

Decompositions,  The  acid  heated  for  some  time  to  between  180^  and 
200%  in  a  sealed  tube,  suffers  decomposition,  the  liquid  as  it  cools,  depo«^ 
siting  crystals  of  sulphur,  and  sulphurretted  hydrogen  escaping  when 
the  tube  is  opened.  On  subsequently  distilling  the  residual  liauid,  a 
fluid  product  goes  over  at  120  ,  having  a  peculiar  odour,  sinking  in 
water,  and  being  gradually  decomposed  tnereby.  It  contains  only  6  p.  o« 
sulphur,  whereas  thiacetic  acid  contains  27  p.  c.  It  is  perhaps,  a  mixture 
of  acetyl,  C^H'O*,  with  undecomposed  thiacetic  acid.  —  Chlorine  decom- 
poses thiacetic  acid  with  considerable  rise  of  temperature,  and  formation 
of  chloride  of  sulphur,  hydrochloric  acid,  and  chloride  of  acetyl.  —  Oil  of 
vitriol  decomposes  it,  with  rise  of  temperature,  evolution  of  sulphuretted 
hydrogen  and  sulphurous  acid,  and  precipitation  of  sulphur.  Nitric  acid 
of  sp.  gr.  1*34,  does  not  act  upon  it  at  ordinary  temperatures,  but  at  a 
gentle  heat,  it  effects  complete  decomposition  attended  with  explosion. 
Fuming  nitric  acid  produces  the  same  effect  at  ordinary  temperatures. 
(Ulrich.) 

Combinations.  The  thiacetateSy  C^H'MO'S*,  are  obtained  by  dissolving 
the  oxides  or  carbonates  in  thiacetic  acid,  or  by  decomposing  the  barium 
salt  with  sulphates.  They  are  all  more  or  less  soluble  in  water  and 
alcohol,  and  crystallize  from  the  solutions ;  b»t  they  are  less  stable 
than  the  corresponding  acetates. 

Thiaeetate  of  Ammonia  is  produced  by  passing  dry  ammonia-gas 
into  thiacetic  acid  dehydrated  as  completely  as  possible.  Thick  white 
fumes  are  formed,  and  the  compound  separates  from  the  still  liquid 
portion,  in  beautiful  small  white  crystals,  which  aie  very  deliquescent. 
(Ulrich.) 

ThiaceUUe  of  Potash  is  easily  obtained  by  adding  thiacetic  acid  to 
aqueous  carbonate  of  potash,  and  evaporating  over  the  water  bath;  it 
then  separates  in  small  colourless  crystals,  which  may  be  purified  by 
pressure  and  recrystallization.  Dissolves  readily  in  water  and  alcohol, 
and  bears  a  heat  of  100°  without  decomposition. 

Ulrich. 

4C 24-0  ....  2M2 

3H „ 3-0  ....  2-64 

K 39-2  ....    34-21     34-25 

2S» 32-0  ....    2802    27*60 

2  0 16-0  ....  14-01 

C*H3K0«S» 114-2    •  •  100-00 

Thiacetaie  of  Soda.    OH*NaO*S^  +  Aa,  is  prepared  like  the  potash* 

salt,  and  crystallizes  in  small  colourless  ana  odourless  crystals,  which  are 

very  soluble  in  water  and  alcohol.    Gave  by  analysis,  21*62  p.  c.  sodium, 

the  formula  requiring  21*49  p.  C.  ThU  salt  cannot  be  prepared  by  dissolvings 
todiam  in  the  acid,  because  the  heat  thereby  evolved  causes  farther  decomposition  and 
evolution  of  sulphuretted  hydrogen.  The  aqueous  solution  of  the  resulting  crystalline 
magma,  yields  on  evaporation  cMefly  acetate  of  soda.    (Ulrich.) 
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ThiacetaU  of  Baryta.  C^ffBaO'S*  +  3  Aq.  —  When  tliiacetio  acid 
is  added  to  barjta-water,  till  a  slight  acid  reation  is  produced,  and  the 
liquid  is  then  evaporated  over  the  water-bath,  the  salt  is  obtained  in 
colourless  ciystals,  resembling  those  of  heavy  spar,  and  apparently 
belonging  to  the  right  prismatic  system.  It  is  purified  by  repeated 
crystallization.  Dissolves  in  alcohol,  and  gives  off  part  of  its  water  at 
100^     The  solutions  are  neutral,  and  have  a  sweetish  taste.    (Ulrich.) 

Ulrich. 

4C 240  ....     14.06    13-71 

6H    60  ....      3-52     3-42 

Ba    .^ 68-7  ....    40*25     3986 

2  S... 320  ....  18-74 

5  0 40-0  ....  23-43 

C^H'BaO^S*  +  3Aq 170-7    .«.  100-00 

ITiiaeetcUe  ofStrowtia,  C*H'SrS*0»  +  2  Aq.  —  Produced  by  treating 
strontia-water  or  the  carbonate,  with  thiacetic  acid,  and  separates  from 
the  aqueous  solution  in  colourless  crystals,  belonging  to  the  right 
prismatic  system  ;  bears  a  heat  of  120°,  without  decomposition;  gives 
by  analysis  81*64  p.  c.  strontium,  the  formula  requiring  3201  p.  c. 

Tkiacetate  of  Lime,  C*H»CaO*S*  +  2Aq.  —  By  decomposing  the 
carbonate  recently  precipitated  and  suspended  in  water,  with  thiacetic 
acid,  evaporating  to  dryness,  and  recrystallizing  from  water,  the  salt  is 
obtained  in  colourless,  inodorous  crystiue,  which  give  off  their  water  at 
100°.  The  crystals  give  by  analysis  19*69  p.  c.  calcium,  the  calculated 
quantity  being  17'67. 

Triacetate  of  Magmetid  is  a  viscid  yellowish  deliquescent  mass, 
which  cannot  be  made  to  crystallize. 

Tkiacetate  of  Iron,  -—  Recently  precipitated  ferric  hydrate  dissolves 
somewhat  freely  in  thiacetic  acid,  forming  a  solution  which  has  a  greenish 
colour,  probably  arising  from  reduction  of  the  sesquioxide  of  iron  to 
protoxide  ;  the  sulphur  is  not  precipitated,  but  remains  dissolved  in  the 
free  thiacetic  acid.  On  gently  heating  the  liquid,  sulphide  of  iron  is  preci- 
pitated. —  A  solution  of  sesquichloride  of  iron,  mixed  with  a  thiacetate, 
forms  a  clear  solution,  which  gradually  becomes  turbid  and  deposits  a 
scanty  yellow  precipitate ;  the  decomposition  is  accelerated  by  heat. 

Mercuric  Tkiacetate,-'^ 'When  thiacetic  acid  is  poured  upon  dry 
mercuric  oxide,  the  mass  becomes  so  hot  that  part  of  the  acid  volatilizes, 
and  the  resulting  mercury  salt  is  partially  decomposed,  with  formation 
of  sulphide  of  mercury.  —  By  precipitating  a  solution  of  mercuric  chloride 
with  thiacetate  of  potash,  thiacetate  of  mercury  is  obtained  as  a  copious 
white  precipitate,  which,  however,  soon  turns  black,  from  formation  of 
sulphide  of  mercury. 

Tkiacetate  of  Silver,  —  The  aqueous  solution  of  thiacetate  of  potash, 
forms  with  nitrate  of  silver,  a  white  insoluble  silver-salt,  which  decom- 
poses and  blackens  almost  at  the  instant  of  formation.  — Similarly  with 
the  copper  salt.     (Ulrich.) 

VOL.  XIIT.  2  o 
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When  thiacetio  acid  is  mixed  in  the  cold  with  aniline,  the  miztnie 
becomes  hot,  sulphuretted  hydrogen  is  given  off,  and  a  crystalline  mass  is 
formed,  the  aqueous  solution  of  which,  on  coolins;,  deposits  colourless 
crystalline  lammas  of  phenyJroceiamide  N,C*H*0',C"H',H  (Analyib  69-45 
p.  c.  C,  and  6*78  H ;  by  calcalation  71*11  C,  and  6*66  H). 

OHW.H.S»       +       N.H«,C»H«      =       N,OHW,C«H»,H      +      H»S*. 


Thiaoetic  Add.  Anelme.  Phenyl-acetamide. 


Page  337. 

StUphide  of  Ethyl,  C^H^S'.  The  best  mode  of  preparing  this  com- 
poundy  is,  according  to  Hobson  {Ghent.  Soc  Qu,  J,  10,  5Q),  to  distil  the 
monosulphide  of  potassium  in  alcoholic  solution  with  an  equivalent 
quantity  of  sulphovinate  of  potash. 

By  treating  sulphide  of  ethyl  with  dilute  nitric  acid,  heating  the 
solution  over  the  water-bath  till  the  excess  of  acid  is  expelled,  saturating 
with  carbonate  of  baryta,  evaporating  to  dryness,  exhausting  the  residue 
with  alcohol,  and  concentrating  the  alcoholic  extract,  a  small  Quantity  of 
non-crystal lizinff  syrupy  liquid  was  obtained,  containing  sulphur,  ethyl, 
and  baryta,  probably  in  the  form  of  ethylotrithionate  of  baryta  (xii,  514)« 

Sulphide  of  Ethyl  wUh  Mercuric  Iodide,  C*H'S,HgI.  —  Salphide  of 
ethyl  does  not  unite  directly  with  mercuric  iodide  as  it  does  with  the 
chloride  (viii,  339).  To  prepare  the  iodine-compound,  a  mixtore  of 
alcohol,  iodide  of  ethyl,  and  the  chlorine-compound,  C^H%,HgCl,  is  heated 
for  some  hours  to  lOO"",  in  a  sealed  tube;  the  contents  then  separate  into 
two  layers,  the  lower  of  which  quickly  aggregates  into  a  yellow  solid, 
while  the  upper,  on  cooling,  yields  the  compound  OH%,HgI,  in  the  form 
of  a  yellow  crystalline  body.  It  is  also  obtained  by  heating  to  100^,  in  a 
sealed  tube,  a  mixture  of  finely  pulverized  mercuric  sulphide  with  alcohol 
and  iodide  of  ethyl.  It  may  be  purified  by  crystallization  from  boiling 
alcohol,  in  which  it  is  sparingly  soluble.  —  It  has  the  aspect  of  sulphur ; 
does  not  change  colour  when  rubbed;  melts  at  110°;  solidifies  in  a 
radio-crystalline  mass  on  cooling  ;  and  is  resolved  at  100°  into  sulphide 
of  ethyl  and  mercuric  iodide.  (A.  Lori,  Compt.  rend,  46,  1280 :  Ann, 
Pharm.  107,  235.) 

Loir. 

4  C  24     ....      8-8     8*26 

6H 5    ....      1-8    2*50 

S  16    ....      5-9    6*40 

Hg  100    ....    36*7    85-75 

I  127    ....    46-8    47-90 

C^H»S,HgI ....  272    ....  100-0    10080 
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Iodide  of  EtkyL  —  To  prepare  large  qaantities  of  iodide  of  ethyl 
without  danger,  Be  Vrij  {N,  J.  Fharm,  31,  169)  saturates  anhydioiis 
alcohol  in  a  vessel  sarrounded  with  frigorific  mixture,  with  dry  hydro- 
chloric acid  gas ;  then  determines  the  quantity  of  hydrochloric  acid  in 
a  sample  of  the  saturated  liquid;  and  adds  this  liquid  to  the  pulverized 
iodide  of  potassium  contained  in  a  retort,  in  quantity  just  sufficient  to 
convert  the  iodide  into  chloride.  The  liquid  is  distilled  off  the  next  day, 
then  washed  and  rectified. 

Iodide  of  methyl  may  be  prepared  in  like  manner.  On  adding  wood- 
spirit  satarated  with  hydrochloric  acid  to  iodide  of  potauium,  decomposition  takes 
place  immediately,  attended  with  great  rise  of  temperature.     COe  Vrij.) 

On  the  preparation  of  iodide  of  ethyl,  see  also  Reynoso  {N»  Ann,  Chim.  Phy9, 
48,  385;  Jahretber  <f.  Chem.  1856,  565);  and  ^alz  (M  Jahrb,  Pharm,  8,  «74). 

Action  of  Iodide  of  Ethyl  on  Silver-ealts,  —  When  iodide  of  ethyl  is 
mixed  in  a  closed  vessel  with  tungeUUe  of  silver,  strong  action  soon  takes 
place,  attended  with  rise  of  temperature,'formation  of  iodide  of  silver,  and 
ether,  and  separation  of  free  tnngstic  acid.  No  tungstate  of  ethyl  is  pro- 
duced. (Gossmann,  Ann.  Fharm,  101,  218.)  Similar  results  are  obtained 
with  molybdate,  arsenite,  arsenate,  antimoncUej  stanncUe,  borate  and  tellu- 
rate  of  silver.  When  iodide  of  ethyl  is  enclosed  in  sealed  tubes,  with 
bii^romale  of  silver,  a  small  quantity  of  aldehyde  is  formed.  The  mixture 
becomes  very  hot,  and  the  tubes  are  very  liable  to  burst.  —  Iodide  of  ethyl,  heated 
to  100°  for  some  hours  in  sealed  tubes  with  sulphide,  sulphate,  or  stUpho- 
cyanide  of  silver,  is  converted  into  sulphide,  sulphate,  or  sulphocyanide 
of  ethyl     (Nason,  Ann.  Pharm.  104,  126). 


Bromide  qf  Ethyl  is  easily  prepared  by  distilling  4  pts.  of  pulverized 
bromide  of  potassium,  with  5  pts.  of  a  mixture  of  2  pts.  of  oil  of  vitriol 
and  1  pt.  of  96  per  cent  alcohol.     (De  Vrij.)     See  also  Reynoso  (loe.  ct7). 
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Bromide  of  Ethylidene.   CH«Br*. 

WuBTZ  &  Frapolli.    Ann.  Pharm.  108,  225. 

Obtained  by  passing  vapour  of  aldehyde  over  pentabromide  of  phos- 
phorus in  a  vessel  externally  cooled.  The  products  formed  are  bromide 
of  ethylidene  and  oxybromide  of  phosphorus,  which  cannot  be  separated 
by  fractional  dbtillation,  because  the  bromide  of  ethylidene  is  decom- 
posed by  heat.   The  oxybromide  of  phosphorus  may  however  be  removed 

2  o  3 
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by  agitating  the  mixture  with  lamps  of  ice,  replacing  them  as  they  melt. 
A  dense  yellow  liqaid  is  thus  obtained,  which  is  insoluble  in  water  and  is 
readily  decomposed  by  water,  with  evolution  of  hydrobromic  acid :  hence 
it  is  impossible  to  obtoin  the  compound  in  a  state  of  sufficient  parity  for 
analysis. 

Bromide  of  ethylidene  treated  with  ethylate  of  sodium  yields  acetal: 

C^H^Br*     +     2C^H«Na08     =     2NaCl     +     C<H<,(C^H«)«,0<. 


Aoetal. 

The  acetal  thus  prodaoed  jrielded  by  analysis  61*2  p.c.  carbon  and  12*1  hydrogen, 
the  formnU  C^sh^^O^  requirini^  61*02  C  and  il-86  H. 
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Chloride  of  EthyUdene.    C*H*CP. 

Geuthsr.    Ann,  Fharm.  105,  321. 

WuBTZ  <fe  FrapolIiI.    OompU  rend,  47,  418;  Ann,  Pharm.  108,  223. 

Produced  by  the  aption  of  pentachloride  of  phosphorus  upon  aide* 
hyde; 

C*H<0»     +     PCI*    =     C*H*CP     +     P0»C1». 

[By  the  action  of  PCI*  on  glycol,  the  isomeric  compound  chloride  of  ethylene  is 
produced  (p.  423)]. 

The  yessel  containing  the  chloride  of  phosphorus  must  be  kept  coo), 
while  the  aldehyde  is  acMed  by  small  portions;  afterwards  the  mixture 
is  warmed,  whereupon  the  whole  dissolves  to  a  homogeneous  liquid, 
which  gradually  blackens  when  dbtilled,  and  gives  off  below  100°,  a 
liquid  from  which  water  separates  an  oily  body,  and  above  100°,  oxy- 
chloride  of  phosphorus.  The  oily  liquid,  dried  by  chloride  of  calcium  and 
rectified,  yields  chloride  of  ethylidene. 

Transparent,  colourless,  oily  liquid,  resembling  chloroform  in  taste 
and  odour.  Sp.  gr.  1*189  at  4*3°  (Geuther).  Boils  at  58°  (Wurtz  &  Fra- 
poUi);  at  60°  (Geuther). 

Geuther. 

4C    24     ....     24*24     24*44 

4  H    4     ....       4*04     4*47 

2  CI  71     ....     71*72    71.55 

C*H4Ci» 99    ....  100*00    100*46 

Isomeric  with  chloride  of  ethylene,  but  differs  from  it  in  specific  grayity  and  in 
boiling  point,  the  sp.  gr.  of  chloride  of  ethylene  being  1*256  at  12**  according  to  Reg- 
nault,  and  the  boiling  point  86°  according  to  Dumas.  The  two  bodies  differ  also  in 
their  behaviour  with  alcoholic  potash,  chloride  of  ethylene  being  easily  decomposed 
thereby,  into  chloride  of  potassium  and  the  compound  C'H'Cl ;  whereas  chloride  of 
ethylidene  is  not  all  affected  by  alcoholic  potash  in  the  cold,  and  with  difficulty  eren 
when  heated. 
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Chloride  of  etbylidene  treated  with  ethylate  of  sodiuni  does  not  act 
like  the  bromide  and  produce  acetal  (p.  452)^  bat  yields  a  chlorinated 
gas,  C^H^Cl,  identical  in  composition  and  properties  with  the  so-called 
chloride  of  acetyl  (chloride  of  acetotyl  or  wny/,  ix,  191),  derived  from  Dutch 
liqnid.  The  identity  of  the  two  gMes  is  shown  by  their  solability  in  water  and  alcohol, 
and  by  their  behaTionr  with  chlorine  ;  1  toI.  water  at  25^  absorbed  0*81  toI.  of  the  gas 
(A)  obtained  as  abo^e  from  chloride  of  ethylidene,  and  the  same  volume  of  the  gas  (^) 
from  chloride  of  ethylene.  1  vol.  anhydrous  alcohol  at  22-5°  dissolved  55*1  vol.  of  the 
gas  At  and  at  22-9%  54-5  vol.  of  the  gas  B.  The  gas  A  absorbs  chlorine  and  forms  a 
compound  C*H^C1^  identical  with  that  which  Regnault  obtained  in  like  manner  from 
the  gas  B, 

The  term  eihylidetie  is  applied  to  a' radical  {C^IA.%  supposed  to  exist  in  a  series  of 
compounds  derived  from  aldehyde,  and  isomeric  with  the  ethylene-compounds,  which  are 
derivatives  of  glycol,  e.  g,  chloride  of  ethylidene,  isomeric  with  chloride  of  ethylene ; 
aldehyde  with  oxide  of  ethylene ;  Genther's  compound  of  aldehyde  and  acetic  anhydride, 
with  biacetate  of  ethylene;  the  compound  of  aldehyde  and  chloride  of  acetyl, 
(C^Il«OS,C«H<OSCI),  with  glycolic  chloracetin;  and  acetal  with  biethylglycol.  These  two 
series  of  compounds  are  intimately  related  to  caoh  other,  and  the  compound  C'*EI'€1, 
which  may  be  produced,  from  either  of  them,  may  be  regarded  as  the  link  between  the 
two.      (Wurtz  and  FrapolU). 

The  so-called  ethylidene-compounds  may,  however,  be  viewed  in  a  different  Hghtg 
viz.,  as  containing  the  radical  C^IS?.  At  all  events,  chloride  of  ethylidene,  as  pointed 
out  by  Beilstein  {B%dL  Soc,  Chim,  de  Paritf  i,  60),  appears  to  be  identical  with 
Rcgnault's  moTWchiorinated  kydroehlorie  tther^  C*Jil'Cl,HCl  (viii,  375),  that  compound 
having  a  specific  gravity  of  1-174  at  17*^,  boiling  at  64**,  and  being  also  with  difficulty 
acted  upon  by  alcoholic  potash. 


Oxychloride  of  EthyUdene.   C»H«CPO«. 

A,  LiEBEN.     Compt  rend.  46«  662;  Ann.  Pharm.  106^  336. 

Produced  bj  the  action  of  hydrochloric  acid  on  aldehyde: 

C^H^O«     +     2HC1    =     C8H8C1H)*     +     2H0. 

When  aldehyde  cooled  by  a  freezing  mixture  is  saturated  with  dry 
hydrochloric  acid  gas,  the  liquid  increases  in  volume  and  separates  int  o 
two  colourless  layers,  which  must  be  immediately  separated,  as  they  act 
upon  each  other.  The  lower  layer  is  aqueous  hydrochloric  acid,  the 
upper  is  oxychloride  of  ethylidene,  which  may  be  purified  by  repeated 
distillation  over  chloride  of  calcium. 

Transparent,  colourless  liquid,  smelling  of  aldehyde  and  hydrochloric 
acid.     Sp.  gr.  113T6  at  12°.     Boiling  point  116*^—1 17°.  Vapour-densit  y 
5-08  (taken  at  173°). 


8  C  

8  H  

2  CI 

71 

....  Ou'Oi       .... 

«...   5*59  .... 

....  49-65  .... 

11*19 

lieben. 
....  33-46  ....  33-41 
....   5-77  ....   5-81 
....  49-12 
....  11-65 

2  0  

16 

C8H8Cl-0= 143    ....  100-00    10000 
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Vol.  Dengity. 

C'-vapour 8  3*3280 

H-gag 8  0-6544 

CUgag 2  4-9086 

0-gag 1  1-1093 

Vapour  of  C8H«CPO» 2    9*9003 

1     4-9501 

May  be  rq;arded  ag  a  doable  molecule  of  aldehyde  in  which  2  At.  O  are  replaced 
by  2  At.  CI.    Isomeric  with  D'Arcet's  chloretheral  (ix,  192). 

OzycUoride  of  etbylidene  is  not  decomposed  by  water  in  the  cold, 
bnt  on  beatings  it  is  converted  thereby  into  hydrocnioric  acid  and  alde- 
hyde. —  Pentacbloride  of  pbospboros  does  not  act  upon  it  at  ordinary 
temperatures,  but  is  completely  dissolved  vrben  heated  with  it  in  a  sealed 
tube  to  100°  for  several  hours:  the  organic  product  cannot  however  be 
separated  from  the  oxychloride  of  phosphorus  formed  at  the  same  time. 
(Wurtz  &  Frapolli.) 

Geuther  &  Cartmell>  by  treating  aldehyde  with  hydrochloric  acid, 
have  obtained,  besides  the  oxychloride  just  described,  another  which 
has  the  composition  C"H^PO^  and  may  be  regarded  as  a  triple 
molecule  of  aldehyde  G^H^'O",  in  which  2  At  0  are  replaoed  by  2  At.  CL 
(Proc.  Roy.  Soc.  10,  110). 


Chlorethylate  of  Ethylidene. 

C«H»C10»    =    C*HSC*HH)*,C1. 

Wurtz  <&  Frapolli.    Ann.  Pharm.  108,  226. 

Produced  by  passing  hydrochloric  acid  to  saturation  into  a  mixture 
of  1  vol.  aldehyde  and  2  vol.  absolute  alcohol  surrounded  with  a  freezing 
mixture.  Two  layers  of  liquid  are  then  formed,  the  lower  consisting  of 
aqueous  hydrochloric  acid  and  the  upper  ethereal  layer  of  chlorethylate 
of  ethylidene: 

C<H*08     +     C<H«0»     +     HCl     =    C8IPC10»     +     2H0. 

Worts  &  FrapoDL 

8  C  48-0     ....    44-24     45-14 

9  H 9-0    ....      8-29    9*51 

CI 35-5    ....    32-72    30-34 

2  O 16-0    ....     14-75     1501 


C?H»C10« 78-5     ....|100-00    10000 

The  differences  between  the  analytical  and  calculated  results  arise  from  partial  decom- 
position  during  distmation.  The  carbon  and  hydrogen  were  determined  from  a  specimen 
boiUng  between  95**  and  97»;  the  chlorine  from  one  which  boiled  at  about  98^ 
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This  compound,  treated  with  ethylate  of  sodium,  yields  chloride  of 
sodium  and  acetal: 

CPH»C103     +     C*H*NaO«     -     NaCl     *-     C"H»<0*. 

The  acetal  thus  produced  yielded  by  analysis  61 -S*  and  60-80  p.c.  carbon;  and 
12*40  and  12*36  hydrogen.  This  method  of  converting  aldehyde  into  acetal  is  much 
easier  than  that  which  requires  the  preparation  of  bromide  of  ethylidene,  the  latter 
compound  being  very  difficult  to  obtain. 


Chlorosulphate  of  EthyL    C*H»C1,S»0«. 

R.  Williamson,     Chem.  See,  Qu,  J,  10,  100. 

^  Produced  by  the  action  of  chloride  of  ethyl  on  anhydrous  sulphuric 
acid.  —  When  a  thin  glass  vessel  containing  the  anhydrous  acid  is 
enclosed  in  a  sealed  tube  containing  chloride  of  ethyl,  and  the  tube  is 
shaken  so  as  to  break  the  inner  vessel^  tbe  anhydride  dissolves  in  the 
chloride  of  ethyl ;  and  on  subsequently  distilling  off  the  excess  of  chloride 
of  ethyl,  the  chlorosulphate  remains  in  the  form  of  a  colourless  oily 
liquid.  — It  appears  also  to  be  formed  by  the  action  of  chlurosulphurio 
acid  on  absolute  alcohol: 

S^OCP     +     C*H«0»     =     C<H»C1S«0«     +     HCL 

It  sinks  in  water,  and  is  slowly  decomposed  therehy,  yielding  hydro* 
chloric,  sulphuric,  and  probably  also  ethylsulphuric  acid. 

R.  Williamson. 


S»0«  80*0     ....     55*36     54*6     ....     554     ....     561 

C^H»C1  64-5     ....     44*64     45*4     ....     44.6     ....    439 


^,     ,  which  A.  W.  WUliamson 
sulphuric  acid  on  pentachloride 


Cm»Cl,S«0«....  144*5     ....  10000    1000    ....  1000    ....  100*0 

This  compound  may  be  regarded  as  &0*  <      q.     ,  that  is  to  say  as  sulphuric  acid 
S^O^  {  H^  '^  "^^^^  ^  ^^  ^  ^^  replaced  by  ethyl  and  1  At.  HQS  by  CI.     It  is  a 

homologue  of  the  chlorohydrated  tulphuric  acid  ^O*  • 

obtained  {Chem,  Soc.  Qu.  /.  7,  180)  by  the  action  o    __^ ^ 

of  phosphorus.    This  latter  compound  may  also  be  produced  by  the  direct  combination 
of  hydrochloric  acid  with  sulphuric  anhydride. 

A  similar  compound  is  formed  with  chloride  of  methyl. 

Chloride  of  acetyl,  C^H'O'CI^  likewise  acts  on  anhydrous  sulphuric 
acid  in  closed  vessels,  with  evolution  of  heat,  and  formation  of  a  liquid 
which  is  colourless  at  first,  but  afterwards  turns  yellow  and  red,  and 
decomposes  rapidly  in  contact  with  the  air.  When  dropped  into  water, 
it  sinks  to  the  bottom  and  gradually  dissolves,  forming  an  acid  liquid, 
which  forms  with  baryta  a  soluble  salt,  yielding  a  gelatinous  precipitate 
on  the  addition  of  an  alkali.     (R.  Williamson.) 

The  chlorosidphaie  of  phenyl,  C"H*C1,S*0*  (chlorosulphobentoUc  acid), 
obtained  by  Hutchings  (ti,  175),  is  likewise  a  compound  of  similar 
constitution. 
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Ethylphospharu:  Acid,  —  Aooordiog  to  Rejnoso  (ilT.  Ann,  Chim.  Phy^ 
48,  385),  the  action  of  iodine  and  phosphoras  npon  alcohol  (as  in  Uie 
preparation  of  iodide  of  ethyl),  is  represented  by  the  equation  ; 

6C<H«0»     +     51     +     P     =     5C*H»I     +     P08,H»,C»H»     +     4H0. 

The  formation  of  ethylphosphoric  acid  in  this  process  has  been  confirmed 
by  Tuttle  (Ann,  Pharm.  101,  290).  On  diluting  with  water  the  syrupy 
liquid  which  remains  after  distilling  off  the  iodide  of  ethyl,  neutralizing 
with  carbonate  of  baryta,  and  precipitating  with  alcohol,  a  salt  was 
obtained  which,  after  drying  at  100^,  yielded  57*9  p.  c  of  baryta;  agreeing 
nearly  with  the  formula  PO\CH',Ba^,  wbich  requiies  58*3  per  cent 
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Nitmte  of  Ethyl.  When  1  At.  iodide  of  potassium,  and  1  Ai  nitrate 
of  ethyl  are  heated,  together  with  an  equal  volume  of  alcohol,  to  100%  in 
a  sealed  tube,  iodide  of  ethyl  is  formed,  together  with  a  little  ether,  and 
a  separation  of  iodine  takes  place.  The  essential  part  of  the  reaction  is 
expressed  by  the  equation  : 

NO«,C*H«     +     KI     =     NO«K     +     C<H»I. 

The  ether  appears  to  result  from  the  action  of  the  iodide  of  ethyl  on  the 
alcohol  j  and  the  iodine,  together  with  some  gaseous  products,  likewise 
results  from  secondary  decompositions.  (Juncadella^  CompU  rend,  48, 345.) 
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Compounds  of  Cyanide  of  Ethyl  with  Chlorides. 

W.  Hbnkel.    Ann,  Pharm.  106,  282, 

These  compounds  are  formed  by  direct  combination,  which  is  often 
attended  with  so  great  a  rise  of  temperature,  that  external  cooling  is 
necessary  to  prevent  decomposition.  Many  of  them  crystallize  well,  and 
may  be  distilled  without  decomposition ;  but  they  are  instantly  decom- 
posed by  alcohol  and  water,  and  cannot  be  recrystallized  from  ether  ; 
hence  they  are  difficult  to  purify. 
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Cyanide  ofEihyl  vnth  Chloride  of  Titanium.  C*H»N,Tia*.  —  TLe  two 
substances  unite  without  much  rise  of  temperature^  and  on  agitation,  the 
compound  separates  in  snow-white  crystalline  crusts,  which  diBtil  without 
decomposition. 

Calculated.  Fonnd. 

Titaninm 57'10 58*21  p.c. 

With  PentacMoride  of  ArUtmony.  C*H»N,SbCP. —The  heat  erolved 
b^  tlie  combination  is  so  great,  that  to  prevent  blackening  and  decompo- 
sition, it  is  necessary  to  cool  the  retort  with  a  mixture  of  snow  and  salt. 
On  distilling  off  the  excess  of  cyanide  of  ethyl,  the  compound  separates 
as  a  yellow  mass,  which  cannot  be  sublimed  without  decomposition. 

Calculated.  Found. 

Antimony    35*68     34*59  and  35*26  p.c. 

With  Bichloride  of  Tin.  C«H»N,SnCl*.  —  The  most  s^le  of  this  dass 
of  compounds. 

Calculated.  Fonnd. 

Sn    25-00    25-47 

CI    80-64     30-37 

The  crystals,  when  left  to  stand  on  a  porous  tile  orer  oil  of  vitriol, 
giye  off  a  considerable  quantity  of  cyanide  of  ethyl.  They  were  afterwards 
found  to  contain  37*9  p.  c.  tin. 

With  Terehl&ride  of  Gold.  G*H<^N,AnCl*.  —  Besembles  the  corres* 
ponding  methyl-compound  (p.  412). 

Calcniated.  Found. 

Gold    42*38    4113 


With  Bichloride  of  Platinum.  C«H'N,PtCl*.  —  Resembles  the  pre- 
ceding. 

Calculated.  Found. 

Platinum    42*84    43.92 

With  Chlo}%de  of  Carhonyl  C«H»N,C*0*C1».  —  Phosgene  gas  prepared 
by  passing  carbonic  oxide  through  boiling  pentachloride  of  antimony, 
and  freed  from  the  vapours  of  the  latter  compound  by  passing  through  a 
strongly  cooled  receiver,  was  introduced  into  a  tube  containing  cyanide 
of  ethyl,  and  cooled  with  snow.  The  product  is  a  transparent  colourless 
liquid,  which,  in  contact  with  water,  gives  off  a  considerable  quantity  of 
gas  burning  with  a  blue  flame. 

Calculated.  Found. 

Chlorine    46*1     45-78 
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W%(h  Ohlcride  of  Cyanogen.  C^H»N,CyCL  —  Obtained  bypassing  dry 
gaseous  chloride  of  C3ranogen,  for  a  long  time  through  cyanide  of  ethyL  — 
Coloorless  liquid^  which  boils  between  60°  and  68^  irritates  the  eyes  and 
respiratory  organs  strongly^  and  is  decomposed,  with  rise  of  temperature 
by  contact  with  water. 

Calculated.  Found. 

Chlorine 30-47    29-86 

It  decomposes  spontaneously  in  a  few  days^  the  whole  of  the  chloride 
of  cyanogen  being  separated  in  the  solid  form^  as  Cy'Cl'.     (Hencke.) 

Cyanide  of  Ethyl  and  Silver,  —  WTien  iodide  of  ethyl  and  cyanide  of 
silver,  in  equivalent  quantities  are  heated  together  to  100^  in  a  sealed 
glass  tube,  a  viscid  oil  is  formed,  which  solidifies  to  a  crystalline  mass 
on  cooling,  and  contains,  together  with  iodide  of  silver,  a  compound  of 
cyanide  of  ethyl  and  cyanide  of  silver,  which  does  not  yield  pure  cyanide 
of  ethyl  by  distillation.  On  distilling  it  with  water,  a  liquid  is  obtained 
which  smells  strongly  of  cyanide  of  ethyl,  and  when  mixed  with  an 
acid  and  evaporated,  yields  an  impure  salt  of  ethylamine. 

When  a  mixture  of  cyanide  of  silver,  iodide  of  ethyl,  and  water,  is 
heated  to  100^,  till  the  half-fused  mass  no  longer  gives  off  bubbles  of 
iodide  of  ethyl,  the  aqueous  solution  yields  on  cooling,  fine  shining 
crystals  of  the  compound  AgCy^C^H^y.  This  substance  may  be  obtained 
in  larger  quantity,  by  repeatedly  boiling  with  water  the  fused  product 
resulting  from  the  decomposition  of  cyanide  of  silver  by  iodide  of  ethyl, 
and  quickly  drying  upon  paper  the  crystals  which  separate  on  cooling. 
They  are  microscopic  square  prisms,  which  have  a  very  unpleasant  odour, 
melt  between  80°  and  90°,  blacken  quickly  in  the  moist  state,  and  are 
very  slightly  soluble  in  alcohol  and  ether.  When  exposed  for  some  time 
to  the  air,  they  lose  their  odour,  and  are  decomposed,  cyanide  of  silver 
remaining  in  the  form  of  the  original  crystals.  —  When  distilled  with 
potash,  they  yield  a  liquid  which  smells  of  cyanide  of  ethyl,  and  when 
treated  with  hydrochloric  acid,  yields  a  pure  salt  of  ethylamine.  —  But 
if  the  aqueous  solution  of  the  product  obtained  by  decomposing  cyanide  of 
silver  with  iodide  of  ethyl,  be  treated  with  dilute  sulphuric  [hydrochloric!] 
acid,  hydrocyanic  and  carbonic  acids  are  evolved,  cyanide  of  silver  is  pre- 
cipitated, and  the  evaporated  liquid  contains,  together  with  ethylamine,  a 
body  which  emits  the  odour  of  cyanide  of  ethyl  when  boiled  with 
potash,  and  is  perhaps  a  compound  of  hydrochloric  acid  with  ^anidc  of 
ethyl  HC1,C'H^N,  the  latter  playing  the  part  of  a  base.  (E.  Meyer, 
J.  pr.  Chem.  68,  279.) 


Platinocyanide  of  EthyL 

(?H»NTt    *=     Cy»Pt,C*H»    =     PtCy,C*H«Cy. 
C.  V.  Thann. -inn.  Pharm.  107,  315. 

Prepared  by  passing  dry  hydrochloric  acid  gas  into  a  solution  of 
hydroplatinocyanic  acid  in  absolute  alcohol.  The  gas  is  rapidly  absorbed, 
the  liquid  becomes  very  hot  and  solidifies  on  cooling  to  a  crystalline  pulp, 
composed  of  small  aurora-red  needles.  The  crystals  must  be  quickly 
filtered  and  dried  with  great  care  over  oil  of  vitriol  and  caustic  potash. 
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The  oryatals  thas  obtained  contain  2  At.  water,  from  which  they 
cannot  be  separated  without  decomposition.  They  belong  to  the  right 
prismatic  system^  and  are  combinations  of  a  prism  with  the  basic  terminal 
face  and  a  pyramid.  They  appear  to  be  isomorphons  with  platinocyanide 
of  potassium.  Under  the  microscope,  the  body  of  the  crystal  exhibits  a 
brown  colour,  while  the  surface  varies  from  light  azure  to  dark  steel- 
bluck 
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The  defioiency  of  carbon  in  some  of  the  analyses  ia  due  to  the  great  tendency  of 
the  COD  poind  to  decompose. 

Hydrated  platinocyanide  of  ethyl  is  resolved  at  100^,  into  alcohol 
and  hydroplatinocyanic  acid: 

(?IFNaptO«     -     C<H«0»     +     C<N*PtH 

It  suffers  the  same  decomposition  in  contact  with  water.  At  higher 
temperatures,  it  is  resolved  into  platinous  cyanide,  cyanide  of  ethyl  and 
water.  Aqueous  ammonia  added  in  excess  to  a  concentrated  alcoholicr 
solution  of  platinocyanide  of  ethyl  mixed  with  4  or  5  times  its  bulk  of 
ether,  forms  stellate  groups  of  needles  consisting  of  platinocyanide  of 
diplatosammonium  (viii,  45);  and  on  evaporating  the  mother-liquor  to 
dryness^  dissolving  it  in  alcohol,  and  leaving  the  solution  to  evaporate 
over  oil  of  vitriol,  it  first  deposits  hydrated  platinocyanide  of  ammonium, 
and  then  yellow  needles  probably  consisting  of  platinocyanide  of  ethyl- 
ammonium.     The  decomposition  may  be  represented  by  the  equation ; 

fNH* 
8Cy*PtC*H»         +         3NH8        «         Cy^PtN-l  Pt 

Ih* 


Platinocyanide  of 
diplatosammonium. 


CySPtN^^j^l         +         2CyOH6 


Platinocyanide  of  Cyanide  of 

ethyl-ammonium.  ethyl. 

fNH^ 
and    3(Cy«PtC«H»,HH>«)     +     3NH>     -     Cy«PtN-J  Pt  +       Cy«PtNH< 


Platinocyanide  of 
ammonium. 


C<H 


2*  I O  T         2C>=C<H* 


4H0 
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Probably  both  these  reactions  go  on  together ;  bnt  the  cyanide  of  etL  jl 
appears  to  be  farther  acted  on  by  the  free  ammonia^  perhaps  yielding^ 
ethylamine  and  cyanide  of  ammonium: 

CyC^H*     +     2NH»     «     NH'.Cm^     +     CyNH< 

On  saturating  the  ammoniacal  distillate  with  hydrochloric  acid,  evaporating  to 
dryness,  treating  the  residue  with  a  mixture  of  absolute  alcohol  and  ether,  and  again 
evaporating,  a  hygroscopic  residue  was]  left  containing  61*8  p.  c.  chlorine,  probablj 
therefore  a  mixture  of  sal-ammoniac  (66*4  p.  c«  CI)  and  chloride  of  ethyUammoniam 
(42*9  p.  c.  CI). 

Dry  ammonia  gas  converts  platiuocyanide  of  ethyl  into  platinocyanide 
of  ammonium  and  ethylamine; 

Cy'PtC^U*     +     2NH»     =     Cy^PtNH*     +     N(H9,Cm5) 

The  yolatile  products  being  condensed  in  hydrochloric  acid  and  the  solution  treated 
as  above,  a  residue  was  obtained  containing  6*4  p.  c.  chlorine. 

Platinocyanide  of  Etkylammmiumy  Cy»Pt,(N,H',C*H').  — The  yellow 
crystals  obtained  in  the  manner  above  described,  by  the  action  of  aqueous 
ammonia  on  a  solution  of  platinocyanide  of  ethyl  in  alcohol  and  ether, 
dissolve  very  readily  in  water  and  alcohol;  and  the  solutions  evaporated 
in  the  air,  leave  long  yellow  needles,  which,  while  immersed  in  the 
mother-liquor,  exhibit  a  splendid  violet  iridescence  on  the  surface.  They 
gave  by  analysis  50*98  p.  c.  platinum,  the  above  formula  requiring  50 '26 
p.  c.     (v.  Thann.) 
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Sulphocyanide  of  Ethyl.  — Ammonia  in  the  state  of  gas,  does  not  act 
upon  sulphocyanide  of  etbyl;  but  in  alcoholic  solution  it  separates  a  black- 
brown  substance,  especially  if  the  mixture  is  heated.  When  sulphocy- 
anide of  ethyl  is  heated  for  several  days  to  ]  00^,  in  a  sealed  tube  with 
strong  aqueous  ammonia,  a  black  substance  {A)  separates,  which  is  vola- 
tile for  the  most  part  when  strongly  heated,  sparingly  soluble  in  water, 
alcohol  and  ammonia,  easily  and  with  dark  colour  in  the  fixed  alkalis, 
from  which  solutions  it  is  partially  deposited  after  awhile.  When 
analyzed  without  further  purification,  it  gave  41 '1  p.  c.  carbon,  8*9 
hydrogen,  and  41*5  nitrogen. 

The  brown  aqueous  solution, from  which  the  black  substance  was 
deposited,  contained  (together  with  free  ammonia)  cyanide  of  ammonium, 
carbonate  of  ammonia,  oxalate  of  ammonia^  and  urea ;  bisulphide  of  ethyl 
C^H^^  was  likewise  formed.  It  appears  then  that  the  sulphocyanide 
of  ethyl  C*H«,CNS»,  gives  up  C^N,  leaving  C*H»S«,  and  the  cyanogen  thus 
separated  reacts  further  on  the  ammonia.  (A.  Kremer,  J.  pi\  Chem,  73, 
265.) 

Sulphocyanide  of  amyl  is  decomposed  by  ammonia  in  a  similar 
manner,  but  less  easily.    (Kremer.) 
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SuIpHocyanide  of  ethyl  heated  for  several  days  to  100°,  in  sealed 
glass  tubes,  with  aqueous  poiash,  is  couverted  into  bisulphide  of  ethyl^ 
with  simultaneous  K>nuatiou  ot  cyanide  and  cyanate  of  potassium : 

2{C<H»,CyS2)     +     2K0     =     2C<H*S«      h     KCy     +     KCyOa 

The  separation  of  cyanogen  in  this  decomposition,  and  the  decomposition  of  the 
resnlcing  cyanate  of  potash,  explain  Lowlg's  statement  (▼iii,  390)i  that  solphocyanide  of 
ethyl  boiled  with  alcoholic  potash  yields  bisulphide  of  ethyl,  ammonia,  and  carbonate  of 
potash.     (Briining,  Ann»  Pharm.  104,  198.) 

Stdphocyanide  of  ^^Ayfentf,C*H*,(C'NS')*.  —  Formation  and  preparation 
(z,  520).    The  compound  melts  at  90^  and  solidifies  at  83°. 
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In  very  dilute  nitric  acid  it  dissolves  readily  with  the  aid  of  heat^ 
and  crystsulizes  out  unchanged  on  cooling;  but  stronger  nitric  acid  decom- 
poses ity  forming  a  crystsdline  acid,  probably  bisulphetholic  acid  (£i^ 
516).     (Buff,  Ann.  Fharm.  100,  229.) 


i 


t 

* 


ADDITIONS    TO    VOL    IL 
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Apetone. 

Friedel.     Compt.  rend,  46,  1165;  47,  921.     BvU.  Soc.  Chim.  de  Paris 

1,  26,  57.    Ann.  Pharm.  107,  174;  112,  236. 
RicHB.     Compt,  rend.  49,  176.    Bull.  Soe.  Chim.  de  Paris  1,  29.    Chem. 

Gaz.,  1859,  323. 
FiTTio.     Ann.  Pharm.  110,  23. 
Stadeler.    Ann.  Pharm.  Ill,  277. 

ConstUiUion  of  Acetone.  — From  Frieders  experimeDts  it  appears  that 
wLen  a  inixture  of  acetone  and  water  acidulated  with  sulphuric  acid,  ia 
subjected  to  the  action  of  a  feeble  current  of  electricity,  the  acetone  is 
oxidised  by  oxygen  derived  from  the  water,  and  converted  partly  into 
acetic,  partly  into  formic  acid,  probably  according  to  the  equation:  _ 

C«H«0«     +     60     -     C*H*0     +     C«H«0* 

This  result  affords  an  additional  argument  in  favour  of  the  theory  which 
regards  acetone  as  a  methyl-compound  C*H'0*,C'H'.  —  Carbonic  add  is  also 
produced  I  but  it  is  probably  due,  either  to  secondary  reactions,  or  to  a  more  complete 
combustion  of  a  portion  of  the  acetone :  C«H«0'  +  60  «  6CO*  +  6H0.  {BuU,  Soc. 
Chim.  de  Paris,  i,  57.) 

The  same  conclusion  may  be  drawn  from  the  electrolysis  of  a  mixture 
of  acetone  and  nitric  acid.  When  a  weak  current  (from  3  Bunsen's  cells) 
is  passed  for  four  or  five  days  through  a  mixture  of  2  pts.  acetone,  1  pt. 
water,  and  1  pt.  ordinary  nitric  acid;  the  liquid  afterwards  saturated 
with  carbonate  of  potash,  and  the  resulting  salt  treated  with  alcohol, 
acetate  of  potash  is  dissolved.  Moreover,  the  crude  salt  obtained 
by  saturating  the  acid,  gives  off,  when  heated  with  potash,  alkaline 
vapours  consisting  of  ammonia  and  methylamine.  The  ammonia  is 
formed  by  the  union  of  the  nascent  hydrogen  and  nitrogen  resulting  from 
the  decomposition  of  the  aqueous  nitric  acid;  and  the  presence  of  methy- 
lamine is  an  indication  tnat  the  acetone  contains  methyl.  —  A  small 
quantity  of  oxamide  is  sometimes  produced,  probably  by  a  secondary 
reaction  (Riohe,  Compt  rend.  49,  179). 
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Chlorinated  Acetones.  —  Tbe  series  of  these  compounds  is  now  com- 
plete. Monodiloracetane  C*H*C10',  is  prod  need  by  the  electrolysis  of  a 
mixture  of  acetone  and  hydrochloric  acid  (Riche,  loc,  cU,)  —  BicMoracetone 
(Kane's  mesitic  chloral,  iz,  27)  is  produced  by  the  action  of  chlorine-gas 
upon  acetone.  —  Ter-  and  qradra-chioracetone  were  obtained  by  Bouis 
(ixy  262)  by  passing  chlorine-gas  into  wood-spirit  (probably  containing 
acetone).  The  so-called  methylic  chloral  C^H'CTO*,  which  Weidmann 
&  Schweizer  obtained  by  the  action  of  chlorine  on  wood-spirit  (vii, 
261),  was  also  probably  a  hydrated  mixture  of  bi-  and  ter-cnlorinated 
acetone: 

C»H8a*0»     =     C^H^CPO*     +     CH'CPO'     +     HO 

FfrUaMoracetone,  C*HC1H3*,  is  obtained  by  the  action  of  a  mixture  of 
hydrochloric  acid  and  chlorate  of  potash  on  various  organic  compounds, 
VIZ.,  kinic,  citric,  gallic,  pyrogallic,  catechncic,  and  salicylic  acids,  also 
kinone,  indigo,  tyrosin,  albumen,  and  muscular  flesh  (Stadeler)  ;  and 
hexachlorinated  acetone^  C^H'0^  is  probably  the  compound  which  Planta- 
mour  obtained  by  the  action  of  chlorine  on  nitric  acid  in  sunshine  (ix, 
5j  xii,  440). 

M<mochlor(uset(yM.  C'H'CIO'.  —  When  a  feeble  current  of  electricity 
(from  three  Bunsen's  cells)  is  passed  through  a  mixture  of  acetone  and 
hydrochloric  acid,  the  latter  compound  is  decomposed  by  the  current,  and 
hydrogen  is  abundantly  evolved  at  the  negative  pole;  but  the  chlorine  at 
the  positive  pole,  instead  of  escaping  in  the  gaseous  form,  acts  energeti- 
cally on  the  acetone  and  forms  a  substitution-product.  The  liquid, 
which  is  clear  at  the  commencement  of  the  action,  soon  becomes  turbid, 
in  consequence  of  the  formation  of  oily  drops  which  sink  to  the  bottom  : 
the  action  is  completed  in  18  or  24  hours.  —  The  oily  liquid,  after  being 
washed  and  dried,  begins  to  boil  at  90°,  but  the  greater  part  of  it  distils 
over  between  US'"  and  119°.  This  portion,  after  being  shaken  up  with 
oxide  of  lead  and  redistilled,  boils  at  117^  and  exhibits  by  analjrsis 
the  composition  of  monocbloracetone.  It  is  a  colourless,  very  limpid 
liquid,  which  strongly  irritates  tbe  nose  and  eyes,  producing  a  copious 
flow  of  tears.     Its  sp.  gr.  is  114  at  14°.     Vapour-density,  3*40. 
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Monochloraoetone  is  neutral  to  test-paper  and  is  not  altered,  either  by 
contact  with  the  air  or  by  distillation.  It  does  not  mix  immediately  with 
water^  but  appears  to  dissolve  slowly  in  it:  the  solution  thus  formed  does 
not  precipitate  nitrate  of  silver. —  When  kept  in  contact  with  boiling  water 
for  some  hours,  it  disappears  entirely  and  the  liquid  precipitates  nitrate  of 
silver;  but  on  evaporating  the  water,  ne^ly  the  whole  of  the  liquid  is 
deposited  unaltered.  —  With  potash  in  aqueous  or  alcoholic  solution  it 
forms  brown  products;  ammonia  in  the  state  of  gas  or  iu  aqueous  or 
alcoholic  solution,  also  solution  of  carbonate  of  ammonia,  acts  in  the 
same  manner^  forming  a  deposit  of  sal-ammoniac  —  Recently  precipi- 
tated oxide  of  silver  attacks  its  slightly  at  ordinary  temperatures,  bat 
the  action  is  not  easily  completed,  even  at  100°.  The  product  is  a  brown 
liquid,  soluble  in  ether  and  becoming  glutinous  when  evaporated:  it  does 
not  appear  to  contain  either  acetate  or  propionate  of  sUver  (A.  Sioh^ 
CompU  rend.  49, 176). 

li£<mcibr<micbcetone,  (?H*BrO*. —  When  a  weak  current  of  electricity  is 
passed  through  a  mixture  of  hydrobromic  acid  and  acetone,  hydrogen  is 
evolved  at  the  negative  pole;  but  the  bromine  which  would  otherwise  be 
eliminated  at  the  positive  pole  acts  upon  the  acetone,  forming  monobro- 
macetone,  which,  in  the  course  of  24  hours,  is  deposited  in  the  form  of  an 
oiL  This  liquid,  washed,  dried,  and  distilled,  begins  to  boil  at  about  100^, 
but  the  temperature  rises  quickly  to  1 40°.  A  large  quantity  of  liquid 
over  between  140°  and  145°;  but  during  the  distillation,  the  liquid 
blackens  and  gives  off  hydrobromic  acid.  —  This  portion,  freed  from 
hydrobromic  acid  by  a  current  of  dry  hydrogen  and  agitation  with  oxide 
of  lead,  exhibits  a  composition  agreemg  with  the  formula  C^H'BrO*.  It 
is  a  colourless  liquid,  but  turns  brown  after  a  few  minutes.  It  irritates 
the  eyes  so  strongly  that  the  atmosphere  of  a  room  in  which  a  few 
drops  have  been  spilt  becomes  unendurable.    (Riche,  Compt,  rend.  49, 

178.}  ...         .     ; 

A  mixture  of  acetone  and  hydriodio  acid  behaves  in  a  similar  manner 
when  an  electric  current  is  passed  through  it:  iodine  dissolves  in  the 
acetone,  and  an  oil  containing  a  considerable  quantity  of  iodine  falls  to 
the  bottom.  This  oil,  after  repeated  washing,  yields  a  few  colourless 
needles,  which  are  probably  moniadacetone.    (niche.) 

Bickloracdone.  C*H*C1K)*,  —  This  compound  was  first  obtained  by 
Kane  (who  called  it  mesitic  chloral)  by  passing  dry  chlorine-gas  into 
anhydrous  acetone,  Fittig,  who  has  recently  prepared  it  by  the  same 
process,  finds  that,  after  washing  with  cold  water  and  drying  with 
chloride  of  calcium,  the  greater  portion  of  the  product  distils  iStween 
110°  and  175°,  and  by  repeated  rectification  of  this  portion,  an  oil  is 
obtained  which  distils  constantly  at  1 20°.  —  According  to  Stadeler,  this 
compound  is  most  easily  obtained  by  mixing  acetone  in  a  capacious  flask 
with  twice  its  volume  of  strong  hydrochloric  acid  diluted  with  an  equal 
bulk  of  water,  and  adding  pulverised  chlorate  of  potash  by  small  por* 
tions.  The  liauid  becomes  strongly  heated,  the  chlorine  is  completely 
absorbed,  and  bichloracetone  quickly  separates  iu  the  form  of  a  heavy 
oily  liquid. 

Bichloracetone  is  an  oily  liquid  of  sp.  gr.  ]'236  at  21°.  Boiling 
point  121-5°  (Fittig);  116  5°  (Stadeler).  Vapour-density  4-32.  It  is 
insoluble  in  water,  but  mixes  in  all  proportions  with  alcohol  and  ether. 
(Fittig.) 
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Schwdzer's  xylitie  chloral  (iz,  44),  obtained  by  the  action  of  chlorine-gas  on 
lignone,  is  probably  also  identical  with  bichloracetone. 

BicLloracetone  is  not  decomposed  by  alkalis  in  moderate  quantity; 
but  when  treated  with  a  considerable  excess  of  alkali,  it  yields  a  chloride 
of  the  metal  and  a  salt  of  an  acid,  which  Kane  called  pteleic  acid  and 
supposed  to  contain  C*H^OS  but  which  is  probably  either  acetic  or  mono- 
chloracetic  acid.     (St'adeler.) 

Bichloracetone  unites  with  alkaline  bisulphites,  forming  crystalline 
compounds.  —  When  shaken  up  with  a  concentrated  solution  of  bisulphite 
of  soda,  it  forms  a  clear  liquid,  which^  after  some  hours,  deposits  colourless 
nacreous  lamins,  easily  soluble  in  water,  and  having  the  unpleasant 
odour  of  bichloracetone.  After  being  pressed  between  paper  and  dried 
over  oil  of  vitriol,  they  gave  by  analysis  ]3'8  p.  c.  sulphur  and  29*3 
chlorine,  corresponding  to  the  formula  C*H*C1*0'  +  NaO,2SO'  +  2Aq. 
(Fittig.) 

Terchloracetotie,  C^H'CIH)*,  and  Tetrachloracdone,  C*H*C1*0*.  —  Bonis 
(vii,  262)  obtained  these  compounds  by  the  action  of  chlorine  on  wood- 
spirit  (probably  containing  acetone).  The  so-called  methylie  choral, 
C"H'C1*0*,  which  Weidmann  &  Schweizer  obtained  by  the  action  of 
chlorine  on  wood-spirit  (vii,  261)  was  probably  a  hydrated  mixture  of 
bi-  and  ter-cbloracetone : 

C«H8C1«0»     «     C6H<C1«0*     +     C«H3CP0»     +      HO 

It  does  not  appear  possible  to  form  any  of  the  higher  chloracetones  by  the  direct 
action  of  chlorine  upon  acetone,  even  in  sunshine.  (Fittig.)  Some  of  these  higher 
substitution-products  are  produced  by  the  continued  action  of  a  mixture  of  hydrochloric 
add  and  chlorate  of  potash  upon  acetone,  but  the  action  is  accompanied  with  the  eyolu- 
tion  of  dangerously  ezplosive  gases,  and  the  products  are  very  difficult  to  separate  one 
from  the  other.    (St&deler.) 

Fentachloraeetone.  C*HC'0'.  —  This  compound  is  produced  by  the 
action  of  hydrochloric  acid  and  chlorate  of  potash  on  several  organic 
compounds,  viz.,  kinic  acid,  citric  acid,  gallic  acid,  pyrogallic  acid, 
kinone,  cateohucic  acid,  muscular  flesh,  albumen,  salicylic  acid,  indigo,  and 
tyrosin;  on  the  other  hand,  glycocol^  leucin,  tartaric  acid,  acetic  acid  and 
alcohol  do  not  yield  a  trace  of  it. 

TOT,.  XTII.  2  H 
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Preparation.  Chlorate  of  potash  is  added  in  considerable  quantity  to 
an  aqaeoas  solation  of  kinic  acid,  the  liquid  is  heated  to  the .  boiling 
point,  and  strong  hydrochloric  acid  added  in  snch  portions  that  chlorine  and 
chlorous  acid  may  be  continually  evolved.  During  this  operation,  explosions 
freqaently  take  place  wiiich  shatter  the  receivert  eveq  though  cooled  with  ice  or  snow ; 
to  avoid  loss,  therefore,  the  receiver  should  be  frequently  changed.  —  If  the  distillate 

contains  any  notable  quantity  of  chlorokinone,  it  must  be  returned  to  the 
retort  and  redistilled.  The  distillates  are  partly  concentrated  by 
repeated  rectification  over  chloride  of  calcium,  and  the  portions  of  oil 
which  separate  in  each  distillation  are  collected  together.  If  the  oily 
product  is  tolerably  free  from  otber  oily  products  which  form  at  the  same 
time,  it  solidifies  in  a  white  crystalline  mass,  when  covered  with  water 
and  exposed  to  a  temperature  of  4°  to  5°,  If  no  crystallization  takes 
place  at  that  temperature,  the  impure  product  must  be  shaken  up  with 
ice-cold  water,  and  the  clarified  solution  decanted  and  heated  to  about 
60^,  whereupon  the  greater  portion  of  the  dissolved  oil  separates  out. 
This  portion  is  collected,  and  the  water  is  used  for  fresh  extractions  of 
the  crude  product.  —  The  oil  thus  obtained  is  still  impure,  and  generally 
has  a  rather  strong  yellow  colour.  To  purify  it,  it  is  converted  into  the 
crystalline  hydrate  by  covering  it  with  water  and  exposing  it  to  a  low 
temperature,  and  the  crystals  are  repeatedly  pressed  between  paper  to 
free  them  from  a  yellow  oil  which  does  not  solidify. 

To  obtain  the  anhydrous  compound,  the  crystals  are  heated  in  a  test- 
tube  till  they  melt;  two  liquids  are  thus  formed,  the  upper  of  which  is 
watery  and  the  lower  oily.  The  latter  consists  of  pentachloracetone, 
which  is  to  be  remo?ed  with  a  pipette  and  dried  over  oil  of  Titriol  in 
vacuo. 

Propertiei,  Colourless,  rather  mobile  liquid,  having  a  burning  aro- 
matic taste  and  a  peculiar  odour,  like  that  of  chloral.  Sp.  gr.  between 
1*6  and  I '7.  It  remains  liquid  at  20%  volatilises  slowly  in  the  air  at 
ordinary  temperatures,  and  boils  at  about  190%  apparently  without 
decomposition.  With  vapour  of  water  it  distils  easily  and  without  alter- 
ation. It  produces  transient  greaso  stains  on  paper,  and  is  not  turned, 
brown  by  strong  sulphuric  acid. 

StSdeler. 
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The  oily  liquid  which  Plantamour  obtained  (xi,  441)  by  exposing  citrate  of  soda  to 
the  action  of  chlorine  in  sunshine,  and  to  which  he  assigned  the  fornaula  O^Cl^O',  was 
doubtless  also  pentachloracetone  in  an  impure  state.  It  bad  a  density  of  1*66  at  15°, 
boiled  at  190**,  and  gare  by  analysis  15*99  p.  c.  carbon  and  75'49  chlorine. 

Hydrate,  C*HCTO»  +  8 HO.  — Pentachloracetone  shaken  up  with 
water  and  exposed  to  a  temperature  a  little  below  0°,  is  converted  into  a. 
white  crystalline  hydrate  which  when  dry  looks  very  much  like  chlorate 
of  potash.  The  crystals  are  sometimes  ^  of  an  inch  in  diameter. 
They  are  rhombic  tables  of  11G°  24' and  63"^  36',  frequently  also  con- 
verted into  hexagonal  prisms  by  truncation  of  the  acute  angles.     They 
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melt  between  16**  and  17**  and  yolatilue  slowly  in  the  air  al  the  same 
temperature.  Heated  in  a  glass  tube,  they  are  converted  into  a  milky 
liquid,  which  at  about  50°  separates  into  two  clear  liquids,  the  npper  of 
which  is  anhydrous  pentachloracetone. 
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AgueouM  solution.  Water  ai  0°  takes  up  -^^  of  its  volume  of  anhy- 
drous pentachloracetone,  and  on  the  other  hand,  pentachloracetone 
takes  up  a  certain  quantity  of  water  without  change  of  appearance;  but 
it  then  becomes  turbid  at  the  heat  of  the  hand,  like  hydrated  conine. 

The  aqueous  solution  saturated  at  0°  likewise  becomes  milky  at  a 
gentle  heat,  and  dear  again  at  50°,  by  separation  of  the  pentachlorace- 
tone —  this  separation  is  likewise  eH^cted  by  the  addition  of  common 
salt,  sal-ammoniac  and  other  soluble  salts. 

The  solution  is  distinctly  acid,  and  may  apparently  be  neutralised 
with  baryta-water  without  alteration;  but  when  the  crystallized  hydrate 
is  triturated  with  baryta  or  lime,  a  distinct  odour  of  chloroform  is  evolved. 
The  solution  nearly  neutraliiied  with  baryta,  remains  perfectly  clear 
on  boiling,  but  if  previously  supersaturated  with  ammonia,  it  deposits 
carbonate  of  baryta. — Tlie  alcoholic  solution  of  pentachloracetone  mixed 
with  alcoholic  solution  of  potash^  d^^osits  cubical  crystals  of  chloride  of 
potassium,  mixed  with  scaly  crystals  of  another  salt,  probably  bichlorace- 
tate  of  potash;  the  solution  is  round  to  contain  formic  acid  : 

C«HCl»Oa     +     2HO     ^     C?Ha»    .+     OH«C1«OV 


Chlorafomi.       Bidiloncetio 

luHd. 

and : 

C«HC1       +     4H0     =     SHCl     +     C?H«0« 


Formic  acid. 


Plantamour,  by  treatiDg  with  alcoholic  potash  the  pentachloracetone  produced 
by  the  decompotition  Of  citric  acid  (p.  466),  likcwiBc  obtained,  together  with 
chloride  of  potaasium,  a  scaly  crystalline  salt,  to  which  he  assigned  the  formula 
C^CPKO*:  it  is  most  probable,  however,  that  this  salt  was  reaUy  bichloraocUte  of 
potassium,  C*HCl*KO*,  the  formula  of  which  differs  from  that  given  by  Plantamour 
only  by,  1  At.  H. 

Pentachloracetone  dissolves  in  all  proportions  in  alcohol  and  in  ether. 
(Stadeler.) 

ffexachloracetone.  C*C1«0*.  —  This  is  the  compound  which  Plantamour 
obtained  (ioc.  dt.)  by  the  action  of  chlorine  gas  in  sunshine  on  an  aqueous 
solution  of  citric  acid.  It  is  an  oily  liquid  of  peculiar  pungent  odour, 
sp.  gr.  1-75  at  10^  and  boiling  between  200''  and  20 1^  It  makes 
transient  grease-spots  upon  paper;  gradually  reddens  litmus-paper;  and, 
forms  with  water,  at  a  temperature  not  above  6°,  a  crystalline  hydrate, 

2  H  2 
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C'CIH)*  4-  2Aq,  which  melts  at  a  temperatare  above  15^^  with  separation 
of  the  oil. 
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Plantamour  wwigned  to  this  componnd  Uie  formula  CKH^C,  and  to  the  hydrate 
C«Cl>08+3Aq. 
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AeUon  of  NUric  Add  upon  Acetone.  ^^Y\ii\g,  by  adding  aoetone  in 
snocessiye  small  portions  to  fnming  nitrlo  acid  in  a  flask  externally 
cooled^  and  diluting  with  water  as  soon  as  the  first  action  is  over,  obtained 
a  yellow^  yiscid,  explosive  oil,  containing  38*3  p.  o.  carbon  and  2-S 
hydrogeUi  and  exhibiting  the  characters  of  a  nitro-oomponnd.  It  is 
decomposed  by  snlphydric  acid  and  salphide  of  ammonium,  with  separa- 
tion of  sulphur ;  but  the  products  are  brown  tarry  liquids  which  show 
no  tendency  either  to  crystallize  or  to  unite  with  acids. 


Page  9. 

Actum  of  PewtaMoride  of  Phoiphorm  on  Acetone.  —  Pentaohloride 
of  phosphorus  forms  with  aoetone,  two  compoiinds,  viz.,  methi^l' 
chloracetol  C*H*C1^  boiling  at  70°  and  chloropropyleiu,  C^HKlll,  boiling  at 
about  30°.  —  Methylchloracetol  treated  with  silver-salts,  ammonia, 
ethylate  of  sodium,  or  alcoholic  potash,  is  resolved  into  C'H'Cl  and 
hydrochloric  acid.  —  The  other  body,  G'H'Cl,  unites  with  bromine  and 
forms  the  compound  C*HH!)l.Br',  which,  by  fractional  distiUation,  is  ob- 
tained in  the  form  of  a  very  heavy  liquid  having  a  saccharine  taste.  Its 
sp.  gr.  at  O''  is  2-064;  vapour  density  8*22;  boiling  point  170°, 
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This  ohlorobromide  treated  with  alcoholic  potash  yields  another 
cblorobromide,  G*HH]llBr,  which  boils  at  105^  and  gives  bj  analysis 
23*47  p.  o.  carbon  and  2*85  hydrogen  (calcnlation:  22*82  0  and  2*58  H). 
The  same  body  is  prodaced  by  treating  C'H'CIB]^  with  silver-salts. 

Metfaylchloracetol  is  isomeric,  but  not  identical  with  bichloride  of 
propylene  C*HK/P,  which  boils,  according  to  Friedel,  between  93*^  and 
08^  Bnt  the  compound  CH'Cl  obtained  from  methylchloracetol  is 
identical  with  chloropropylene  obtained  from  chloride  of  propylene. 
Chloropropylene  prepared  from  chloride  of  propylene,  yielded,  when  patied  into  brominej 
a  chlorobromide  which  boiled  at  170*,  like  that  derived  from  acetone.  Ita  composition, 
as  determined  by  analysis  (13*91  p.  c.  C,  1*99  H,  17*01  CI  and  66*76  Br)  did  not 
however  agree  very  closely  with  the  formula  C^H*ClBr^>  probably  in  consequence  of  an 
admiztore  of  chloride  of  bromopropylene  C'H'BrCP. 

The  preceding  facts  show  that  acetone  is  related  to  the  propylene 
series.  (Friedel,  Bull.  8o€.  Qhim.  ch  Paris,  i,  26 ;  Ann.  Fharm, 
xi\,  236. 


Page  10. 
For  the  action  of  ammonia  on  acetone  see  page  378  of  this  volume. 

Acetone  with  BmdpliUe  of  Aimnonia.  —  When  an  alcoholic  solution 
of  bisulphite  of  ammonia  is  mixed  with  actone  till  permanent  turbidity 
is  produced,  tbe  liquid  becomes  hot,  and  after  a  few  seconds  deposits 
lamin»  resembling  cholesterin,  which  quickly  aggregate  into  a  heavy 
crystalline  powder.  It  is  soluble  in  water  and  alcohol,  insoluble  in  ether. 
It  decomposes  rather  easily,  even  at  ordinary  temperatures,  and  smells  of 
ammonia  and  sulphurous  acid.    (Stadeler.) 

St&deler. 
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CHW 58     ....    36*94 

C«HW+(NH^,HO,2SO«)     157     ....  100*00 

The  formula  is  equivalent  to  tiiat  of  eyttin  +  4HO,  but  the  componod  is  not  con* 
verted  into  cystiu  by  heat.    (Stadeler.) 


Page  15. 

Action  of  Sodium  on  Acetone,  —  Pinaeone.  C"H"0*.  —  Sodium  is 
violently  attacked  by  anhydrous  acetone,  bnt  without  evolution  of 
hydrogen,  and  hydrate  of  soda  is  separated  in  white  flakes.  The  liquid 
gradually  assumes  a  pasty  consistence,  and  the  sodium  beoomos  coated 
with  oxide,  so  that  it  no  (ongeracts  perceptibly  on  the  acetone.    Qt\ 
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subjecting  the  paatj  mass  to  dSstillation,  nndecompoaed  aoetone  passes 
over  first,  and  on  inoreasing  the  heat,  two  liquids  collect  in  the  receirer, 
viz.,  a  doloiurless  watery  layer,  covered  with  a  yellowish  oil  haying  aa 
odour  of  peppermint.  On  pouring  the  distillate  into  a  basin,  so  that 
the  still  remaining  acetone  may  gradually  evaporate,  the  watery  liquid 
solidifies  in  a  white  crystalline  mass,  from  which  the  oil  ma^  be  separated 
by  decantatioQ  and  pressing  between  paper.  The  orystallme  compound, 
which  consists  of  hydrate  of  pinaemt^  may  be  further  purified  by  two 
reorystallisations  from  a  small  quantity  of  hot  water,  the  solutions  being 
filtered  through  moistened  paper  to  separate  the  last  traces  of  oil. 
(Stadeler.)  The  formation  of  pinaeone  may  be  represented  by  the 
equation  : 

2C«HW     +     2Na    -     2N«0     +     C«H»-0» 

Acetone.  PinacoBe. 

and  the  anhydrous  pinaeone  thus  produced  appears  to  take  water  from 
another  portion  of  the  acetone,  converting  it  into  phor<me  (p.  342)  which 
is  the  oily  liquid  formed  at  the  same  time  : 

3C«H80»        -         4  HO         »         CWH'W 


Acetone.  Phorone. 

The  crystals  of  hydrated  pinaeone  contain  14  At.  water.  According 
to  the  concentration  of  the  aqueous  solution  and  the  quicker  or  slower 
rate  of  cooling,  the  compound  separates,  either  in  colourless  four-sided 
tables  very  much  like  oxalate  of  methyl,  or  in  long  thin  prismatic 
crystals;  in  both  these  forms  it  contains  the  same  quantity  of  water. 
The  crystals  are  very  brittle,  dissolve  readily  in  water,  and  still  more 
readily  in  alcohol,  ether  and  acetone.  They  have  no  perceptible  odour, 
and  a  somewhat  faint  and  cooling  taste.  Near  42^,  they  melt  to  a  clear 
homogeneous  liquid,  which  begins  to  boil  and  give  off  water  at  100^  the 
boiling  point  gradually  rising  as  the  water  goes  ofi*.  By  performing  the 
experiment  in  a  narrow  glass  tube  and  gradually  raising  the  temperature 
to  140°,  a  viscid  liquid  is  at  length  obtained,  which  burns  with  a  bright 
flame  and  appears  to  be  anhydrous  pinaeone.  It  could  notp  however,  be 
obtained  in  sufficient  quantity  for  analysis ;  when  4  or  5  grms.  were  treated  aa  above, 
a  considerable  quantity  volatilized,  and  the  residue  still  crystalli2ed  on  cooling,  even 
after  the  heating  had  been  continued  for  several  hours.  Anhydrous  pinaeone  is 
quickly  converted  into  the  hydrate  on  exposure  to  the  air,  and  instantly 
when  mixed  with  water. 

Hydrated  Pinaeone,  StMdeler.  Fittig. 

a.  b,  _ 

12  C     72....     31-86 31-60....    31-63 32-2...    32-4....    83  1 

26  H    26....     11-50 11-56....    11-52 11-5....    11-6....    11-5 

16  O    128  ....     66-64 56-84....    5685 56-3....    560....    55*4 


C»H»»02  +  14Aq   226  ....  10000 10000  ....  lOO'OO 100*0  ....  1000  ....  100-0 

Stadeler 's  analysis  a  was  made  with  the  prismatic,  b  with  the  tabular  crystals. 
Fittig  regards  the  crystals  as  a  hydrate  cfparacetoney  C^H^O^  +  6 Aq,  which,  however, 
requires  32-1  p.  c.  carbon  and  only  10  7  hydrogen,  a  difference  scarcely  to  be  accounted 
fqr  in  the  analysis  of  a  well-defined  crystalline  eomponnd :  moreover,  Sti&deler's  view 
of  their  composiiioii  is  more  in  accordance  with  the  mode  of  formation,  viz.,  by  the 
de-oxydising  action  of  sodium  on  acetone. 

Anhydrous  pinaeone  is  metameric  with  caproic  aldehyde,  C^^H^O'^H,  also  with 
WilliABWMi's  val/l-methyl,  ClOH>O^CSU'  {Chem,  Soc.  Qu.  J,  i,  239),  and  Friedel's 
h^iiyrylnMyif£^W(y^W  (Ann.  Pkarm,  108, 
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By  leaving  the  crystala  of  the  14-atom  hydrate  orer  oil  of  vitriol 
for  a  week  and  recrjstallizing  from  anhydrous  ether^  Fittig  obtained 
crystals  of  pinacone  containing  4  At.  water ;  and  after  three  weeks 
standing  over  oil  of  vitriol^  crystals  were  obtained  whose  composition 
was  nearly  that  of  pinacone  with  2  At.  water. 

With  4  At.  water.  Fittig. 

12  0    72     ....     52-94 53.3 

16  H   16     ....     11-77     11-8 

6  0   48     ....     35-29     34-9 


C»HWO»  +  4Aq  ....  136     ....  10000    1000 

With  2  At.  water.  Fittig. 

12  0    72    "....     61-02     60-8 

14  H    14     ....     11-86     11-5 

4  O    32     ....     27-12     27-7 

CWH»0s  +  2Aq   ....  118     ....  10000    100-0 

Lastly,  by  beating  a  solution  of  ammonia  in  acetone  to  100®  in 
eealed  tubes,  Fittig  sometimes  obtained  crystals  resembling  the  last,  and 
giving  by  analysis  61*8  p.  c.  carbon  and  lO'S  hydrogen.  Fittig  regards 
these  crystals  haparaeetone  C*H«0^  (calc.  62-1  p.  c.  C  and  10*3  U).  The  nomber*  do 
not  however  difier  great] y  from  those  deduced  from  the  formula  CH^^O*  +  2Aq, 
Moreover,  the  analysis  was  made  with  only  0*115  grm.  of  substance  and  the  crystals 
were  not  always  obtained.  Sl&deler  suggests  that  the  acetone  from  which  they  were 
produced  might  have  been  previously  used  in  the  preparation  of  pinacone — that  is  to 
say,  recovered  by  distillation  after  treatment  with  sodium  ;  and  in  that  case  would  pro- 
bably contain  a  small  portion  of  pinacone.  Stiideler  never  obtained  such  crystals  by 
beating  acetone  with  ammonia,  but  only  the  syrupy  compound  described  at  page  10, 
vol.  ii,  which  by  spontaneous  decomposition  yields  acetonine. 

The  crystals  of  hydrated  pinacone  dissolve  in  concentrated  sulphuric 
acid,  with  spontaneous  rise  of  temperature,  yellow  colouring  and  gradual 
turbidity  ;  on  heating  the  solution,  it  assumes  a  deep  brown-red  colour, 
and  the  pinacone  is  gradually  decomposed.  — With  strong  potash-ley  it 
may  be  heated  without  undergoing  decomposition,  merely  melting 
into  oily  drops  which  do  not  mix  with  the  potash-ley,  but  crystallize 
again  on  coling.     (Stadeler.) 


Page  16. 

Action  of  Quick  Lime  on  Acetone.  —  When  well  burnt  marble  is  left, 
together  with  a  quantity  of  acetone  just  sufficient  to  cover  it,  in  a  closed 
vessel  for  a  considerable  time  (2  to  6  weeks),  and  the  liquid  then  distilled 
without  addition  of  water,  two  products  are  obtained,  the  one  boiling 
below  laO*'  the  other  above  200"^. 

By  submitting  the  former  to  repeated  fractional  distillation,  nearly 
half  of  it  may  be  brought  to  the  constant  boiling  point  122^"^,  and  the 
liquid  thus  obtained  exhibits  the  composition  and  properties  of  oxide  of 
mesityl  (ix,  25).  It  is  a  transparent  colourless  oil,  having  a  burning  taste 
and  an  odour  like  that  of  peppermint,  and  burning  with  a  bright  flame. 
It  is  insoluble  in  water,  but  mixes  in  all  proportions  with  alcohol  and 
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ether.    Sp.  gr.  0*848  at  28^*    Vapour  denaity  3*67.    Boilbg  point  131^ 

( Fittig.)     Aooording  to  Kane  it  boils  at  120\ 

Fittig.  Kane. 

12  C  72    ....    73-4    73-15    ....    73-16 

10  H  10    ....    10-2    10-35    ....     10-55 

2  0  16      ...     16-4     16-50     ....     1629 

CWHWO«    98    ....  lOO-O    10000    ....  lOO'OO 

Vol.  Denaitj. 

Cvapoar 12    4*9920 

H.gafl       10    0-6930 

O-gaa       1     11093 

Vap.ofC«H»0« 2    6-7943 

1     3-3971 

By  nitric  aoid  or  by  a  mixtare  of  nitric  and  snlphnrio  acid^  oxide  of 
mesityl  is  converted,  with  great  eyolntion  of  heat,  into  a  brown,  tongH, 
resinous  mass,  which  is  insoluble  in  water,  but  easily  soluble  in  alcohol^ 
and  separates  from  the  solution  on  evaporation  still  as  a  brown  resinous 
mass.  —  Chlorine  acts  strongly  on  oxide  of  mesityl,  forming  a  colourless 
oil  which  is  heavier  than  water,  and  is  decomposed  by  distillation.  It 
was  therefore  merely  washed  with  water  and  placed  under  a  bell-jar  near 
sticks  of  potash.  It  then  gave  by  analysis  45-4  p.  c.  chlorine:  whence  it 
may  have  been  impure  biehloitmiesitic  dher,  C^'H'CPO*,  the  formation  of 
which  requires  42*5  p.  c.  CI.     (Fittig.) 

Oxide  of  mesityl  does  not  unite  with  alkaline  bisulphites,  and  is 
thereby  distinguished  from  dumasin,  which  is  isomeric  with  it. 

The  portion  of  the  original  distillate  which  boiled  above  200^,  was 
partially  decomposed  by  fractional  distillation;  nevertheless  two  portions 
were  obtained,  one  distilling  between  210^  and  220°,  the  other  between 
220°  and  230°,  both  of  which  exhibited  very  nearly  the  composition  of 
phmyM,  C"H^*0». 

Rttig. 

210"  to  220**       220"to230'* 

18  0    108    ....    78-3    77-6    78-0 

14  H 14     ....     10-2 10-2    9-8 

2  0    16    ....     11-5    12-2    12-2 

CWfiMO*  138    ....  100-0    100-0    lOO'O 

Aecording  to  Vl^lckel  (iz,  16),  the  product  of  the  action  of  quick  lime  on  acetone 
UoByUU'Oil,  CJ^H^O  (or  rather  C^^H^W),  which  however  reqnirea  80-9  p.  c.  carbon, 
a  qnantitj  which  differs  oonaiderably  from  the  analytical  result. 

The  following  table  exhibits  a  list  of  th6  bodies,  arranged  according 
to  their  boiling  points,  which  are  produced  by  the  action  of  strong  sul- 
phuric acid  or  of  caustic  alkalis  on  acetone;  they  are  all  produced  by  the 
abstraction  of  water  from  two  or  more  molecules  of  acetone. 

Boiling  point. 

Xylitic  naphtha    C«*H«0«  =  4C«H»0«  -  2H0  ....  IIO**  to  120*  (VWckel) 
oiideof  mesityl  C»HWO»  «  2C«H»0«  -  2H0  ....  131*  (Fittig,  Kane) 

Mesitylene  C»H»«       «  3C«H«0»  -  6HO  ....  155"  to  ISC^  (Hofmann) 

Phorone  (?)  CWH"0«  =  3C«H«02  -  4HO  ....  210°  to  220**  (Fittig) 

Xylite-oil  C«H"0«  -  4C«H«03  _  ghO  ....  above  200^    (Lowig.Wddmann) 
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Page  25. 

Methyl-acetonOy  Ethyl-acetone,  and  Dnmasin. 

R.  FiTTiG.    Ann.  Fharm.  1 10, 18. 

When  tbe  oily  liquid  which  is  obtained,  together  with  acetone,  by  the 
dry  distillation  of  acetates,  and  floats  on  the  top  of  the  crude  acetone,  is 
subjected  to  fractional  distillation,  after  being  dehydrated  by  chloride 
of  calcium,  pure  acetone  passes  over  below  60°,  and  the  liquid  which 
distils  between  60°  and  130%  may  be  resolved  almost  completely, 
by  repeated  fractional  distillation,  into  three  compounds,  viz.,  methyl- 
acetone,  ethyl-acetone,  and  dumasin. 

MdhyUcetone,  C'H'O*  =  C'H»(C»H»)0*,  is  a  colourless  liquid  which 
smells  like  acetone  and  mixes  in  all  proportions  with  water  and  alcohol. 
Sp.  gr.  0-838  at  19^    Boils  between  75°  and  77°. 

Fittig. 

8  C  48    ....    66*6    66'0 

8H 8     ....     11 -1     11-2 

2  0 16     ....     22-3     22*8 

C»HW   72    ....  lOO'O    100-0 

Methylacetone  forms  with  histUphite  of  soda,  a  crystalline  compound 
containing  C«HH)»+(NaO,HO,2SO»)+Aq  or  C«H'NaS'0«4-3Aq.  It 
is  very  soluble  in  water  and  cannot  be  purified  by  recrystallization. 
Aa  it  coDtained  an  excess  of  bisulphite  of  soda,  which  could  not  be  removed,  the  sodium 
and  snlphurons  add  were  first  determined  and  found  to  be  Na  a  15*3  p.  c.  and  S'O^ 
—  41 '6  p.  c.  The  sum  of  these,  yiz.,  56*9,  was  then  deducted  from  100,  and  the 
remainder  ■■  43*1  considered  as  the  sum  of  the  carbon,  hydrogen  and  oxygen 
s  C^H'O^  +  SAq  »  C^H^^O*.  The  quantities  of  carbon,  hydrogen  and  oxygen 
calculated  from  this  formula  are  21*1  C  +  4*4  H  +  17*6  O  =  43*1,  and  with  these 
the  quantities  of  carbon  and  hydrogen  found  by  burning  the  salt  with  chromate  of 
lead  agreed  very  nearly,  viz.,  20*4  0  and  4*5  U.    (Fittig.) 

Eihyl-acelone.  C^H^O*  =  C«H»(C*H»)0».  —  Transparent  colourless 
liquid,  smelling  faintly  of  acetone,  sparingly  soluble  in  water,  but 
misoible  in  all  proportions  with  alcohol.  Sp.  gr.  0*842  at  19^  Boiling 
point  between  90"  and  95^ 


10  0  

60    ....     69*8     ..., 

Fittig. 
70*4     ....    69*5 

....•        Ax  A        «...        ll*d 

.....      lo*4     ...»     19*2 

10  H  

10    ....     11*6    ... 

2  O  

16     ....     18*6    .... 

QiouiOQa    

86    ....  100*0    ..., 

100*0     ....  100*0 

With  hitulphite  oj  soda^  ethyl-acetone  forms  the  compound  C'^H^^O' 
+  (NaO,HO,2SO«)  +  Aq  or  C»«H»NaS«0«  +  3A<j,  which  ciystaUizes  as 
colourless  shining  nacreous  laminae,  very  soluble  m  water.  They  were 
purified  for  analysis  by  pressure  between  paper  and  drying  over  sul- 
phuric acid,  but  as  they  contained  excess  of  bisulphite  of  soda,  the  analysis 
was  made  as  in  the  preceding  case.     The  sulphurous  acid  and  sodium 
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were  foand  to  be  together  46*6  j>.  c.;  and  this  deducted  from  100  leaves 
53-4  for  the  weight  of  the  C^mH)*  +  3 Aq  or  C^^H^O*  in  1 00  parte  of 
the  salt. 

Calculation.  Fittig. 

10  C  60  ....  28-6  29-0 

12  H 12  ....  5-7  6-3 

5  O  40  ....  191 


112     ....     93*4 

Lumasin.  C"H"0*.  —  Properties  (ix,  25).  —  According  to  Fittig  it  boils 
between  120"^  and  125^ 


12  C  

10  H 

72 

10 

....       /O  w       ... 

....     10-2     ... 

....       lu'vS      •.* 

Fittig. 

73-7    ....     74-3 

IM     ....     ll'O 

w   \J     •«••■••«••••••■• 

16 

15-2     ....     14-7 

^12HW03      

98 

....  100-0    ... 

lOO'O     ....  100-0 

Isomeric  with  oxide  of  mesttyl,  from  which  however  it  ifi  distinguiahed  hy  com- 
bining with  alkaline  bisulphites. 

Strong  nitric  acid  conrerts  dumasin  into  oxalic  acid;  dilate  nitric 
acid  exerts  scarcely  any  action  upon  it. 

When  dumasin  is  shaken  up  or  left  to  stand  for  some  time  io  contact 
with  a  concentrated  solution  of  bisulphite  of  soda,  the  oil  which  floats  on 
the  surface  solidifies  completely  to  a  crystalline  mass  resembling  the 
preceding  compound  and  of  similar  constitution.  It  dissolves  readily  in 
water,  but  boiling  water  decomposes  it  immediately,  and  separates  the 
dumasin.  Its  instability  and  the  impossibility  of  completely  separating 
the  excess  of  bisulphite  of  soda,  rendered  it  diflScult  to  obtain  satisfac- 
tory analyses.  The  quantity  of  sulphur  found  varied  from  16*2  to 
19*3;  the  carbon  from  26' 8  to  30  8  and  the  hydrogen  from  56  to  6*1 
per  cent.  Hence  the  compound  appears  to  be  C'^H'NaS^O'  -h  6A4, 
which  requires  30*2  p.  c.  C  6*3  H  and  13*4  S. 

Bichlorodumasin.  C'*H®C1*0^  —  Obtained  by  distilling  dumasin  with 
hydrochloric  acid  and  peroxide  of  maganese.  It  is  a  colourless  oil, 
heavier  than  water,  boiling  between  150°  and  155°,  and  not  capable  of 
combining  with  alkaline  bisulphites. 

Fittig. 

12  c      72     ....     43-1     48-2 

8  H      8     ....       4-8     5-4 

2  CI     71     ....     42-5     41*7 

2  0      16     ....       9-6     9-7 


C»»HH31*0«    167     ....  100*0    100-0 


■ 

\ 
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Page  37. 

Acetonic  Acid.   CHW 

Produced  by  the  action  of  h  jdroohlorio  and  hydrooyanio  aoid  upon 
acetone : 

C«H«0*     ■!•     (?NH     +     HCl     +     4HO     ^     NH<Cl     +     C^HH)* 

The  mode  of  formation  is  analogous  to  that  of  mandelic  acid  from  bitter 
almond  oil.  —  To  prepare  the  acid,  acetone  is  mixed  with  aqueous  hydro- 
cyanic and  hydrochloric  acid,  and  the  mixture,  after  having  stood  for 
some  time,  is  boiled,  and  afterwards  evaporated  over  the  water-bath. 
The  brownbh  syrupy  residue  solidifies  on  cooling,  and  may  be  almost 
wholly  freed  by  pressure  between  paper,  from  a  brown  very  bitter 
substance,  whicn  adheres  to  it.  The  pressed  mass  consists  almost  entirely 
of  sal-ammoniac  and  acetonic  acid,  and  the  latter  may  be  dissolved  out  by 
ether,  and  purified  by  recrystallization  from  water  and  from  ether. 
(Stadeler,  Ann.  Phai-m.  Ill,  320.) 

Acetonic  acid  is  odourless,  has  a  strongly  acid  taste,  and  reddens 
litmus.  It  is  easily  dissolved  by  water,  alcohol,  and  ether,  and  crystallizes 
from  the  solutions  in  small  colourless  prisms,  generally  arranged  in 
crosses.     It  volatilizes  to  a  certain  extent  with  vapour  of  water. 

Stadeler. 

8C   48     ....    4615     46-00 

8  H  8     ....       7-70     7-68 

6  0 48     ....     46-15     46-32 

C«H80« 104     ....  100-CO    100-00 

HomologOQB  with  lactic  add  C^HH)*,  from  which  it  diffen  hj  (?H>. 

Heated  in  a  glass  tube,  it  melts  into  a  colourless  oily  liquid,  which 
mounts  up  the  sides  of  the  tube  without  actually  subliming.  The  drops 
solidify  quickly  on  cooling,  and  appear  to  consist  of  unaltered  acetonic 
acid.  — Ileated  with  hydrate  of  potash,  it  gives  off  the  odour  of  acetone. 
—  It  is  not  altered  by  oil  of  vitriol  in  the  cold,  but  on  heating  the 
mixture,  it  turns  brown  and  gives  off  a  large  quantity  of  gas.  —  A  mode- 
rately dilute  solution  of  the  acid  neutralized  with  ammonia  is  not  preci- 
tated  by  nitrate  of  silver ;  but  the  mixture  gradually  deposits  metallic 
silver  in  dark  flocks. 

Barium'$aUy  C*H'BaO*.  —  Obtained  by  neutralizing  the  acid  with 
baryta-water  and  evaporating  to  a  syrup.  By  slow  cooling,  it  is  obtained 
in  small  thin  prisms,  apparently  with  rhombic  base,  which  gradually 
change  to  a  crystalline  magma.  By  rapid  cooling,  the  syrupy  solution 
solidifies  to  a  satiny,  long-fibred,  crystalline  mass.  After  drying  at  110°, 
or  in  vacuo,  it  does  not  diminish  sensibly  in  weight  at  180  .  At  a 
stronger  heat,  it  decomposes  and  gives  off  vapours  smelling  like  burnt 
tartar,  but  also  pungent  like  acetone.  Gave  by  analysis,  43' 4  and  42*7 
p.  c.  baryta,  the  formula  requiring  44*6  p.  c.     The  difference  arises  from 
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impurity,  as  tbe  salt  could  not  bo  parified  bj  recrystaUization^  on  account 
of  its  great  solubility. 

Zino-saU.  C^H^ZuO*  +  2  A q.^— Obtained  by' boiling  tbe  aqueoa«i  acid 
with  carbonate  of  zinc,  filtiBriug  the  boiling  solution,  and  exhausting  the 
residue  with  boiling  water.  The  solution  on  cooling,  deposits  the  salt 
in  thin,  colourless,  microscopic,  six-sided  tables  or  prisms,  exactly  like 
those  of  lactate  of  zinc.  It  is  sparingly  soluble  in  water,  insoluble  in 
alcohol  and  ether.  When  heated,  it  decomposes  without  melting,  giving 
off  yapouis  which  smell  like  those  emitted  by  the  barium-salt. 

Air^dried.  SUdekr. 

ZnO       40-5  26-39  26-67 

C»H70»  950  61-88  

2  HO 180  11-73  11-27 


C8H7ZnO«  +  2Aq  153-5     100-00 


••.■•••• 


The  amount  of  water  is  the  same  as  that  of  sarooholactate  of  sine  C^H'ZnO'  + 
2Aq  (xi,  500). 


Page  38. 


Acetal. 


Acetal  is  isomeric  but  not  identical  (as  stated  at  page  521,  vol.  xii), 
with  biethyl-glycol,  C*H*(C*H»)»,0* ;  the  latter  boils  at  123-5^,  whereas 
acetal  boils  at  104°  to  106^  (see  page  427,  of  this  yolume). 

For  tbe  transformation  of  acetal  into  aldehyde  and  vie9  venu  (see  page  437). 

Action  of  JPentachloride  of  FkoBphorus  on  Acetal,  —  Pentachloride  of 
phosphorus  acts  violently  on  acetal,  forming  chloride  of  ethyl  and 
oxychloride  of  phophorus,  but  no  chloride  of  ethylldine  or  chloride  of 
vinyl.  —  When  2  At.  PGl',  are  made  to  act  on  1  At.  acetal,  and  the 
product  is  treated  with  water,  an  oil  separates  which  appears  to  have 
the  composition  (7H'C1'.  —  But  when  1  At.  PCI*,  is  added  to  1  At. 
acetal,  the  mixture  being  well  cooled,  and  the  product  decomposed  by 
adding  small  pieces  of  ice,  another  chlorine-compound  is  formed,  probably 
CH'CIO^  the  same  indeed,  as  Wurtz  and  Frapolli  obtained  by  the  action 
of  hydrochloric  acid  on  a  mixture  of  aldehyde  and  absolute  alcohol.  — 
The  two  reactions  may  perhaps  take  place  as  follows  : 

Ci3H"0<     +     2PC1»     -     CSfl'CP     +     C^H*a     +     2PCT0S 
C"H"0^     +       PCI*     «     C8H9C102     +     C^H*C1     +     PCPCF 
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The  two  oompounds  are  very  uuBtable^  and  were  not  obtained  in 
sufficient  quantity  for  exact  analysis. 

If  the  preceding  formnlsB  and  reactions  are  correct,  the  constitution 

of  acetal  may  be  represented  by  the  formula  ^'Si'^!  \  0»,  tbat  is  to  say, 

alcohol,  in  which  1  At.  H  is  replaced  by  the  radical  C'H'O*.  This 
radical  would  form  the  chloride  C»H»0*C1,  and  the  perchloride  C«H*C1» ; 
but  being  rather  unstable,  it  may  easily  resolve  itself  into  aldehyde  and 
ethyl,  0»HW  =  C*H*0»  +  C*H» ;  and  in  fact,  acetal  treated  with 
acetic  acid  or  acetic  anhydride  (p.  437),  does  yield  aldehyde  and  acetate 
of  ethyl  (Beibtein,  BtUl.  Soc.  Chim.  dt  Far.  46:  Ann.  Fharm.  112, 
240.) 


Chloracetals. 

A.  LiBBEN.    ^.  Ann,  Chim.  Phys.  52,  313. 

These  compounds  are  formed,  together  with  acetal,  aldehyde,  formiate 
of  ethyl,  and  acetate  of  ethyl,  by  the  action  of  chlorine  on  hydrated 
alcohol,  the  relative  quantities  of  the  several  substitution-compounds 
varying  according  to  the  strength  of  the  alcohol. 

When  chlorine  is  passed  into  alcohol  of  ordinary  strength  (80  per 
cent.),  and  the  heavy  oil  which  separates  on  addition  of  water,  is  washed 
several  times  with  aqueous  chloride  of  calcium,  then  dehj^drated,  and 
submitted  to  fractional  distillation,  it  begins  to  boil  at  80°,  and  the 
boiling  point  gradually  rises  to  about  200°,  not  however,  remaining 
stationary  at  any  intermediate  point.  The  portion  which  distils  below 
120°,  consists  of  aldehyde  and  compound  ethers;  that  which  distils  above 
120°,  which  is  in  larger  quantity  than  the  former,  contains  monochlo- 
racetol  and  bichloracetal.  On  submitting  this  portion  to  fiuctional 
distillation,  the  greater  part  passed  over  between  170°  and  185°;  this 
consisted  chiefly  of  bichloracetal,  which  may  be  obtaineil  nearly  pure  by 
again  subjecting  this  same  portion  to  fractional  distillation.  To  separate 
the  mmochloracetal,  the  portion  of  the  second  distillate  boiling  below 
170°,  and  the  portions  of  the  first  distillate  which  passed  over  below 
120°,  were  heated  for  several  days  with  solution  of  potash,  whereby  a  con- 
siderable quantity  of  chloride  of  potassium  was  formed,  together  with  a 
yellow  oily  liquid,  which  floated  on  the  aqueous  solution.  The  watery  liquid 
contained  formic  acid.  The  oil  being  distilled  fractionally,  a  considerable 
portion  passed  over  between  156^  and  165°,  and  the  boiling  point  of  the 
remainder  rose  to  180°.  This  latter  portion  contained  bichloracetal.  The 
former  portion  did  not  yield  a  liquid  of  perfectly  stable  boiling  point, 
but  a  considerable  portion  consisting,  chiefly  of  monochloracetal,  passed 
over  between  154°  and  159°. 

Monochloracetal,  C^H'^CIO^  is  a  colourless  liquid,  having  an  ethereal, 
aromatic  odour,  and  boiling  at  about  155°.  Vapour-density,  5*38.  It  is 
perfectly  neutral,  insoluble  in  water,  soluble  in  alcohol,  not  attacked  by 
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potash-lej.    It  does  not  precipitate  nitrate  of  silvdr,  either  in  the  eold 
when  heated. 

BetoMii  I54«  Md  160^  Lieben. 

12  C      72*0    ....    47-21     4670 

13  H      13-0     ....       8-52     8-48 

CI      36-6    ....     23-28    24*73 

4  O 32-0    .,..     20-99    20-09 

C»H»ClO*    152'6    ....  100*00    100-00 

Vol.  Density. 

C-vap<nur 12    4-9920 

H.gas  13     0-9009 

CUgas  1     2-4543 

O-gas  2     2-2186 

Vapour 2     , 10-5658 

1     6-2829 

A  product  collected  between  158**  and  165^  gave  45*52  p.  c.  C  and  8*24  H  ; 
another  collected  at  160°  gave  46*00  C  and  8*55  H.  These  products  evidently  con- 
tained more  bichloracetal  than  the  portion  collected  between  154°  and  159**. 


BichloracetaL  C"H"CPO*-  —  Obtained  by  rectifying  the  portions  of 
the  second  distillate  (p.  477),  which  boiled  between  170°  and  185% 
and  collecting  apart  tbat  whicn  passed  over  at  1 80^ 

Colourless  neutral  liquid,  having  an  ethereal  aromatic  odour.  Sp.  gr. 
1*1383  at  14.    Boils  at  about  18Cr.     Vapour-density  6*45. 

Lieben. 


^ 


12  C 72  ....     38*50  39*1       ....     38-26    ....    38*41*' 

12  H 13  ....      6-42  6-66    ....      6*62     ....      6»» 

2  01    71  ....    37-97  37-93 

4  0 32  ....    17-11  

C»H"CPO* 187  ....  100*00 


Vol.  Density. 

CUvaponr    12  4*9920 

H-gas     ^ 12  0-8316 

Cl-gas    2  4*9086 

O-gas 2  2-2186 

Vapour  of  Bichloracetal    2  12*9508 

1  6*4254 


The  product  of  the  action  of  chlorine  upon  alcohol  of  ordinary 
strength,  does  not  appear  to  contain  acetal,  and  is  certainly  free  from 
Dutch  liquid,  which  has  sometimes  been  supposed  to  form  part  of  it 
(Liebeu.) 

< 

TerchloraceiaL  0"H"C1*0*.  —  This  compound  is  formed,  together 
with  bicloracetal,  by  the  action  of  chlorine  ou  highly  concentrated  (but 
not  quite  absolute)  alcohol.    Dumas  gives  the  following  analysis  of  a 
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portion  Df  Uqiiid  tibof  oVtamed,  the  boiliog  point  of  whicli  however  U  not 
stated. 

Dnmas. 

12  C     72*0  ...  82-50  32-5 

11  H    11*0  ....  4-96  *1 

3  CI    106-5  ....  48-08  47'3 

4  0    38-0  ....  14-46  15-1 

CWRWCIH)*     221-5     ....  10000    100-0 

This  liqaid  was   evidently  terohloracetal.      Two  other  portions  of 
liquid  similarly  obtained,  the  one  boiling  at  1 83^  and  having  a  vapour- 
density  of  6*7,  and  the  other  at  186®,  with  vaponr-density  6*6,  appear, 
to  be  mixtures  of  bichloracetal  and  terohloracetal.     [The  calcalated  ▼apour- 
density  of  bichloracetal  is  6*43,  that  of  terchloracetal  7'67']     Another  product 

analysed  by  Lieben,  also  boiling  at  1 86°,  exhibits  a  similar  composition.  * 

Damas.  Lieben. 

at  183*".        at  186^  at  186^ 

Carbon 35-4     ....     35*6     3672 

Hydrogen 5-9     ....       5*8     6-36 

Chlorine  45-1     ....     44-2 

Oxygen 13-6     ....     14-4 

100-0     ....  1000 

When  chlorine  is  passed  into  very  dilute  alcohol  (of  44  per  cent.), 
kept  in  a  state  of  ebullition  till  the  chlorine  is  no  longer  absorbed,  and 
the  product  is  subsequentlv  distilled,  the  distillate  contains  aldehyde, 
formiate  of  ethyl,  acetate  of  ethyl,  aoetal  and  roonochloracetal;  and  the 
acid  residue  contains  hydrochloric  acid,  together  with  a  non-volatile  acid, 
probably  glycolic  acid.  —  If  the  alcohol  is  kept  cool,  the  chief  products 
are  aldehyde  and  acetal.     (Lieben.) 
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Ethylamine. 


Formation,  According  to  E.  Meyer  (.T".  pr.  Chem,  68,  279),  ethyla- 
mine is  best  prepared  by  the  action  of  ammonia  on  iodide  of  ethyl., 
Wurtz's  method  of  decomposing  cyanate  of  ethyl  with  potash,  also  yields' 
a  good  product.  Strecker's  process  of  decomposing  sulphethamate  of 
ammonia,  is  less  productive.  —  Meyer  finds  also  that  ethylamine  is 
formed  during  the  preparation  of  cyanate  of  ethyl  by  distilling  a  mixture 
of  ferrocyanide  and  sulpbovinate  of  potassium,  with  addition  of  peroxide 
of  manganese  or  oxide  of  copper.  —  Cyanide  of  ethyly  whether  prepared 
by  distilling  sulpbovinate  of  potassium  with  commercial  ferrocyanide,  or 
with  pure  cyanide  of  potassium,  disappears  when  left  in  contact  for  some 
time  with  hydrochloric  or  sulphuric  acid;  and  on  distilling  the  solution,  pro- 
pionic acid  is  given  off,  and  a  salt  of  ammonia  is  left^  together  with  a  salt 

of  ethylamine.     This  formation  of  ethylamine  from  cyanide  of  ethyl,  is  similar  to' 
that  of  ammonia  from  cyanide  of  hydrogen  (yii,  401).  —  For  the  formation  of  ethyU" 
mine  in  the  decomposition  of  cyanide  of  ethyl  and  silver  (see  page  458). 
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EthylamiDe  is  fonned  when  cyanate  of  potash  is  heated  with  snlpho- 
vinate  of  lime  and  hydrate  of  lime^  and  in  hirger  quantity  by  heating  a 
mixture  of  nrea,  caustic  lime>  and  sulphovinate  of  lime.  The  urea  is 
mixed  with  excess  of  quick  lime ;  a  quantity  of  sulphov^inate  of  lime  is 
added,  equal  to  one-fifth  of  the  weight  of  the  urea;  and  the  mixture  is 
heated  in  a  retort  connected  with  a  receiver  containing  hydrochloric  acid. 
By  evaporating  the  contents  of  the  receiver  to  dryness,  and  treating  the 
residue  with  a  mixture  of  alcohol  and  ether  to  separate  sal-ammoniac,  a 
deliquescent  chloride  is  obtained,  which  gives  off  ethylamine  when 
heated  with  an  alkali.  —  To  obtain  a  good  product,  the  salts  must  be  well 
dried;  sulphovinate  of  lime  yields  a  larger  quantity  than  sulphorinate  of 
potash.    (D.  K.  Tuttle,  Ann.  Fha7'm.  101,  288.) 

A  solntion  of  ethylamine  in  absolate  alcohol  does  not  precipitate  an  alcoholic 
solution  of  iodine.  —  Iodide  of  nitrogen  diftolvea  readily  in  ethylamine,  forming  a 
solution  which  becomes  turbid  when  diluted  with  water,  but  clear  and  colourless  on 
addition  of  a  large  quantity  of  water.  The  clear  liquid  yields,  by  evaporation,  very 
hygroscopic  crystals  coloured  yellow  by  free  iodine.  —  No  homologue  of  iodide  of 
nitrogen  appears  to  be  formed.    (Gilm.  Wien,  Akad,  Ber,  zz,  30, 126.) 

•  « 

Separtxtion  of  Ethylamine  Jrom  Ammonia,  —  This  separation  may  be 
effected  by  treating  the  mixed  bases  with  excess  of  tartaric  acid,  and 
digesting  the  evaporated  residue  with  alcohol,  which  dissolves  the  bitar* 
trate  of  ethylamine  and  leaves  bitartrate  of  ammonia.  (Meyer,  •/.  pt\ 
Chem.  67, 147.) 

According  to  Meyer,  ethylamine  may  be  osed  (as  originally  suggested 
by  Wurtz)  for  separating  alumina  from  sesqnioxide  of  iron,  the  alumina 
dissolving  in  the  ethylamine,  and  the  ferric  oxide  remaining  undissolved. 
A  mixture  of  0*215  grm.  APO*  and  0*740  grm.  FeK)*,  yielded,  after  separation  in  this 
manner,  0*214  A1H)>,  and  0*740  FeK)*« 

Sulphate  of  Ethylamine.  —  This  salt  decomposes  when  boiled  and 
giyes  off  ethylamine.  It  forms  with  stUphate  of  magnesia,  a  double  salt 
which  crystallizes  in  transparent  prisms  containing  6  or  7  atoms  of  water. 
Analysis  gave  8*96  p.  c.  magnesia, .  and  36*52  sulphuric  acid  (SO^j  while  the 
formuk  MgO,(Cm7N,HO),S:0<  +  7  Aq,  requires  9*2  MgO,  and  36*88  SO',  and 
MgOXC«H'N,HO),SSO<  +  6  Aq.  requires  9*62  MgO,  and  38*46  SO*.  It  is  difficult 
to  dry  the  crystals  completely  between  paper,  and  at  100%  ethylamine  may  be  driren 
off  as  well  as  water.  T^e  crystals  left  over  oil  of  vitriol  for  six  weeks,  lost  19*31  p.  c. 
water,  or  about  4  At.    f  Meyer.) 

Sulphate  of  ethylamine  likewise  forms  crystallizable  double  salts  with 
sulphate  and  chloride  of  copper.    (Meyer.) 

PhosphaU  of  Ethylamine  and  Magnesia,  2  M^O,(C*H'N,HO),PO* 
-f-  10  Aq.  —  Salts  of  ethylamine  prevent  the  precipitation  of  magnesia, 
in  the  same  manner  as  8alt4  of  ammonia ;  and  In  such  a  solution,  phos- 
phate of  soda  produces  a  bulky  precipitate,  which  becomes  crystalline 
after  a  while,  but  is  much  more  soluble  than  the  corresponding  ammonia- 
salt.  Analysis  gave  44*63  p.  c.  pyrophosphate  of  magnesia,  2  MgO,POS 
the  formula  requiring  43»62  p.  c.     (Meyer.) 

A  neutral  solution  of  sulphate  of  magnesia,  phosphate  of  soda,  and 
sulphate  of  ethylamine,  deposits  after  a  while,  prismatic  crystals,  which 
however,  soon  become  opaque  even  in  the  liquid,  and  do  not  redissolvo. 
(Meyer.) 
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Sulphale  of  Ethylamine  and  Alumina.  —  (C*ffN,HO),APO»,  4  S0> 
+  24  Aq.  — Ethylamine  alum,  —  Obtained  :  1.  By  mixing  acid  sulphate 
of  alumina  with  ethylamine,  redissolving  the  crystalline  precipitate  in 
water,  and  evaporating  to  the  crystallizing  point.  The  crystals  obtained 
were  small  regular  octohedrons,  modified  by  faces  of  the  cube.  —  2.  By 
mixing  sulphate  of  alumina  with  hydrochlorate  of  ethylamine.  The 
solution  gave  off  hydrochloric  acid  when  boiled,  but  did  not  yield  any 
crystals  even  when  strongly  concentrated.  The  solution  was  therefore 
evaporated  to  dryness;  the  residual  salt  exhausted  with  absolute  alcohol; 
the  insoluble  residue  dissolved  in  water  and  the  solution  evaporated. 
Prismatic  crystals  were  then  obtained,  resembling  those  of  nitre  ;  but  on 
recrystallinff  from  water,  the  salt  was  obtained  in  regular  octohedrons, 
an  inch  in  £ameter.  Angle  of  the  octohedron  109^  27'  to  lOS""  29'.  (Stenner 
&  Kaumer,  Ann,  Phai'm.  %\,  172;  Meyer.) 

Stenner  &  Kaomer.  -  Meyer. 


/         ^         I 


A190»  51-4  ...  10-68 1100  ....  11-66  ....  11-18  ....  9-86 

OH7N,H0 64-0  ....  11-21 

4S0»    1600  ....  33-24 33-38 33-92 

24HO 216-0  ....  44-87 45-30 


Al*08((7H8NO,4SO»+24Aq  481'4  ....  100-00 

A  solution  saturated  at  25°,  contains  1  pt.  of  the  crystallized  aJum  in 
6*89  parts  of  water,    (Stenner  &  Kaumer.) 


Suhhate  of  MHkylamine  and  Alumina.  (C«H»N,H0),AP0»,4S0' 
+  24  Aq.  •—  Methylamine-alum.  —  Prepared  by  mixing  sulphate  of  alumina 
with  hydrochlorate  of  methylamine,  and  purifying  by  recrystallization.'— 
Regular  octohedrons,  about  half  an  inch  in  diameter.  Dihedral  angles  of  the 
faces,  109'  26'  to  109^  30'.    (T.  V.  Alth,  Ann.  Fharm.  01,  171.) 


APG» 51-4 

C^H8N,H0   40-0 

4  S0»    160-0 

24  Aq 2160 


▼.Alth. 

11-00    ... 

11-19 

8-56 

34-23    ... 

34-78 

46-21     ... 

44-37 

C^H6NO,A120',4SO»  +  24Aq     4674    ....  100-00 
The  deficiency  in  the  water  arose  from  efflorescence. 

Molt/hdate  of  Ethylamine,  C*H'N,HO,2MoO».  —  Molybdic  acid 
dissolves  readily  in  ethylamine,  and  the  solution  left  to  evaporate  over 
chloride  of  calcium,  deposits  white  scales,  which  become  red-brown 
when  dry,  and  ultimately  assume  a  regular  brown  colour.  Analysis  gave 
72-22  and  73-03  p.  c.  MoO»,  the  formula  requiring  7223  p.  c.  The 
crystals  continually  give  off  ethylamine,  and  are  gradually  converted 
into  a  still  more  acid  salt.     (Meyer,  J.  pr.  Chem.  67, 161.) 

PhospluMnolyhdate  of  Ethylamine.  —  Phospho-molybdic  acid  produces 
iu  solutions  of  ethylamine,  a  flocculent,  curdy -yellow  precipitate,  lighter 
in  colour  and  more  soluble  in  acids  and  in  saline  solutions,  than  that 
which  the  same  reagent  forms  with  ammonia.  The  other  volatile  bases 
and  many  natural  alkaloids  form  similar  precipitates.     (Meyer.) 

TOL.  xni.  2  I 
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When  nureuric  chloride  in  excess  is  mixed  witli  ethylamin^,  a  white 
precipitate  is  prodnced,  which  continually  loses  mercaiy  daring  washing. 
Its  analysis  gave  75*03  p.  c.  mercnry,  and  15*21  chlorine,  a^r^eeing 
nearly  with  the  formula  4HgCl  +  N.C*H«,H,Hg  +  2HgO  (calc. 
75*06  Hg  and  15*18  CI).  —  If  the  ethylamine  is  added  in  excess,  a 
yellow  floccolent  precipitate  is  formed,  which  gives  by  analysis  85 "65, 
p.  c.  Hg,  8-52  01,  1-88  0,  0*34  H,  0*80  N,and  3*31  0,  from  which  it  ib 
not  possible  to  dednoe  any  rational  formula.  Biethylamine  and  tridkyla- 
mine  yield  similar  precipitates  with  mercuric  dbloride.  Hydrate  of 
Mrdkylium  added  to  mercuric  chloride,  throws  down  pure  mexcnnc 
oxide,  or  if  carbonio  acid  is  present,  an  oxychloride.    (Meyer.) 


Page  65. 

Tetrethylium,  Ao. 

SoKNENSCHEiK.    Ann.  Phann.  101,  20. 

When  white  precipitate,  HgCl,NH*Hg,  triturated  with  water,  is 
mixed  with  1|^  pt.  of  iodide  of  ethyl,  and  heated  for  several  days  in  the 
water-bath,  there  are  formed,  without  evolution  of  £as,  golden-yellow 
crystals  (<z)  surrounded  with  a  heavy  dark  brown  liquid  ((),  above  which 
floats  a  nearly  colourless  watery  solution  (c).  This  watery  solution  con- 
tains mercuric  chloride,  sal-ammoniac,  and  a  crystallizable  compound  of 
mercuric  chloride  and  hydrochlorate  of  ethylamine.  The  dark  brown 
liquid  (5)  solidifies  in  a  crystalline  mass  after  the  excess  of  iodide  of 
ethyl  has  been  driven  off;  the  solution  of  this  substance  in  a  mixture  of 
alcohol  and  ether,  deposits  large  yellow  needles  consisting  of  double 
salts  of  mercuric  iodide  with  the  hydriodates  of  ethylamine,  biethylamine, 
and  triethylamine;  and  the  oily  mother-liquor  ultimately  yields  crystals 
of  iodide  of  mercury  and  tetrethylium. 

The  yellow  crystals  (a),  after  being  purified  by  washing  with  warm 
absolute  alcohol,  resemble  mosaic  gold,  and  appear  under  the  microscope 
as  cubes  with  octohedral  and  dodecahedral  Cmscs.  They  are  decomposed 
by  sunlight,  with  separation  of  mercury ,  melt  at  150°,  and  decompose  at 
higher  temperatures.  They  are  insoluble  in  water,  alcohol,  and  ether. 
Analysis  shows  them  to  be  composed  of  C'*H''N*Hg*I'. 

Yellow  Cryutaii,  Soimeiiflcheiii. 

32C....M.......... «.    19^    ....      8*72    .    7*98    to     8*78 

S9H    ..,      39    ....      1*77    1*42    „      1*79 

^    ^  •.•..*....n.M.»..........«  mO  ...•  1    «f  ...•••«.  L    *U  „  1    40 

8  Hg 800    ....    36-37     3478    „    3685 

9  I      154     ....     61-87     49-12    „    5265 

C«H»N'Hg8I9  1213     ....  10000  ~ 

This  formation  of  these  crystals,  together  with  that  of  the  compounds 
previously  mentioned,  may  be  represented  by  the  equation: 

6HgCl,NH«Hg     +     14C<H»I     «     C»H»N«H8P     +     C»HWNI,2HgI 

+     [(C*H»)»N,HI].2HgI     +     [(Cm»)«,H,N,HI].HgI 
+     [C*H*.|P.N,HCl].HgCl     +     NH*C1     +     3HC1. 
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They  may  be  regarded  as  a  compoand  of  mercario  iodide  with  iodide 
of  tetrethylium  and  iodide  of  Tnercuroteirethylium,  C^^H^^HgNJ: 

C»H»N9Hg8I»    =     7HgI     +     CMH»NI     +     CWH»HgNI. 

Iodide  of  potassium  and  iodide  of  tetrethylium  dissolve  the  compound 
for  the  most  part,  with  separation  of  metallic  mercury.  —  Nitric  acid 
separates  mercuric  iodide.  Its  solution  in  hot  hydrochloric  acid  yields 
greenish  yellow  silky  crystals.  —  Chlorine  and  bromine  separate  ail  the 
iodine  after  some  time,  forming  crystals  with  a  jetty  lustre  resembling 
naphthalin.  —  When  the  yellow  crystals  are  heated  with  recently  preci- 
pitated oxide  of  silver,  iodide  of  silver  is  formed,  together  with  a  strongly 
alkaline  liquid,  which,  after  the  excess  of  silver  has  been  removed  by 
sulphuretted  hydrogen,  contains  hydrate  of  tetrethylium.  (On  neutraliBing 
with  hydrochloric  acid  and  adding  bichloride  of  platinum,  a  precipitate  was  formed 
containing  28*24  p.  c.  C,  5*95  H,  4*19  N,  and  29*6  Pt,  the  formnla  Ci«H»NCl.PtCl< 
requiring  28*66  C,  5*97  H,  4*18  N,  and  29*42  Pt But  if  the  alkaline  solution 

is  neutralised  with  hydrochloric  acid  without  previous  treatment  with 
sulphuretted  hydrogen,  and  evaporated,  white  crystals  are  obtained,  con- 
sisting of  a  compound  of  mercuric  chloride  with  chloride  of  tetrethy- 
lium: 

Sonnenschein. 

C»H"N 150    43*18    ....    43*82 

Hg 200 33*25    ....    33*»6 

2  CI  ^ 71     ........    23*57     ....    23*12 

C*»HMNCl  +  HgCL...  421    ^ 100*00    ....  100*40 

The  amount  of  tetrethylium  (C^^'N)  was  determined  by  fonning  the  platinum* 
salt,  and  weighing  the  platinum  left  on  ignition.    (Sonnenschein.) 


A  solution  of  tulphate  qf  tHrtthyliwn  mixed  with  cyanate  of  potaih  and  era- 
porated,  yields,  when  the  residue  is  extracted  with  alcohol,  not  tetrethylurea,  but 
carbonate  of  tetrethylium.    (A.  Brtlning,  Ann»  Pharm»  104,  200.) 


Iodide  of  Tetrethylium  and  Mercury.  —  a.  (C*H')*NI,2HgI.  —  Pro- 
duced by  the  action  of  metallic  meronry  on  teriodide  of  tetrethylinm  (ix, 
87): 

(C*H»)*NP    +     2Hg    «    (C<H«)*NI,2HgL 

The  componnd  dissolves  sparingly  in  water,  more  easily  in  hot  alcohol, 
from  which  it  separates  on  cooling  in  light  yellow,  shintngi  scaly  crystals. 
(H.  Bisse,  Ann.  Fharm.  1Q7,  224.) 


1A  P 

...    96 

....    13*50 
....      2*81 
^.      1*97 
••.•     2o*lo     ..•. 
....     53*59     .... 

Risse. 

20  H    

...    20 

...     14 

N    

3  I     

....  200 
....  381 

....    28*44 
....    63*85 

(C*H»)^NI,2HgI 

...  711 

....  100*00 

2x2 
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ft.  (C*H')*NI,3HgL  —  Produced  by  the  action  of  trimercuramine  on 
iodide  of  ethyl : 

NHg5  +.  4  C*nn  «  (C^H«)^NI,3  Hgl. 

It  is  best  to  use  trimercQramine  containing  a  little  mercuric  oxide ;  pore  trimeiciira- 
mine  is  too  dangerously  explosive. 

Yellow  crystals,  which  dissolve  pretty  readily  in  alcoholi  and  are  not 
decomposed  by  water.    (R.  Miiller,  Ann.  Fharnu  108^  6.) 


16  C 

96 

....     10-23 
....      213 
....      1-49 
....    31-99 
....    5416 

MttUer. 

20 

N 

*»     IT 

14 

300 

4  1    

508 

23-80 

(Cm*)*NI,3HgI   ....  938    ....  100-00 

Teriodide  of  Trimetkylethylium,  (C*H«)«,C^H»,N,P. —Produced  by  the 
action  of  2  at.  iodide  on  1  at.  protiodide  of  trimethylethylium  in  hot 
alcoholic  solution,  and  separates  on  cooling  in  brittle  rhombic  prisms, 
which  are  instantly  decomposed  by  water  into  the  pentaiodide  and  prot- 
iodide of  trimethylethylium : 

2MeS£tNP    »    MeBEtNP     +     Me^EtNI 

In  alcoholic  solution,  on  the  contrary,  the  pentaiodide  and  protiodide 
immediately  nnite  and  form  the  teriodide.  —  This  compound  melts  at  64° 
without  decomposition.  The  crystals  are  dark  brown,  in  their  fragments 
brownish  yellow  and  somewhat  dichromatic:  surfjace-colour  bluish  nolet. 
(R.  Miiller,  Ann.  Phann.  108,  1.) 


IOC 
14  H 
N 
31 
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60 

•«•• 

12-79 

........    12-54 

14 

..•• 

2-98 

..•*....       o-l* 

14 

...a 

2-98 

381 

.... 

81-25 

80-91 

(C»H»)».C*H»,NJ8    465     ....  100-00 

Peniaiodide  of  r;im<rf7iyZ«?%Zi«w,  (C«H«)»,C*H»,N,P.  —  Obtained  by 
the  action  of  iodine  in  excess  on  the  protiodide  or  teriodide  of  trimethyl- 
ethylium, or  as  above  mentioned,  by  the  action  of  water  on  the  teriodide. 
Crystallizes  in  quadratic  laminae,  having  a  metallic  lustre  and  splendid 
greenish  iridescence,  oP.  ooPoo .  P.  (the  P  faces  very  little  developed). 
oP:P  =  141^.  The  crystals  are  opaque;  yellowish  in  thin  layers  when 
polished,  yellowish  brown  in  thicker  layers ;  surface-colour  metallic 
green,  becoming  dark  blue  on  exposure  to  the  ain    They  melt  at  about 


10  C  60 

....        o'tSU     t. 
....        A*V4     .. 
....      1-94 
....     87fl2    .. 

MUller. 

14  H «    14 

•  •«••#                3m    V* 

N  14 

5  I    635 

87-85 

(C2H>)3,C<H»,N,I»....  723 

....  100*00    .. 

......  10000 
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Teriodide  of  Triethylmethyliumy  C»H«(C*H»)*NP.  —  Prepared  in  the 
same  manner  as  the  preceding  componnds.  Crystallizes  in  blnish  violet 
square  laminsd^  which  appear  dark  red  by  transmitted  light,  and  melt  at 

MUller. 

14  C  84  ....  16-90 

18  H 18  ....      3-62 

N  14  ....      2-82 

3 1    381  ....  76-66    76-38 

OH',(C*H»)>,NP ....  497    ....  100-00 

There  is  no  pentaiodide  of  triethylmethylium.  ^ 

All  these  compounds  form  with  mercury,  compounds  analogous  to 
those  prepared  by  Risse  (p.  483). 

Teriodide  of  Trirnethylamylmm,  (C>HW°H"N,P  —  Obtained  by 
heating  trimethyUmine  and  iodide  of  arnyl  for  some  time  to  1 60^,  and 
treating  the  product  with  tincture  of  iodine.  —  Crystallizes  in  dark 
brown  flattened  rhombic  prisms,  easily  soluble  in  alcohol,  nearly 
insoluble  in  water.  Combination  :  oo  P*  ooPoo  (often  predominating) 
ooPoo  .Poo.  jPoo.  — Inclination  of  the  faces,  ooP:  ooP  =  104^28; 
Poo:P»=  112°24.  —  The  crystals  exhibit  trichroism  when  viewed  in 
such  a  manner  that,  when  the  crystal  is  set  npright  the  light,  may  pass 
throngh  them  at  right  angles  to  oo  Poo ,  the  ordinary  ray  is  dark  brown, 
or  nearly  black,  and  the  extraordinary  ray  light  red-brown,  the  third  tint 
being  intermediate  between  the  two.  Melting  point  80^.  (R.  Muller, 
Ann,  Pharm.  108,  4.) 

MUUer. 

16  C  96  ....  18-79 

20  H  20  ....      3-91 

N  14  ....      2-74 

3 1    381  ....  74-56     74-56 

((?HV,CWH",N,1»....  511    ....  100-00 

The  pentaiodide  does  not  appear  to  exist. 


Ethylene-bases. 

Cloez,  in  1843  (Institui,  1853,  213),  by  heating  alcoholic  ammonia 
in  sealed  tubes  with  bromide  or  chloride  of  ethylene,  obtained  three 
volatile  bases,  which  he  supposed  to  contain  the  radicals  C^H,  C^H^  C'H*, 
viz.,  formylia,  C»H»N  =  C»H,H«N;  acetylia  (vinylamine),  C*H»N  = 
C*H',H»,N ;  .and  propylia,  C«H'N  =  C«H*,H",N.  The  second  of  these 
has  also  been  obtained  by  Natanson  (xii,  548). 

These  bases  have  lately  been  examined  by  Hofmann  {Froc.  Hoy,  Soc. 
ix,  154),  who  takes  a  different  view  of  their  constitution,  regarding  them 
as  biamiJies^  i.e.,  as  bases  derived  from  a  double  molecule  of  ammonia,  by 
the  substitution  of  a  biatomic  radical  (ethylene)  for  2  atoms  of  hydrogen. 
It  is  difficult  indeed  to  understand  how  the  action  of  ammonia  on  an 
ethylene-compound  can  produce  bodies  containing  three  different  radi- 
cals, as  Cloez  supposes.    Moreover^  the  high  boiling  points  of  these  baaes 
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and  the  differences  between  these  boiling  points,  are  in  fayoor  of  Her- 
mann's Tiew.  It  will  be  remembered  that  methyUmine,  wbldi  containt  2  at.  H 
more  tbioi  formyUa,  is  a  get  tt  ordinary  temperatnrea,  and  liquefies  ooaaiderably 
below  the  freezing  point  of  water.  Again,  the  differences  between  the  boiling  points  of 
substances  related,  as  the  formule  of  Cloez  suppose,  do  not  generally  exceed  20^,  and 
▼ery  rarely  rise  to  40°  or  47*".  The  foUowiDg  table  exhibits  ihe  formoIiB  of 
these  bodies  as  they  are  regarded  by  Cloez  and  by  Hofmann^  together 
with  the  boiling  points: 

Cloez,  Hofmann.  B.P.    Diff. 

Formylia       ....    C»H»N  (C*H«),HSN«  123  |47* 

AcetyUa        ....    CHH»N  (Cm^)«,H2,N«  *^®  I4A 

Propylia        ....    C'H^N  (C*H%N*  210  J 

According  to  Ho^ann's  formulsD,  the  first  base  is  ethylene-biamine, 
the  second  hiethylene-biamine^  and  the  third  tridhylene-biamine.  These 
bases  are  rapidly  attacked  by  bromide  of  ethylene,  the  product  being  a 
non-YoIatile  body,  probably  containing  the  fourth  nuniMr  of  the  series^ 

tetrethyUne-biammoniuin  (C*H*)*N*. 

The  analysis  of  the  hydrochlorate  of  the  so-called  formylia,  and  of 
the  base  separated  from  it  by  the  action  of  an  alkali  —  which  base  oou- 
tains  the  elements  of  water  not  separable  by  caustic  baryta  —  agree 
much  better  with  Hofmann's  formula  than  with  those  of  Cloez: 

Hydrochlorate,  Calculation.  Analyses. 

'  CH'N.HCl  ^C*H8N»,H«C1*^  Cloez.  Hofmann? 

Caibon        18*32      ....      1804    ........  17*56  ....    17-87 

Hydrogen    611      ....        7*52    7-39  ....      7-55 

Nitrogen     21-37      ....      21-06    20-47 

Chlorine      54-20      ....      53-38    53-62  ....    53-17 

10000      ....     lOO-OO 
i¥ee  bate.  Calculation.  Analyses. 


C»H«N.HO    C*HW,H«0^        Cloez.         Hofinan^. 

Carbon  31-58  ....  30-76  31-12  ....  3067 

Hydrogen  10-52  ....  1282  1278  ....  12-97 

Nitrogen  36-84  ....  .35'90  35-80  ....  36*32 

Oxygen  21-06  ....  2052  20'30  ....  20-04 

ioO^OO  100-00 

On  the  other  hand,  Cloex  points  out  (OompL  rend.  46,  344V  that 
according  to  Hofmann's  view  of  the  formation  of  these  bases,  whica  may 
be  represented  by  the  general  equation: 

C*>H«»a«     +     2NH8    =    (C2°H^«»,HSN«),2HC1, 

no  chloride  of  ammonium  should  be  formed  in  the  reaction,  whereas 
experiment  shows  that  this  salt  is  produced,  and  consequently  that  the 
reaction  may  be  more  correctly  represented  by  the  formula: 

OH2»_»Cl,HCl  +   2  NHS  -  (C2«»H2«n-i  H3,N)HCl  +  NH*C1.* 

The  vapour-density  of  the  hydrated  base  C^H^NO,  is  also  adduced  by 
Cloez  as  an  argument  —  and  the  principal  one  —  in  support  of  his  for- 
mula.   This  vapour-density  he  finds  by  experiment  to  be  1*427;  now^ 

*  See  note  to  page  488. 
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for  a  condensBtiion  to  2  volames,  the  formala  CH^NO  giYW  as  the  oalca- 
lated  density,  1-817,. whereas  Hofmann's  fonnala»  C^H^^N'O',  gires  2*706. 

YoL       Density,  YoL    Density. 

C-Taponr  ^ ^ 2    ....  0*8320  C-Taponr 4  ....  1*6640 

H-gas    4    ....  0-2772  H-gas 10  ....  0'6930 

N.gas    1     ....  0-9706  N-gas  2  ....  1-9412 

0-gas    i  ....  0-5546  0-gas  1  ....  1-1093 

Vapour  of  C^H^NO 2    ....  2-6344  Vapour  of  C^H^WO^....    2  ....  6-4075 

1     ....  1-3172  1  ....  2-7057 

To  render  the  yapour-density  calculated  from  the  latter  formula  con- 
formable with  the  experimental  determination,  it  is  necessary  to  suppose, 
either  that  the  formula  OH^^N'O^  represents  4  volumes  of  vapour,  which 
is  not  in  accordance  with  the  general  law,  or  else  that  the  molecule 
C*H^°N»0»  splits  up  at  high  temperatures  into  C*H«N  and  H«0»,  each  of 
which,  in  the  state  of  vapour,  occupies  two  volumes  (see  note  to  page  41 1). 

There  are  several  other  compounds  which  exhibit  the  same  apparent 
anomaly  of  vapour- volume,  and  may  be  supposed  in  like  manner  to 
resolve  themselves^  at  the  high  temperature  at  which  the  vapour-density 
is  determined,  into  two  vapours,  each  occupying  two  volumes,  so  that 
the  whole  appears  as  a  four-volume  gas;  the  two  substances  however 
xeuniting  as  the  vessel  cools,  and  reproducing  the  original  compound, 
60  that  there  is  no  direot  evidence  of  the  decomposition  having  taken 
place.  A  decomposition  of  this  kind  is  actually  observed  in  iodide  of 
tetrethylium,  N(C*H*)*,I,  which,  when  rapidly  heated  to  a  high  tempera- 
ture, splits  up  into  triethylamine  N(C*H*)'  and  iodide  of  ethyl  C*H*I, 
which  at  first  form  two  distinct  layers  in  the  receiver,  but  quickly  unite 
and  reproduce  the  original  compound.  (Hofmann,  ix,  67). 

The  following  table  exhibits  the  vapour-densities  of  these  substances 
as  determined  by  experiment  and  calculation,  together  with  the  manner 
in  which  they  may  be  snpposed  to  split  up  at  high  temperatures. 


Vapour-density, 

Substance. 

Experiment. 

Theory.  2  vol. 

Theory.  4  vol. 

Chloride  of  ammonium 

NH^a  »  NH3  +  HCl 

► 

0  -890 

1*850 

0-925 

Fentachloride  of  phosphorus 
PC1»  «  PCP  +  Cl« 

- 

3-654 

7-214 

2(-624 

Snlphydnte  of  ammonium 

NH*S,HS  «  NH»  +  2HS 

} 

0-884 

1*765 

0*882 

TeUurhydrate  of  ammonium 
NH*re,HTe  =  NH^  +  2HTe 

} 

1-320 

2-840 

1-420 

Oxide  of  biethylene-biammoninm*  1 
C"H1WN302  =  Ci=HWN  +  2H0/ 

2-260 

4-620 

2  310 

*  Obtained  by  treating  ethylamine  with  bibromide  of  ethylene,  and  decomposing  the 
resulting  bromide  |(C*H^)'',(C'«H»)',H*},Br»,  with  baryta  water.  (Hofmann,  Proc. 
Roy,  Soc.  10, 107.) 
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The  argament  founded  upon  the  yapoar-density  cannot  therefore  be 
considered  as  conclusive  in  faronr  of  the  formulie  proposed  by  Cloex.* 

The  bromides  of  propylene,  bntylene,  amylene,  and  caprylene  also 
yield  basic  compounds  when  heated  with  alcoholic  ammonia.  In  the  caae 
of  propylene^  the  results  Tary  somewhat,  according  as  that  gas  has  bem 
prepared  from  amylic  alcohol  or  from  glycerine  by  Berthelot's  proceK. 
(Cloez,  Ccmpt,  rend,  46,  344.) 


TetravinyUum.    C"H"N  :==  N(C*IP)*. 

V.  Babo.    J,  pr,  Ohem,  72,  88- 

Heintz  &  WisLicBNus.    J.  pT.  Cketn,  76, 116 ;  Pogg.  Ann.  105,  577. 

Tetraeetyliumf  Tetraeetotylium,  TetrellaUylammomum, 

Formed  by  the  decomposition  of  aldehyde-ammonia  at  high  tempera^ 

nres.  Not  known  in  the  separate  state.  The  hydrated  oxide  and  serenl  of  the  nils 
were  first  prepared  and  analysed  in  an  impure  state  l^  Babo;  afkerwardf  obtained 
in  greater  purity  and  more  completely  examined  by  Heinti  &  WisUcenua. 

Preparation  of  the  HydraUd  Oxide,  C"H"NO,HO.  —  Aldehyde- 
ammonia  not  quite  dry,  is  heated  at  the  temperature  of  the  water-bath 
in  a  flask  haviug  a  long  yertical  condensing  tube.  Ammonia  then 
escapes,  while  water  and  sJdehyde*ammonia  are  condensed  and  flow  back 
again,  and  at  length  the  base  remains  as  a  syrupy,  brown,  bitter  mas^ 
which  when  quite  dry  is  brittle  and  resinous.  It  is  purified  by  dissolving 
it  in  sulphuric  acid;  precipitating  the  sulphate  by  strong  alcohol;  dis- 
solving in  water;  precipitating  the  base  by  caustic  potash;  collecting 
the  resulting  brown  flakes  in  a  filter;  dissolving  them  in  alcohol;  passing 
carbonic  acid  through  the  alcoholic  solution,  whereby  the  renuuning 
potash  is  precipitated  as  carbonate,  while  the  organic  base  remains  free; 
filtering  again ;  evaporating  to  complete  drjrness ;  dissolving  out  the  base 
with  absolute  alcohol ;  and  repeating  the  whole  series  of  operations  three 
or  four  times.     (Heintz  &  Wislicenus.) 

The  formation  of  the  base  may  be  represented  by  the  following  equa* 
tion: 

4(C^H«0»,NH«)  =  CMHBNO,HO  +  3NH»  +  6  HO. 

Babo,  by  heating  aldehyde-ammonia  in  a  sealed  tube  to  120*^  for  several  hours, 
and  distilling  off  the  more  volatile  portion  of  the  product,  obtained  a  brown  amorphous 
mass,  having  a  slight  alkaline  reaction,  soluble  in  acids,  and  forming  brown  resinous 
predpitates  with  bichloride  of  platinum,  chromic  acid,  and  tannic  acid.    The  platinum- 

*  Since  the  above  was  printed.  Dr.  Hofmann  has  published  a  paper  {Proe.  ttoy, 
8oe.,  10,  224)  containing  additional  facts  in  confirmation  of  his  views.  In  particular, 
it  must  be  mentioned,  that  he  has  found  the  vapour-density  of  the  anhydrous  base  to  be 
200.  Now,  according  to  the  formula  (C^H^),H^N^  referred  to  two  volumes,  it 
should  be  2*07,  whereas,  according  to  the  formula,  C^H,H>N,  it  should  be  1*00.  — 
Hofmann  also  points  out  that  the  formation  of  the  bases  containing  2  or  more  At. 
ethylene  is  necessarily  accompanied  by  the  formation  of  chloride  of  ammonium  t  e.g, 

2C^H<Br»     +     4NH8     =     (C*H^H»N»,2HBr     +     2NH<Br. 


H 
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'  salt  prepared  from  a  portion  of  the  base  whiclk  had  been  purified  by  repeatedly  preci- 

se pitating   the  sulphate  with  alcohol,  &c.,  gaye  results  agreeing  with  the  formula 

C"H>3N0,HCl,Pta»,  or  N(C*H»)<Cl,Pta»  +  HO. 

12  Hydrated  oxide  of  TetravinyUum,  obtained  by  evaporation  of  the 

I  alcoholic  solution,  is  a  resinous,  perfectly  amorphous,  brittle,  fissured 

g  mass,  haying  a  bitter  taste;  red-brown  by  transmitted  light,  somewhat 

darker  and  with  a  tinge  of  violet  by  reflected  light,  and  exhibiting  a 
strong  lustre  on  the  surface  and  when  fractured.  It  yields  a  yellow- 
brown  powder. 


16  C  ..„, 

»•••••••••••■•••• 

...    96 
...    13 
...    14 
...    16 

....    69-07 
....      9-35 
....    10-07 
....    11-51 

Heints  &  WisUcenus. 

69-11 

........      9-36 

2  O  ..... 

.......    10-10 

11-43 

(C«H«W 

10,  HO 

...  139 

....  100-00 

100-00 

The  base  decomposes  at  180'',  after  previous  fusion,  giving  off  vola- 
tile empyreumatic  products  and   leaving  a  black,  shining  charcoal.— 
Among  the  volatile  products  is  a  strongly  basic  oU  which  dissolves  in  alcohol  and  in 
^  adds,  and  appears  to  consist  of  at  least  two  bodies,  which  could  not  be  separated  on 

\  account  of  the  amallness  of  the  supply  of  material,  and  the  facility  with  which  the  oU 

I  decomposed  into  ammonia  and  brown-black  insoluble  powder,  especially  in  presence  of 

acids.    The  oil  probably  contains  trivinylamme,  N(C^H')'. 

Hydrate  of  tetravinylium  dissolves  very  sparingly  in  water,  rather 
more  in  cold  than  in  warm  water,  the  solution  frothing  like  soap-suds. 
It  dissolves  in  alcohol  in  all  proportions,  but  is  insoluble  in  ether.  The 
solutions  have  a  faint  but  distinct  alkaline  reaction.  It  is  difficult  to 
free  the  hydrate  from  the  last  traces  of  hygroscopic  water.  (Heintz  & 
Wislicenus.) 

With  acids,  excepting  carbonic  acid,  it  unites  readily,  forming  salts 
which  are  for  the  most  part  easily  soluble  in  water  but  insoluble  in 
alcohol. 

The  neutral  sulphaie,  G^H"N,SO^,  obtained  by  mixing  the  alcoholic 
solution  of  the  base  with  sulphuric  acid  diluted  with  alcohol,  in  quantity 
not  quite  sufficient  for  a  complete  precipitation,  forms  when  dry,  a  dark 
brown^  uncrystallizable,  non-deliquescent  mass. 

Heints  &  Wislioenns. 

16  C 96  ....    56-47    56*52 

12  H ^..  12  ....      7-06    7-35 

N 14  ....  8-21 

O «  8  ....  4-73 

S0»  40  .„.    23-53    23-37 


■v 


Ci«H"N,SO* 170    ....  100-00 

An  aoid  nUphate,  2(C«H"N,S0*)H-S0*H,  is  obtained  by  treating  the 
solution  of  the  base  with  excess  of  sulphuric  acid.  It  has  a  foxy-red 
colour  and  strong  lustre.  Contains  80*64  p.c.  SO'  (calculated  quantity, 
33-85).    (H.  (few.) 

The  chloride,  C"H»NC^+HO,  obtained  by  dissolving  the  base  in 
hydrochloric  acid  and  evaporating,  is  an  uncrystallizable,  very  hygro- 
scopic, shining  mass,  having  a  dark  brown  colour,  with  strong  viulot 
iridescence. 
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Dritd  betweu^  120*>  and  140*.  Heintf  &  WiaUflauu. 

16  C 960    ....  57-66  67-69 

13  H     13-0    ....  7-81  7-77 

N     140    ....  8-41 

CI    35-5    ....  21-32 21-48    ....    21-23 

0 8-0    ....  4-80                         

C"H"NC1  +  Aq.    166-5    ....  100-00 

The  chloi'oplatmaU,  (C*H»)*NCl,PtCl»,  is  obtained  as  a  yellowisli- 
brown  amorphous  preoipitate,  by  mixing  the  solution  of  the  hjdrochlo- 
rate  wiih  bichloride  of  platinum.  When  dried  at  \b(f,  it  gives  by  ana- 
lysis 30-56,  30*65,  and  30'68  p.  c.  platinum,  the  formnla  requiring  30-14 
p.c.  Dried  between  110^  and  120'',  it  retains  an  atom  of  water;  for  it 
then  gives  bjr  analysis  2909  p.  c.  platinum,  the  formula  C"H"NCI.PtCP 
+  HO  requiring  29*33  p.  c.  (Heintz  &  Wislicenus.)  This  faydrated  plati- 
num-salt  was  first  obtained  by  Babo  (p.  4S8)|  not,  however,  in  a  perfectly  pore  state ; 
for  his  analysis  gave  only  28*9  and  28*5  p.  c.  platinnm. 

The  chlwo-aurate  is  a  precipitate  of  similar  character,  but  it  decom- 
poses at  the  boiling  heat,  yielding  metallic  gold  in  microscopic  octohe- 
drons.  —  The  solution  of  chloride  of  tetravinjlium  forms  with  mercuric 
chloride  a  dark  brown,  amorphous,  flooculent  precipitate,  which  dissolves 
to  a  very  small  amount  in  boiling  water,  but  separates  again  on  cooling, 
(Heintz  k  Wislicenus.) 

The  neutral  oxalate,  C*((?*H'*N)K)*,  is  precipitated  on  mixing  the 
alcoholic  solutions  of  the  acid  and  base,  the  latter  being  in  excess:  it 
resembles  the  sulphate  in  appearance. 

Heints  &  Wislioenus. 

36  C  216  ....    65*06    65-20 

24  H 24  ....      7*23 7*87 

2  N 28  ....  8-43 

8  0 64  ....  19-28 

C*(Ci«H«N)«08  332    ....  100-00  ^ 

An  acid  oxalate  is  obtained  by  treating  the  base  with  excess  of  oxalic 
acid:  it  is  very  deliquescent,  and  dissolves  readily  in  alcohoL  (Heints  A 
Wislieenua) 

Tartrate  of  Tetravinylium  is  insoluble  in  alcohol.  The  iannate  is 
insoluble,  eren  in  water.    (Heintz  &  Wislicenus.) 


The  compounds  just  described  cannot  be  represented  as  containing  a  biatomic 
radical,  without  introducing  hypotheses  quite  unsupported  by  experiment.  They  all 
contain  16  At.  carbon  to  1  At.  nitrogen  i  hence,  to  represent  Uiem  as  ammonium-com- 
pounds containing  a  biatomic  radical,  we  must  suppose  them  to  contain  butylene  C^fi^, 

making  the  formula  of  the  chloride  N(C»U8)3C1  +   HO  »  Ci<Hi7NC10,  and  that  of 

the  hydrated  oxide  N,(C»H')«,0  +  HO  =  CWHVNO».  Now  it  Is  very  improbable  that 
a  butylene-compound  should  be  formed  from  aldehyde-ammonia,  and  moreover,  the 
composition,  as  calculated  from  these  formule,  deviates  widely  from  the  experimental 
resulte.  thus,  the  formula  C**H'"NC10,  gives  for  the  hydrated  chloride,  56'30  p.  c 
C,  9*97  H,  and  20*82  CI,  the  carbon  being  1*39  ^  c.  below,  and  the  hydrogen  2*2 
p.  c.  above  the  quantities  found  by  experiment.  The  formnla  proposed  by  the  disco- 
verers must  therefore  be  retained. 


"1 
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Sodium-ethyl.   C*H»Na. 

J.  A.  Wanklyn.    Ami,  Pharm.  107, 125  ;  108,  67*    Chem,  Soc,  Qu.J. 
11,  108. 

Obtained  in  combination  with  zino-ethyl,  by  the  action  of  sodium  on 

zinc-ethyl;  it  has  not  yet  been  obtained  in  the  separate  state.    When  a 

I  piece  of  sodium  is  introduced,  together  with  about  ten  times  its  weight  of 

t  zinc-ethyl,  into  a  glass  tube  previously  fiUed  with  coal-gas,  and  the  tube 

(  then  sealed,  left  to  stand  in  cold  water,  and  occasionally  shaken,  the 

sodium  gradually  dissolves  without  evolution   of  gas;  an   equivalent 

quantity  of  zinc  is  precipitated  ;  and  after  a  few  days,  the  tube  contains 

nothing  but  metallic  zinc,  and  a  colourless,  highly  inflammable  liquid, 

[  which,  on  coming  in  contact  with  the  air,  burns  with  explosive  rapidity, 

and  leaves  a  strongly  alkaline  residue.   This  liquid  consists  of  a  compound 

of  sodium-ethyl  and   zinc-ethyl  dissolved  in  excess  of  zinc-ethyl.     On 

•  cooling  the  liquid  to  0%  the  comound  sojparates  in  rhombic  tables;  and 

on  evaporating  the  liquid  in  a  stream  of  hydrogen-gas,  as  long  as  zinc« 

'  ethyl  continues  to  pass  off,  the  same  compound  remains  as  a  crystalline 

mass,  which  melts  at  27^ 

This  compound  of  sodium-ethyl  and  zinc-ethyl  could  not  be  exactly 
analysed,  on  account  of  its  great  tendency  to  oxidise;  but  it  appears  to 
consist  of  OH'Na  -h  2C*H»Zn.  When  decomposed  by  water,  it  yields 
hydride  of  ethyl,  soda,  and  oxide  of  zinc.  The  proportion  of  zinc  to 
sodium  was  found  to  be  28*20  Zn  to  12*89  Na  (nearly  2  At.  to  1  At.), 
and  about  47*60  pts.  of  hydride  of  ethyl  were  evolved  to  7*6  pts. 
sodium,  the  formula  requiring  50*3  pts. 

Sodium-ethyl  cannot  be  obtained  from  this  compound  in  the  free 
state.  On  attempting  to  distil  off  the  zinc-ethyl,  gas  is  evolved  and 
metallic  sodium  remains^  together  with  zinc;  similarly  when  the  com- 
pound is  heated  with  potassium  or  sodium  at  the  temperature  of  the 
water-bath.  Neither  can  sodium-ethyl  be  obtained  by  the  action  of 
sodium  on  iodide  of  ethyl  or  ether.  Sodium  does  not  act  perceptibly  on 
either  of  these  liquids  separately,  even  with  the  aid  of  heat,  and  with 
a  mixture  of  the  two,  either  in  the  cold  or  at  100°,  it  forms  a  blue  modi- 
fication of  iodide  of  sodium,  but  no  sodium-ethyl,  because,  according  to 
Frankland  (Ann,  Fharm,  110,  107),  that  compound,  in  contact  with 
iodide  of  ethyl,  is  immediately  decomposed,  forming  iodide  of  sodium  and 
giving  off  a  mixture  of  hydride  of  ethyl  and  ethylene  : 

C*H«Ka     +     C^H«I    «    Nal     +     C*H6    +     C^H*. 

Sodium-ethyl  (in  the  form  of  the  compoond  above  described)  is  attacked  by 
carbonic  acid  gas  with  considerable  evolution  of  heat,  and  converted 
into  propionate  of  soda: 

C*H«Na     +     2C02     =     CIPNaOl 

[Sodium-methyl  treated  in  the  same  manner  yields  acetate  of  soda  (p.  442)].— 
Sodium-ethyl  is  also  acted  upon  by  carbonic  oxide  and  by  cyanogen ;  but  the  products 
have  not  yet  been  satisfactoxily  examined. 

Fotasdum  acts  on  zinc-ethyl  even  more  energetically  than  sodium, 
and  forms  a  similar  compoand  of  zino-ethyl  with  potassium-ethyl,  from 
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which  the  latter  cannot  be  separated.  lAthium  also  forms  a  similar 
compound.  Oalcium  appears  to  act  immediately  on  zino-ethyl;  maffnesium 
not  at  all,  even  at  100^.     (Wanklyn.) 


Compounds  of  Aleoho^radicdU  with  the  Eartk-meiah. — Magnesium^ 
in  the  state  of  coarse  powder,  decomposes  iodide  of  ethjl  even  at  ordi- 
narj  temperatures,  more  quickly  when  heated  with  it  in  a  sealed  tabe, 
forming  iodide  of  magnesinm,  gaseous  products,  and  a  colourless  volatile 
liquid,  which  has  a  penetrating  alliaceous  odour,  is  not  spontaneously 
inflammable,  but  forms  thick  white  fumes  of  magnesia  in  contact  witii 
the  air,  and  decomposes  water  with  violence.  This  liquid  is  probablj 
magneduTnretkyl, — Alumirdum  decomposes  iodide  of  ethyl  in  like  manner, 
forming  a  spontaneously  inflammable  liquid,  probably  aluminium-^thyl, 
which,  when  distilled  in  a  stream  of  caxbonic  acid,  yields  a  heavy  colour- 
less oil  of  very  high  boiling  point,  and  likewise  capable  of  decomposing 
water  with  violence.  Pulverized  vanadium  slowly  attacks  iodide  of  ethyl 
at  180°,  yielding  a  deep  red  liquid.  (Hallwachs  &  Schafarik,  Ann^ 
fhaifn.  109,  206.) 


Page  70. 

Ethyl  and  Methyl-bases  containing  Arsenic  and  Phosphorus. 

Gahoubs.    Compt.  rend,  49,  87.    Ann.  PhamL  112,  228. 

When  arsenide  of  zinc  or  cadminm  is  introduced  into  sealed  tubes, 
together  with  iodide  of  methyl,  and  the  mixture  heated  to  175°  or  180^ 
the  iodide  of  methyl  disappears  completely,  and  a  greyish  solid  coherent 
mass  is  formed,  which  dissolves  pretty  freely  in  boiling  alcohol.  On 
evaporating  the  alcoholic  liquid,  fine,  colourless  prismatic  crystals  are 
obtained,  having  a  strong  lustre,  and  consisting  of  (C'H'/AsI,ZnI,  and 
(G'HYAsl,CdI.  If  the  zinc-compound  be  thrown  into  boilinff  potash, 
the  zinc  is  dissolved,  and  a  heavy  oil  separates,  which  soon  solidifies  on 
cooling.  On  pulverizing  this  substance,  and  leaving  it  in  contact  with 
the  air  for  24  hours,  the  potash  which  it  contains  is  converted  into 
carbonate ;  and  if  the  product  be  then  digested  in  absolute  alcohol,  a 
solution  is  obtained,  which  by  evaporation,  yields  beautiful  colourless 
prisms  of  iodide  of  arsemethylium  ( C*H')*AsI. 

With  iodide  of  ethyl,  compounds  are  formed  isomorphous  with  the 
preceding,  and  containing: 

(C4H«)^A8l,ZnI  and  (C*H8)»A8T,CdI. 

Free  arsenic,  with  the  iodides  of  ethyl  and  methyl,  yields  in  like 
manner: 

(C?H»)A8l,A»I«  tnd  (C<H«)<A8l,^P. 
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and  these  products  treated  with  a  boiling  solution  of  strong  potash,  yield 
arson ite  of  potash^  iodide  of  potassium^  and  the  iodides  of  arsenmethylium 
and  arsenethylium. 

If  instead  of  proceeding  as  above^  the  mixture  be  evaporated  to 
dryness,  and  distilled  in  an  apparatus  filled  with  hydrogen  or  carbonic 
acid,  oily  products  collect  in  the  receiTer,  having  the  odour  of  arsenietted 
hydrogen,  and  consisting  of  pure  argentrimethi/l  or  arsentriethyl. 

The  preparation  of  the  double  iodides  above  mentioned,  affords  tho 
best  means  of  obtaining  the  compounds  ((?H»^As,  (CH")*Afl,  (C*H")»Ab, 
and  (C*H*)*As. 

When  arsentrimethyl  is  treated  with  iodide  of  ethyl,  or  arsentriethyl 
with  iodide  of  methyl,  compounds  are  produced  isomorphous  with  the 
iodides  of  arsenmethylium  and  arsenethylium,  and  composed  of : 

(C?H»)»(C*H»)I  and  (0«H»)»(C«H')I. 

Pure  arsentrimethyl  is  a  colourless,  very  mobile  liquid,  which  boils 
above  100°.  It  forms  with  oxygen  a  very  deliquescent  compound, 
(C*H*)*A80*,  yielding  by  exposure  in  vacuo,  beautiful  crystals,  which 
quickly  liquefy  in  contact  with  the  air.  With  sulphur,  arsentrimethyl 
forms  spendid  colourless  prisms  (C'H')'AsI^  which  are  obtained  very 
well  defined,  by  slow  evaporation  of  the  aqueous  or  alcoholic  solution. 
It  unites  also  with  iodine  and  bromine,  forming  the  compounds  (G^ii'/AsP 
and  (C«H)»AsBi». 


Crystallized  phosphide  of  zinc  (obtained  by  heating  the  metal  to 
saturation  with  vapour  of  phosphorus,  in  a  current  of  hydrogen),  acts  on 
the  iodides  of  methyl  and  ethyl  at  1 80^,  in  the  same  manner  as  the 
arsenide,  yielding  similar  products.  On  exhausting  the  product  with 
boiling  alcohol,  and  evaporating  over  the  water-bath,  yelloV  spongy  pro- 
ducts are  obtained;  and  on  treating  these  products  with  a  small  quantity 
of  dilute  alcohol,  a  solution  is  obtained,  which,  when  left  to  evaporate  in 
vacuo,  deposits  beautiful  amber-coloured  crystals,  isomorphous  with  those 
produced  with  arsenide  of  zinc ;  and  on  treating  these  crystals  with  hot 
potash-ley,  heavy  oils  separate,  which  solidify  on  cooling,  and  dissolve 
readily  in  alcohol.  The  liquid  when  evaporated,  deposits  beautiful 
colourless  needles  of  iodide  of  phosphometkylium  or  phosphethyliumj 
(C^HyPI,  and  (C*H«)*PI.  These  products  are  decomposed  by  distilla- 
tion, yielding  tHmethylphosphine  (C*H')'P,  and  triethylphmphine  (C*H*)'P; 
and  these  compounds  treated  with  iodide  of  methyl  or  .iodide  of  ethyl, 
reproduce  the  iodides  of  phosphometkylium  and  phosphethylium. 

The  iodides  of  methyl  and  ethyl  act  strongly  in  sealed  tubes  on  free 
antimony  and  antimonide  of  zinc  ;  and  the  products  distilled  with  lumps 
of  potash  yield  stibmethyl  and  stibethyl;  but  they  are  viscid  and  difficult 
to  purify. 

It  appears  then,  that  when  the  iodides  of  methyl  and  ethyl  are  heated 
with  bodies  of  the  phosphorus  family,  the  compounds  which  have  the 
greatest  tendency  to  form,  are  the  iodides  of  phosphethylium,  arsenethy- 
lium, dec,  which  may  be  represented  by  the  general  formula  RMe^I  and 
REt*I. 


^  I 
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Cacodyl-ccmpoonds. 

A.  Baetbr.    Ann.  Pkarm.  107,  257. 

Terchloride  of  Cacodyl,  A8(C*H»)»C1».  —  Produced  by  the  action  of 
pentachloride  of  phosphoras  on  caoodylic  acid  (iz,  827). 

Ab(C«H«)«HO*     +     2PC1»    -    A4(C3H»)»C1>     +     2P0»a>    4-     Hca. 

1.  To  moderate  the  action,  tiie  chloride  of  phosphorus  is  immersed  in 
anhydroos  etheri  and  pulverised  oacodylio  acid  is  added  in  sncoessiFe 
small  portions;  hydrochloric  acid  is  then  evolved,  and  tercliloride  of 
cacodyl  separates  in  crystalline  laminae,  which  are  washed  with  anhy- 
drous ether,  and  then  recrystallized  from  ether,  care  being  taken  to 
preserve  them  from  the  smallest  trace  of  moisture.  Oxychloride  of 
phosphorus  may  be  substituted  for  the  pentachloride,  but  the  action  does 
not  go  on  so  well,  even  when  ether  is  added.-— 2.  By  the  action  of 
chlorine  gas  on  protochloride  of  cacodyl  (ix,  343).  If  the  i^as  be  passed 
directly  into  the  protochloride  of  cacodyl,  the  liquid  takes  fire,  and  com- 
plete decomposition  ensues;  but  when  it  is  made  to  flow  on  the  snrfftoe 
of  a  mixture  of  protochloride  of  cacodyl  and  bisulphide  of  carbon,  it  is 
absorbed,  and  the  terchloride  separates  in  crystalline  laroinso. 

Terchloride  of  cacodyl  crystallizes  from  its  ethereal  solution,  by  alow 
evaporation  in  transparent  colourless  prisms,  which  generally  lose  their 
lustre  in  vacuo;  from  solution  in  bisulphide  of  carbon — ^in  which  it  is  less 
soluble  than  in  ether, — it  separates  in  large  laminie.  When  prepared 
from  cacodylic  acid,  it  decomposes  readily,  becoming  liquid  in  the  course 
of  a  day,  even  when  kept  in  sealed  tubes,  and  giving  on  a  large  quantity 
of  gas;  but  when  prepared  from  protochloride  of  cacodyl,  it  is  more 
stable,  and  at  low  temperatures  may  be  preserved  unchanged  for  a  consi- 
derable time. 

Bieyer. 

4C 24-0  ....  11-35  11-46 

6H 6-0  ....  2-84 3-05 

Aa 75*0  ....  35-06 

3  CI    106-5  ....  50-35  49-45 

Ab(C?H»)2C1» 211-5     ....  100-00 

Hie  formatioii  of  this  compound  from  cacodylic  add  by  the  action  of  FCI^ 

leadfl  to  the  snppoiition  that  cacodylic  acid  is  a  quadribaaic  a(4d        „     v  O*,  contun* 
ing  the  teratomic  radical  As  (C'H')'.    (Baeyer.) 

Decompositions.    1.  Terchloride  of  cacodyl  is  decomposed  by  a  heat 
of  40°  or  50°,  into  chloride  of  methyl  and  chloride  of  arsenmonometkyl : 

A8((?H»)>,C1»     =     C2H»C1     +     Ab(C«H»)C1. 

2.  It  is  decomposed  by  water,  forming  hydrochloric  acid,  and  either 
cacodylic  acid  or  basic  perchloride  of  cacoayl  (ix,  347}  ; 

A8(C»H»)«CP     -r     4H0     =    A«(C«H»)«H0*     +     3HCI 

or    =    A8(C«H7H«0*Ci     +     2HCL 
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The  fonner  decotnposition  takes  place  when  there  ie  saiBcient  water 
present  to  dissolye  the  products  ;  the  latter,  when  the  terohloride  is 
exposed  to  moist  air,  or  when  a  small  quantity  of  water  is  added  to  its 
ethereal  solation.  —  8.  With  absolute  aloohof,  it  forms  basic  perchloride 
of  cacodjl  and  chloride  of  ethyl: 

Ab(C«H«)»CP     +     2(Cm»,H,0»)     n.     At((?H*)«H«0*Cl     +     C<H«a. 

Hie  basic  perchloride  of  cacodyl  produced  hj  these  reactions,  gave  bj  analysis 
13*55  p.  c.  C,  4-69  H,  and  20*6  to  21  0  C,  the  formula  As(C3H*)SH^Cl,  requiring 
13-75  C,  4*58  H,  and  30*34  01.  These  results  show  that  the  true  formula  of  the  basic 
perchloride,  is  that  originally  determined  by  Bonsen,  not  that  proposed  by  Gmelin 
(iz,  347). —  4.  The  ethereal  solution  of  terohloride  of  cacodjl,  does  not 
attack  mercuric  oxide;  but  on  addition  of  alcohol,  a  brisk  action  takes 
place,  and  an  oil  is  separated  containing  chlorine  and  mercury;  on 
adding  a  larger  quantity  of  mercuric  oxide,  the  whole  solidifies  in  a  mass 
consisting  of  mercuric  chloride,  and  the  compound  As(C'H')'0,2HgCl, 
described  by  Bunsen  (ix,  824). 

CMorobihromide  of  Oacodyl,  C*H'AsClBr*.  —  Produced  by  the  action 
of  bromine  on  protochloride  of  cacodyl  dissolyed  in  bisulphide  of  carbon, 
and  separates  as  a  yellow  crystalline  body,  which  is  yery  easily  resolyed 
into  bromide  of  methyl  and  a  liquid  which  appears  to  be  a  mixture  of  a 
chlorine  and  a  bromine  compound.     (Baeyer.) 

Oxide  of  Oaeodyh^' When  potash-ley  is  added  to  protochloride  of 
cacodyl  immersed  in  water,  a  considerable  rise  of  temperature  takes  place, 
chloride  of  potassium  is  separated,  and  on  distilling  the  liquid,  oxide  of 
cacodyl  passes  oyer  with  the  aqueous  yapoor.  As  thus  obtained,  it  is  a 
colourless,  very  mobile  liquid,  which  has  an  intolerable  odour,  and  attacks 
the  eyes  strongly,  but  does  not  fume  in  the  air.  It  agrees  indeed,  in  all 
its  properties  with  the  compound  described  by  Bunsen,  as  paracacodylic 
oxide  (ix,  826),  which  is  probably  the  true  oxide  of  cacodyl,  while 
alkarsin  is  a  mixture  of  the  oxide  with  free  cacodyl,  to  which  its  owes  its 
spontaneous  imflammability.     (Compare  Gerhardt^  TraiU  I,  627.) 


Arsenmethyl.   C*H'Ab 

Baeteb.     Ann.  Pharm.  107,  279. 

Arsenmonomeihylf  MMylarHne, 

The  formation  of  the  bichloride  of  this  radical  has  been  already  mentioned.  The 
radical  itself  has  not  been  isolated,  but  a  tetrachloride,  an  iodide,  two  oxygen- 
compounds,  and  a  sulphide  have  been  obtained. 

Binoxide  of  ArtenmethyL  AsC'H'O'.  —  Obtained  by  decomposing  the 
bichloride,  under  water,  with  excess  of  carbonate  of  potash;  extracting 
the  mass  with  absolute  alcohol;  distilling  off  the  alcohol  by  the  heat  of 
the  water-bath  in  a  stream  of  carbonic  acid;  eictracting  the  residue  (an 
oily  liquid  which  soon  solidifies)  in  a  retort  with  bisulphide  of  carbon, 
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which   leaves  chloride  of  potassiam  and  impurities  undic^olv^ed;   and 
leaving  the  solution  to  cristallize  by  spontaneous  eyaporation. 

Large  cubical  but  not  regularly  formed  crystals,  which  have  a  very 
high  specific  gravity  and  a  powerful  odour  like  that  of  aesafcBtida. 
When  taken  out  of  the  liquid,  they  generally  become  opaque  and  aoqnin 
the  aspect  of  porcelain,  but  do  not  alter  further  by  exposure  to  the  air. 
They  melt  at  95°,  are  decomposed  when  distilled  alone,  but  volatiliM 
undecomposed  together  with  the  vapour  of  water  or  alcohol. 

Baeyer. 
2C 12    ....    11-32    ........    11-69 


3  H  3 

....      2-83 
....    70-07 
....    15-78 

••••••••             ^    Sr^ 

, 67-70 

2  0   16 

17-79 

Aa<?H"0«     ....  106 

....  100-00 

100-00 

The  oxide  distilled  with  hydrate  of  potash  is  for  the   most  pari 
resolved  into  arsenious  acid  and  oxide  of  cacodyl: 

2A«C«H»0»    -    AsC     +     Ai(C*H>)«0 

By  nitric  acid,  meronric  oxide  and  oxide  of  silver,  in  presenoe  of 
water,  it  is  easily  converted  into  arsenmethylic  acid.  —  Hydrocyanic 
acid  does  not  act  npon  it.  —  From  its  concentrated  aqneons  eolation, 
hydrochloric  or  hydrobromic  acid  throws  down  oily  drops  of  bichloride 
or  bibromide  of  arsenmethyl,  and  sulphydric  acid  produces  a  white  pre- 
cipitate of  the  bisulphide. 

Oxide  of  arsenmethyl  dissolves  slowly  but  abundantly  in  cold 
water,  very  easily  in  hot  water,  also  in  alcohol,  ether,  and  hitulphide  o/ 
ixwbon,    (Baeyer.) 

Arsenmethylie  Acid.  As(C?H»)H«0«  =  As((?H*)0*,2H0.—  Formed  by 
the  action  of  mercuric  oxide  on  the  binoxide  of  arsenmethyl  or  of  oxide 
of  silver  on  the  bichloride.  —  When  recently  precipitated  oxide  of  silver 
is  added  to  bichloride  of  arsenmethyl  immersed  in  water,  chloride  of 
silver  is  first  formed,  after  which  the  liquid  assumes  a  violet  colour  and 
metallic  silver  is  precipitated.  —  If  the  addition  of  oxide  of  silver  he 
continued  till  it  is  no  longer  reduced  (avoiding  a  great  excess);  the  fil- 
trate then  mixed  with  excess  of  hydrate  of  baryta;  carbonic  acid  passed 
into  the  liquid  to  precipitate  the  excess  of  baryta ;  the  filtered  solution 
evaporated  to  dryness  over  the  water-bath  ;  the  residue  treated  with  a 
small  quantity  of  water ;   and   this  solution  precipitated  by  alcohol : 
neutral  arseumetbylate  of  baryta  separates  out. —  Another   mode  of 
preparation  is  to  treat  the  aqueous  solution  of  the  binoxide  with  mer- 
curic oxide,  decompose  the  resulting  mercurous  salt  of  arsenmethylic 
acid  with  baryta-water,  and  proceed  as  above. 

By  exactly  precipitating  the  baryta  from  the  solution  of  this  salt 
with  sulphuric  acid,  evaporating  the  filtrate  over  the  water-bath,  and 
recrystaliising  from  hot  alcohol,  the  bydrated  acid  is  obtained  in  large 
spear-shaped  laminsa  composed  of  needles  united  in  deodritic  groups. 
It  is  a  strong  acid  having  a  pure  and  agreeable  sour  taste ;  it  remains 
unaltered  in  dry  air  and  decomposes  carbonates. 


9  r 

ARSENMSTHTL. 

Baeyer. 

8*77 

5  H 

.<>■.•           V       *■•*           flj  3/        •■■■ 

3-63 

75    ....    53-57 

6  O 

48    ....     34-29 

As((?H»)H20« 

....  140  1  ....  10000 
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Arsenmethjlic  acid  is  very  soluble  in  water  and  dissolves  in  absolnte 
alcohol  mach  more  readily  than  cacodylic  acid.  —  It  is  bibasic,  the 
formula  of  its  salts  being  C^H*As,M'0^  All  the  salts  either  crystallize 
or  form  precipitates. 

It  forms  an  ammonia'aalt. 

Barium-talt.  —  Precipitated  from  the  dilute  aqueous  solution  by 
alcohol,  in  colourless  needles  which  effloresce  in  the  air  and  form  a 
coherent  mass.  At  100^  they  give  off  25*6  p.  c.  (10  At  water).  The 
anhydrous  salt  separates  from  the  concentrated  aqueous  solution  on  eva- 
poration or  on  addition  of  alcohol :  by  exposure  to  the  air  under  alcohol 
(in  which  it  is  insoluble)  it  is  converted  into  the  hydrated  salt. 

Anhydrwu.  Baeyer. 


2  C     

•  •—%•— 

12-0 

3-0 

187-2 

750 

48-0 

•••• 

•  ■  ■■ 

•  ••• 

•  ••• 
•••• 

4*36    

1-09    

49-80    

27-31 
17*44 

4-33 

3  H    

1-82 

2  Ba  

..  48*4  to  48-9 

As   

6  0    

••«•■•»•• 

C?H»ABBa»0«.,.. 

Cm'AsBaK/  

10  HO  

275-2 

27S 

M....     9C 

•••• 

r2 
10 

100-00 

....      73*6 
....      24-4 

Baeyer. 
^    25-6 

CH^ABBa^OO  f  lOAq  ....  3652    ....     100  00 

In  Baeyer's  memoir,  the  qvantity  of  water  in  the  crystals  is  stated  to  be  10H*9 
(or  20HO)  which  is  evidently  erroneous.  —  The  differences  between  the  experimental 
and  calculated  amounts  of  hydrogen  and  barium  in  the  anhydrous  salt  probably 
arose  from  partial  decomposition,  as  the  salt,  when  redissolved  in  water,  yielded  a 
turbid  solution. 

fiV/MT-Mi^— -Preoipitatoilon  mixing  the  aqueous  solutions  of  arsen- 
methylate  of  baryta  and  nitrate  of  silver^  in  small  nacreous  anhydrous 
crystals  which  are  very  little  altered  by  exposure  to  air  and  lights  bear 
a  heat  of  100^  without  decomposition^  but  decompose  with  explosion  at 
higher  temperatures. 


2G 

3H 
2Ag 
As 
60 


Baeyer. 

12 

....       3-39     .... 

....      3-42 

3 

....       0-86     .... 

....      0-96 

216 

....     61'02     .... 

....     6104 

75 

....     21*18     .... 

....     21-06 

48 

....     13-56     .... 

....     13-52 

(?H3A8Ag*0«  354    ....  100-00     100-00 

Blitdphide  of  Arsenmeth^fL  CH'AsS*.  —  Produced  by  passing  sul- 
phuretted hydrogen  into  the  bichloride  immersed  in  water.  Hydrochloric 
acid  then  dissolves  in  the  water,  and  the  sulphide  separates  as  a  coloar- 

TOL.  XTI.  2  k 
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less  viscid  mass  wliioh  solidifies  after  a  while.  It  dissolves  in  a  mixtuie 
of  alcohol  and  bisulphide  of  carbon,  and  crystallizes  from  the  eoliiiioii 
in  shining  laminad  or  small  prisms.  It  is  permanent  in  the  air,  and 
smells  faintly  like  asafostida.  It  is  insoluble  in  water,  moderately 
soluble  in  alcohol,  either  anhydrons  oranhydrated,  and  in  ether;  dissolves 
very  readily  in  bisulphide  of  carbon,  and  generally  separates  from,  this 
solution  on  evaporation  in  oily  drops  which  solidify  after  some  time  or 
immediately  when  touched.  The  crystals  melt  at  110°,  into  a  mafis 
which  remains  fluid  long  after  cooling;  at  a  higher  temperature,  it  decom- 

5 OSes,  with  formation  of  sulphide  of  arsenic.  —  The  alcoholic  solntion  is 
ecomposed  by  the  i^ts  of  silver,  copper,  lead,  platinum  and  by  mercuroos 
salts,  with  formation  of  metallic  sulphides.  With  mercuric  chloride  it 
forms  a  white  doud. 

Baeycr* 

2C 12  ....  9-84  9-99 

3H   3  ....  2-46  2-57 

Ai  75  ....  61-47  64-3    ....    61-7 

2  8    32  ....  26-23  27*4     ....    26-8 

C>H*AiS'  122    ....  100-90 

JBiniodide  of  Anenmethyl.  CH'AsP.  —  Produced  as  a  yellow  preci- 
pitate on  adding  hydriodic  acid  in  excess  to  the  alcoholic  solntion  of  the 

binoxide.  The  impure  solation  ttUl  containing  chloride  of  caleium  obtained  in  Che 
preparation  of  the  oxide  may  be  advantageooaly  nsed  for  the  purpose. 

(?H»AsO»     +     2HI     -     C«H»Asl«     +     2H0. 

If  a  precipitate  forms,  more  alcohol  must  be  added  till  it  is  redia- 
solved.  On  leaving  the  solution  to  evaporate,  the  iodide  separates  in 
long  shining  yellow  needles,  which  are  inodorous  and  clukn^e  but 
slowly  on  exposure  to  the  air.  They  melt  at  about  1«5°,  and  volatilize 
without  decomposition  at  260^ 

Bichloride  of  AnenmithyL  C*H«AsCl*.  — Produced:  1.  By  the  de- 
composition of  terchloride  of  cacodyl  between  40°  and  50^  (p.  494).  — 
2.  As  the  ultimate  product  (basic  perchloride  of  cacodyl  being  the  first) 
of  the  action  of  hydrochloric  acid  on  cacodylio  acid,  chloride  of  methyl 
being  formed  at  the  same  time: 

(0*H«)»AiHO*     +     3HC1    -    G>H*AbCP     +     OBKl     +     4HO 

It  may  be  purified  if  necessary,  from  hydrochloric  acid  by  means  of 
lime;  then  dried  over  chloride  of  calcium  and  distilled.  —  3.  It  is  ako 
prodaced,  though  in  a  smaller  quantity,  by  the  distillation  of  basic  perchloride  of 
cacodyl.  The  substance  named  by  Bunsen,  cacodylate  of  eacodylic  chloride  (ix,  346) 
is,  according  to  Baeyer,  a  mixture  of  bichloride  of  arsenmethyl  with  oxide  of  cacodyl, 
which  latter  may  be  kept  back  in  the  distillation  of  the  basic  perchloride  of  cacodyl  by 
addition  of  anhydrous  phosphoric  acid. 

Colourless,  heavy,  mobile,  strongly  refracting  liquid,  which  boils  at 
133°,  and  does  not  fume  in  the  air.  Its  vapour,  even  in  the  cold,  exerts 
an  intensely  violent  and  painful  action  on  the  mucous  membrane  of  the 
air-passages.  It  dissolves  pretty  readily  in  water,  and  the  solution  forms 
>rith  Bul^nretted  hydrogen  a  white  precipitate  of  the  bisulphide. 
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2C  

.    12 

3 

.    75 

.     71 

....      7-45    

....       1-86    

....    46*60 

....     44*09    

Baajer. 
7*28 

3  H  

1*93 

2  CI 

...      42*8    ....    44*06 

C?H»AaCP 

161 

....  10000 

Titrachhride  of  Anenmethyl  G'H'AaCl^  —  Obtained  by  passing 
chlorine  into  a  mixture  of  bichloride  of  arsenmethjl  and  bisalphide  of 
carbon  cooled  to  10^  —  Large  crystals  which  are  very  anstable,  being 
re8ol7ed  even  at  0**  into  chloride  of  methyl  and  terchloride  of  araenic. 


Page  79. 

Stibeihyl-compoands. 

A;  Strbokbr.    Ann,  Fharm,  105,  990. 

The  analyses  of  the  stibeihyl  componnds  originally  made  by  Lowig 
&  Schweizer  led  to  the  formulie  SbEtM*,  SbEt*Cl^  &o.  —  W.  Merck, 
on  the  other  hand  (x,  528)  concluded  from  his  own  analyses,  that  these 
compounds  contain  1  At.  H  more  tbau  was  assigned  to  them  by  Lbwig  & 
Schweizer,  and  that  their  true  formal®  are  Sb£t'I,HI,  Sb£t*Cl,HCl,  <fec. 
Merck  moreover  obtained,  by  the  action  of  stibethyl  or  of  ammonia  on 
Lowig's  iodide  of  stibethyl,  a  compound  crystallizing  in  octohedrons,  to 
which  he  assigned  the  formula  SbEt'I;  and  from  this  be  prepared  a  series 
of  compounds,  SbEtH),  SbEt*Gl,  Ac. ;  and  lastly  found  that  this  com- 
pound was  converted  into  the  oxide  of  stibethyl  by  the  action,  not  of 
iodine,  but  of  hydriodio  acid. 

The  question  has  more  recently  been  taken  up  by  Strecker,  whose 
experiments  confirm  the  view  origmally  taken  by  Lbwig  and  Schweizer, 
and  show  that  the  octohedral  compound  obtained  by  Merck  is  not  an 
iodide,  but  an  oxyiodide,  SbEt'IO. 

In  proof  of  this  view,  Strecker  has  shown  that  the  eompoand  is 
formed  by  the  direct  union  of  1  At.  iodide  of  stibethyl  with  1  At.  oxide 
of  stibethyl 

SbEtH>s     *<-     SbBl^P    »    2SbE^I0 

To  prepare  the  ozyiodide  in  this  manner,  an  alcoholic  aolntton  of  iodide  of  stibe- 
tbjl  waa  divided  into  two  equal  parts ;  the  iodine  was  precipitated  from  one  of  them 
bj  oxide  of  silver;  and  the  filtered  liquid  mixed  with  the  other;  the  solution  then 
yielded  by  evaporation  octohedral  crystals  of  the  ozyiodide.     Its  formation  by  the 

action  of  ammonia  on  iodide  of  stibethyl,  observed  by  Merck,  is  repre« 
sented  by  the  equation: 

SbEt»l«     +     NH»     +     HO     -     SbEt>IO     +     NHU 

The  formation  of  the  same  compound  by  the  action  of  stibethyl  on 
iodide  of  stibethyl  is  attributed  oy  Strecker  to  the  gradual  absorp- 
tion of  oxygen  during  the  preparation.     The  analyses  of  the  oetohedial 

2k2 
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crystals^  both  byStrecker  and  by  Merck,  agree  very  neaj-Iy  with  the  fior- 
mala  SbEt'IO,  when  the  recently  determined  atomic  weight  of  antimony 
is  nsed: 

Merck.  Stredcer. 


Sb  

12  0  

..  120 
..   72 
..   15 
..  127 
8 

.... 

.... 

351 

21-0  .... 

4-4  

37-1  

2-3 

20-65 

...    ....   4*dl 

...  36*8  ....  37*7 

15  H  

I   

O  

...•  36-9 

Sb(C*H»)«IO  ....  342 

..•• 

1000 

Strecker  considers  it  also  posftible  that  the  ozyiodide  may  be  formed  from  m.  miztare 
ofstibdthyl  andiodide  of  stibethyl,  without  absorption  of  oxygen,  if  the  miztare  coa* 
tains  moisture;  and  in  that  case  Merck's  compound,  SbEt^HI,  will  also  be  prodneei^ 
according  to  the  equation: 

SbEt^     +     SbEt^P     +     HO     »     SbEt^IO     +     SbEf^HI 

Merck  obtained  indeed  fVom  such  a  mixture,  after  the  octohedral  crystals  liad  separated, 
other  crystals  of  greater  solubility,  which  gave  by  analysis  36*5  to  36'8  p.  c  iodiDe,  and 
to  which  he  assigned  the  formula  SbEt^HI,  requiring  37'9  p.  c.  iodine :  tbey  were  more 
probably  SbEt^HI  +  HO,  which  requires  36*8  p.  c.  iodine. 

The  formnUa  of  the  other  salts  described  by  Merck  may  be  altered 
in  a  similar  manner.  The  sulphate  (SbEt'O^SO^  according  to  Merck)  is, 
according  to  Strecker,  SbEt'0',HO,SO*,  this  formula  requiring  14*7  P-  «• 
SO';  Merck's  analysis  gave  14*8. — The  formula  of  the  nitrate 
(SbEt»0,NO»)  will  in  like  manner  be  altered  to  SbEt»0«,H0,N'O»  which 
reanires  18*9  p.  c.  NO*;  analysis  gave  190  p.c.  —  Merck's  chloride  of 
stibtriethyl  (SbEt*Cl)  is  also  an  oxychloride  SbEt»C10. 


Pa^  85. 

StibmethylethyUum.    (C»H»)(C*H')«b. 

S.  Fhikdlandsr.    J.  pr.  Chem.  70,  449. 

Not  known  in  the  separate  state.  Landolt,  in  1850,  obtained  the  iodide  by  the 
action  of  iodide  of  methyl  on  stibethyl.  This  and  the  other  compounds  of  stibm^y^ 
ethylium  have  been  fully  examined  by  FriedlKnder. 

Oxide,  Sb(MeEt')0.  —  Prodaced :  1.  By  decomposing  the  iodide 
with  oxide  of  silver ;  when  thus  prepared  however,  it  always  contains 
silver.  —  2.  By  decomposing  the  solution  of  the  sulphate  with  an  ^ezaxstly 
equivalent  quantity  of  hydrate  of  baryta^  and  concentrating  the  filtrate 
in  vacuo.  It  is  thus  obtained  as  a  thick,  oily,  non-volatile,  somewhat 
yellowish  liquid,  which  dissolves  readily  in  water  and  alcohol,  has  an 
intensely  bitter  taste  and  strong  alkaline  reaction,  expels  ammonia  from 
its  salts,  and  precipitates  many  metallic  oxides  from  their  solutions, 
but  does  not  decompose  lime  or  baryta-salts.  Alumina  and  oxide 
of  zinc  dissolve  in  excess  of  it ;  the  oxides  of  manganese,  iron,  copper  and 
silver  are  insoluble. 
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Oxide  of  stibinethyleth^linm  unites  with  all  oxygen-acids,  froming 

L  neutral  and  acid  salts,  which  may  be  prepared  either  by  direct  com« 

b illation,  or  by  doable  decomposition ;  it  does  not  form  basic   salts. 

The  salts  are  all  more  or  less  soluble  in  water  and  in  alcohol;  some  deli* 

^  quesce  in  the  air;  others  are  permanent.      Those  which  crystallize  do 

not  contain  any  water  of  crystallization. 

^  Carbonate.     Obtained  by  agitating  a  hot  solution  of  the  sulphate 

with  carbonate  of  baryta.     On  evaporating  the  filtrate,  it  remains  as  a 
white  resinous  mass^  which  behaves  just  like  carbonate  of  ammonia. 

Friedlander* 

Sb(MeEt»)0    230    ....    91-27 

I  C0« 22    ....      8-73    ........    8'66 


I 


8b(MeEt»)0,C0»    ....  252    ...  10000 

StUphidc  Sb(Me£t^S.  —  By  saturating  the  solution  of  the  oxide  with 
sulphuretted  hydrogen^  and  evaporating  out  of  contact  with  the  air,  the 
sulphide  is  obtained  as  an  oily  mass,  which  dissolves  readily  in  water  and 
alcohol,  smells  strongly  of  sulphuretted  hydrogen,  and  acts  on  metallio 
salts  like  sulphide  of  ammonium. 

Sulphate. -^TrodxLcedf  either  by  direct  combination,  or  by  decom- 
posing the  solution  of  the  iodide  with  sulphate  of  silver.  On  evaporating 
the  solution  in  vaono,  the  salt  remains^in  white,  shining,  bitter  crystals, 
whidi  melt  at  100%  and  are  extremely  deliquescent. 

FriedlHoder. 

Sb(McEt?)0 230    ....    85-19 

80>  40    ....     14-81     14-4  to  14-8 

Sb(MeEt»)0,SO» 270    ....  100-00 

lodiAJU,  Sb(MeEt')I.. —  Produced  by  the  action  of  iodide  of  methyl  on 
stibethyl.  Iodide  of  methyl  is  gradually  added  to  stibethyl  (free  from 
iodide  of  ethyl)  and  water,  contained  in  a  flask  filled  with  carbonic  acid 
gas;  and  the  mixture  is  heated  in  lukewarm  water,  whereupon  it  becomes 
turbid,  but  clear  again  on  agitation.  The  addition  of  iodide  of  methyl  is 
continued  till  the  odour  of  stibethyl  disappears,  after  which  the  aqueous 
solution  is  separated  from  the  excess  of  iodide  of  methyl,  and  slowly 
evaporated  over  the  water-bath  till  it  cxystallizes. 

Beautiful  crystals,  apparently  consisting  of  rhombic  prisms;  when 
fresh,  they  have  a  glassy  lustre,  changing  after  a  while  to  that  of  mother- 
of-pearl;  when  dry,  they  easily  crumble  to  pieces,  but  are  otherwise 
permanent  in  the  air.  Inodorous  when  cold,  but  at  100%  they  ffiv^o  off  a 
peculiar  odour,  without  sensible  decomposition;  taste  intensely  bitter. 
Easily  soluble  in  water  (in  twice  its  weight,  at  20^),  and  in  alcohol,  inso- 
luble in  ether.     The  solutions^turn  the  plane  of  polarization  to  the  left. 

Friedl&nder . 

...    34-38  ........  32-98  to  3350 

...     2407  23-03  „  23-84 

5-16  .,  6*57  ....  5-38 

...    36-39  35-99  ....  36-20 


Sb  

14  C     

....  120 
....     14 

AO  JA       ....  .....I. 

I      

....  127 

Sb(.\IeEt«)T 349    ....  100-00 
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Iodide  of  Stibnutkyldhylium  and  Mei^cwy,  —  a.  Sb(MeEt^)I,  3  HsI. 
— *  Prodttoed  by  adding  recently  precipitated  mercnric  iodide  is  %  aola* 
tion  of  iodide  of  stibmethylethylianii  as  long  as  the  red  eoloar  is 
destroyed. 

Forms  rhombic  eryilaU,  Friedl&nder. 

Sb(MeEt?) 222    ....    27-65 

2  Hg  200     ....     24-91     2542     ....     25*29 

3 1 381     ....    47-44    46-30    ....    46-W 

■  '  ■  '  .- .      ■ 

Sb(MeEt?)I,2HgI ....  803    ....  100*00 

h,  Sb(MeEt')I,  3  Hgl.  —  When  a  hot  solation  of  mercuric  chloride 
is  added  to  a  boiling  solation  of  iodide  of  stibmetfaylethylium,  a  yellowish 
white  precipitate  is  formed,  which  melts  to  an  oily  liquid  when  farther 
heatedi  and  solidifies  in  a  light  yellow  mass  on  cooling.  The  supernatant 
liquid  contains  chloride  of  stibmethylethylium: 

4Sb(MeEt?)I     -i-     3  Hga    «     Sb(MeEt^3HgI     -f     3  Sb(]feBt^Cl. 

The  double  iodide  is  insoluble  in  water,  sparingly  soluble  in  alcohol 
and  ether,  and  crystallizes  from  the  alcoholic  solation  in  yellow  needles^ 
which  melt  below  100°. 

FriedlXoder. 
Sb(MeEt^ 222     ....     21*56 

3  Hg  . 300    ....    29-12    28-68     ...    28-59 

4  1 .^.. — .    508     ....    49*32 50-15     ....    48-65 

Sb(MeEt«)I,3HI  ....  1030    ....  10000 

Chloride  of  Stibmethylethylium,  -*-  Obtained  by  the  action  of  hydro- 
chloric acid  on  the  oxide  or  carbonate,  or,  as  abovementioned,  by  adding 
2  At.  mercuric  chloride  to  3  At.  iodide  of  mercury,  in  hot  solution^  and 
evaporating  the  liquid  after  separating  it  from. drops  of  oil. 

Small  cxystalliae  needles  permanent  in  the  air. 

Friedlkader. 

Sb(MeEt?) 2220    ....     86*21 

CI  35-5     ....     13-79 13-69 

Sb(MeBt^Cl 257*5    ....  100-00 

Cyanide,  —  Hydrocyanic  acid  added  to  a  soluiion  of  the  oxide,  forms 
a  clear  watery  liquid  which,  in  the  dilute  state,  gives  off  hydrocyanic 
acid  when  treated  with  hydrochloric  acid,  but  when  concentrated,  lonnB 
with  that  acid,  a  thick  white  precipitate  insoluble  in  water.  —  Boilecl 
with  potash-ley,  it  gives  off  ammonia  and  forms  an  antimonietted  acid, 
which  jrields  insoluble  or  sparingly  soluble  salts  with  all  bases,  exc^ 
ing  potash,  soda  and  ammonia. 

Formiate,  —  Obtained  by  mixing  hot  solutions  of  formiate  of  lead  and 
iodide  of  stibmethylethylium  in  equivalent  proportions,  and  filtering  hot. 
The  solution,  if  not  too  dilute,  deposits  on  cooling,  interlaced  silky 
needles,  which  are  permanent  in  the  air  and  exhibit  but  very  faintly  the 
characteristic  odour  of  stibethyl-compounds.  They  acquire  a  yellowish 
colour  by  long  exposure  to  light,  but  retain  their  silky  lustre  when  kept 
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in  thf  dark.  Heated  on  platinum  foil,  tbey  burn  with  a  faint  flame,  — 
They  arc  very  sparingly  eoluble  in  cold  water  or  alcphol,  bat  boilipg 
water  dissolyes  a  Considerable  quantity. 

Friedliiader. 

Sb 120     ....     44-95 

16  C  ,^ „..    96    ....    35-95     35-81 

19  H 19    ..«      M2    7-34 

4  0 32    ....     11-98 

Sb(MeEt?),(?HO^    267     ....  lOO'OO 

Acetate,  Sb(MeEt'),C*H'0*.! —  Obtained  by  decomposing  the  sulphate 
with  acetate  of  baryta.  Anhydrous  needles^  which  deliquesce  slowly  in 
the  air^  and  dissolve  readily  in  water. 

Butyrate,  Sb(MeEt»),C«H''0*.  —  Prepared  like  the  acetate.  On 
evaporating  the  aqueous  solution,  it  remains  in  the  form  of  a  white^  anhy* 
drouS|  crystalline,  non-deliqnescent  masS|  which  melte  at  100°. 

Oxalate,  — a.  Neutral,  —  When  crystallized  oxalic  acid  is  added  to  a 
solution  of  oxide  of  stibmethyletbylium;  in  the  proportion  of  1  At.  of 
the  acid  (C^H^O*)  to  2  At.  of  the  oxidCi  the  neutral  salt  is  obtained  in 
anhydrous  needles,  having  a  glassy  lustre,  and  moderately  soluble  in 
water. 

I  Friedl&ader. 

2Sb(McEt')0 460    ....    8647 

O0»    72     ....     13-53     13-49 

C<(SbMeEt?)«08 532     ....  10000 

h.  Aoid.  C*(SbMeEt)»HO».  —  Obtained  by  adding  1  At.  oxalic  acid 
to  a  solution  of  1  At.  of  the  oxide.  Crystallizes  by  evaporation  in  beau- 
tiful needles,  having  a  glassy  lustre,  and  very  soluble  in  water. 

Tartrate,  A  solution  of  2  At  oxide  of  stibmethylethylium  a^d  1  At. 
tartaric  acid  (C^H^O^^),  cannot  be  made  to  crystiJlise,  but  leaves  on 
evaporation,  a  syrupy  liquid  which  absorbs  water  with  avidity. 


Page  90. 

Zincethyl. 

Fbanelakd.     Proc,  Boy.  Soe.  8,  502 ;  Phil,  Mag,  [4]  15,  149. 

Action  of  Zinc-ethyl  on  Ammonia,  —  Dry  ammonia-gas  passed 
through  an  ethereal  solution  of  zinc-ethyl,  is  rapidly  absorbed;  an  abun- 
dant evolution  of  hydride  of  ethyl  soon  begins ;  and  after  a  little  while, 
zinc'-amide  NH'Zn  separates  out : 

N,HHH     +     C<H«Zn     =     NH'Zn     +     C^HSH. 
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Zinc-amide  ia  a  white  amorphous  body,  insolable  in  ether.  It  is 
iDBtantly  decomposed  by  water  and  by  alcohol,  with  eyolation  of  grac 
heat,  and  regeneration  of  ammonia  : 

NH«Zii     +     2HO     =     NH3     +     ZnO.HO. 

Heated  with  iodide  of  ethyl  in  a  sealed  tube  to  1 45**,  it  forms  iodide  of 
zinc  and  i6dide  of  biethylammonium  : 

NH>Zn     +     2C<H»I     -     Znl     +     NH«(C*H*)M. 

Zinc-amide  may  be  heated  to  200°  without  decomposition  ;  bat  at  a 
dull  red  heat,  it  isiresolyed  into  ammonia  and  2itu>nttride  NZnK 

SNU'Zn     =     2NH»     +     NZn'. 

Zinc-nitride  is  a  grey  powder,  which  may  be  heated  out  of  contact  of 
air,  without  melting,  decomposbg,  or  rolatilizing;  but  is  deoompoeed 
with  great  violence  by  water : 

NZa*     +     6H0    »     3ZiiO,HO     -f     NH>. 
If  merely  moistened  with  water,  it  becomes  red  hot 

ZinC'phenylimide.  N,C"H^H,Zn.  —  Zincethyl  acts  with  gregi 
violence  on  anhydrous  phenylamine  (aniline).  A  more  moderate  action 
is  obtained  by  adding  the  phenylamine  to  an  ethereal  solution  of  zinc- 
ethyl,  and  in  that  case,  hydride  of  ethyl  is  evolved,  and  the  liqaid  ulti- 
mately concretes  into  a  semi-fluid  mass  consisting  of  zino-phenyliinide. 

OH'Zn     +     N,H,H,C«H»    »    N,Ci»H»,H,Zn     +     C<H»,H. 
In  contact  with  water^  zinc-phenylimide  reproduces  phenylamine. 

Biethylzincamine,  N(G^H^'Zn,  is  produced  in  like  manner  by  the 
action  of  zincethyl  on  biethylamine : 

N.H,(C^H*)2     +     OH«Zn     «    N(C*H»)«Zn     +     C*H»,H. 

Its  reactions  are  similar  to  the  preceding. 

Zinc-oximide.  N2(C*0*)"H',Zn*.  —  Pure  zinc-^thyl  does  not  act  upon 
dry  oxamide  at  ordinary  temperatures ;  but  at  100^  a  violent  action 
takes  place,  attended  with  evolution  of  hydride  of  ethyl  and  formati(/2z 
of  zinc-oximide,  which  remains  combined  with  zinc-ethyL 

N«,C*0<,H*     +     2C<H*Zn     -    N«(CK><)H«Zn9     +     2(C<H*,H). 


Oxamide. 


Zinc-acetamtde.  N,C*H'0',HZn.  —  Zincethyl  acts  violently  on 
acetamide,  hydride  of  ethyl  being  evolved,  and  zinc-acetamide  formed,  as 
a  white  amorphous  powder  which,  in  contact  with  water,  reproduces 
acetamide. 


J 
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Stanneihylcu 

Stbeokjzr.    Ann.  Fharm.  105.  310. 

The]  formula  of  the  Dnmerous  compounds  of  tin  and  ethjl,  distin- 
guished  by  Lbwig,  may,  according  to  Strecker,  be  reduced  to  two  or 
three  simple  tjpeSi  by  a  modification  similar  to  that  proposed  for  the 
stibethyl'compounds  (p.  490)  riz.,  by  regarding  Lowig's  iodides,  chlorides, 
<&c.^  as  oxyiodides,  ozychlorides,  &c.  Thus:  Lbwig's  iodide  ofrndhyUne- 
stannethyl,  Sn*(0*H')%  gave  by  analysis  15*1  and  14*8  p.  c.  carbon,  3'3 
and  d'l  hydrogen,  and  41*2  iodine,  which  numbers  agree  with  the 
formula  Sn"(C*H»)»,IO  (15-5  C,  32  H,  and  41-2)1,  better  than  with 
Lowig's  formuU  (15*9  C,  3*3  H,  and  41 '7  I).  Moreover,  Lowig  himself, 
states  that  the  oxide  precipitated  from  this  iodide  by  ammonia,  is  not 
distinguishable  from  oxide  of  stannethyl  Sn(C^H')0.  Now,  the  oxide 
precipitated  from  the  compound  8n'(G^H^)'I0,  would  actually  be 
Sn«(6H»)^0»,  or  Sn(C*H»)0,  whereas  that  derived  from  the  iodide 
Sn»(C*H»)»I,  would  have  a  different  composition,  viz.,  Sn»(OH»)K). 

Lbwig's  iodide  of  ethi/ltne-etannethyl  Sn*(C*H*)*I,  appears  also  to  be 
an  oxyiodide  Sn\C^H^)*IO*,  the  corresponding  oxide  likewise  agreeing 
in  all  essential  particulars  with  oxide  of  stannethyl. 

Sn*(C*H»)<IO».        Analyiia  (Lowig).  Sn*(C*H»)<I. 

C  19'2    19*1       to      19-7    20*08 

H  4-0    4-2        „         4-5     4-18 

I    25*4    25*1       „      26-5    26*36 

According  to  Strecker's  view,  the  radicals  methylene-siannetkyl  aud 
ethyUne-Btannethyl  are  identical  with  stannethyl;  so  likewise  are  their 
oxides;  and  in  the  iodine-compounds,  the  sum  of  the  equivalents  of 
oxygen  and  iodine  is  constant,  viz.,  SnEil  or  Sn^Et^I^ ;  Sn*£t*IO,  or 
Sn*Et*PO*,  and  Sn*Et*10». 

The  compounds  of  ethyloatannethyl  Sn*(C*H»)»  (ix,  104),  may  be 
regarded  as  double  compounds,  containing  stannethyl  and  methylostann- 
ethyl  [Sn^Et^  =  2SnEt  +  Sn'Et*],  the  iodide,  chloride,  <&c.,  being  abo 
supposed  to  contain  oxygen. 

Lastly,  the  compounds  of  aeetostannethyl  Sn*(C*H*)'  (ix,  101),  may  be 
represented  as  double  compounds  containing  stannethyl  and  bistannethyl 
[Sn*Et»  =  2SnEt  +  Sn'Et].  Thus  Lowig's  iodide  of  acetostannethyl 
Sn*Et*I,  may  be  regarded  as  an  oa:yiodide,  containing  2SnEtO  +  Sn*EtI, 

2Sn(C<H*)0,Sn«(C*H»)I.                   Asalyiis.  Sn<(C*H«)»l. 

Sn    ....     50-2     ....  51-6  ....  52-6 

Xf        ....      iu'v      •.••«.*       l0*O      ...•  ...•       10*0      ....MM      iO  " 

H     ....      3-2    3'4    3-6    3-3 

I      ....     27-&    28-1     28-6     28*0 

O     ....       3-5 

On  the  same  hypothesis,  the  corresponding  nitrate,  which  gave  by 
analysis  18*3  p.  c.  C,  4*7  H,  and  13*7  NO*,  may  be  represented  by  the 
formula  2Sn(C*H»)0  +  Sn*(C*H»)0,NO*,  which  requires  18-1  C,  3*8  H, 
and  13*6  NO",  while  Lowig's  formuk  SnWH»)»0,NOS  requires  18*7  C, 
3*9  H,  and  140  NO*. 
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If  these  views  are  correct,  the  number  of  distinct  radicals  contained 
in  Ldwig's  compounds  must  be  reduced  to  three,  viz.,  biHanneth^ 
Sn«(C*H»),  Oannethyl  Sn(C*H«),  or  Sn»(C*H»)*,  and  biOannic  Hi^thyi 
or  methyUhstannethyl  Sn'(C*Hy. 


Stannic  Biethyl.    Sn(C*fl»)». 

Fbanxlamd.    Ann.  Fkarm,  ill,  44;  abstr.  Proc.  Boy.  Soc  9,  672. 
BucKtov.    Fhil.  Trans.  1859,  424;  abstr.  Froc.  Roy.  Soc.  9,  309,  %M. 

SUmnie  Etkide*    (Frankland.) 

Produced  by  the  action  of  zinc-ethyl  on  iodide  of  stannethyl : 

ZnEt     +     8n£t,l     »    Znl     +     SnEtF 

CrystalliBed  iodide  of  stannethyl  gradually  added  to  a  strong  ethereal 
solution  of  zinc-ethyl,  dissolyes  with  considerable  evolution  of  heikt,  and 
then  becomes  syrupv ;  to  ensure  the  complete  decomposition  of  the 
iodide,  the  zinc-ethyl  must  be  added  in  slight  excess.  On  distilling  the 
syrupy  liquid,  the  thermometer  quickly  rises  to  180%  and  the  greater 
part  of  the  product,  consisting  of  stannic  biethyl,  together  with  excess  of 
ziuo-ethyl,  passes  over  between  180°  and  200^.  The  distillate  is  washed 
with  water  to  decompose  the  zinc-ethyl ;  the  separated  oxide  of  zinc 
is  dissolved  by  acetic  acid  ;  and  the  heavy  ethereal  liquid  is  separated 
from  the  watery  layer,  dried  by  contact  with  chloride  of  calcium,  and 
then  rectified.  (Frankland).  — Buckton  washes  the  crude  product  with 
water  and  acid  before  distilling,  and  finds  that  the  greater  portion  then 
passes  over  between  170^  and  180^ 

Properties,  Transparent  colourless  liquid,  having  a  very  faint 
ethereal  odour,  like  that  of  oxide  of  stannethyl,  and  a  somewhat  metallic 
but  not  unpleasant  taste.     Sp.  gr.    1*187  at  23''  (FranUand);    1192 

i Buckton).    Boils  at  181%  and  distils  without  decomposition.    Vapour- 
ensity  8*021 .    (Frankland.) 

FnakUnd.         BoekUm. 

Sa  59    ....    50-43    50-28 

8C     « 48    ....    41*02    41-01     .«...;.    40-56 

10  H    10    ....       8-55     8-48     8-62 

Sn(C*H«)». 117    ....  100-00    9977  : 

Vol.  Density.  VoL       Density. 

Sn-vaponr 1  ....  4*0905             Or:  Tin-Taponr 1     ....     4-0905 

C^yaponr    8  ....  3-3280                    Ethyl-vaponr    2    ....    4*0210 

H-gas      10  ....  0-6930 


Vap.  of  Sii(C<H8)»      1     ....    81115  1    ....    8-1115 

Stannic  biethyl  is  inflammable,  and  bums  with  a  lurid  flame  with 
blue  edges,  giving  off  a  thick  white  cloud  of  stannic  oxide.     In  oxygen 
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SM,  it  barns  with  greater  brilliaucj,  produeine  a  white  flune  edged  with 
Blue.  —  It  does  not  unite  directly  with  iodine,  oromine,  and  chlorine,  Ac, 
but  is  decomposed  into  ethyl  and  stannethyl^  both  of  which  unite  with 
the  iodine,  bromiae,  &c.  (Frankland,  Backton.)  —  It  does  not  decom- 
pose water;  neither  is  it  acted  upon  by  concentrated  acids  at  ordinary 
temperatures;  but  on  heating  the  mixture,  gases  are  given  off  and  salts 
are  formed,  differing  in  constitution  according  to  the  duration  of  the 
action.  (Frankland,  Buckton.)  Heated  to  SO''  or  90""  with  concentrated 
hydrochloric  acid,  it  gives  off  hydride  of  ethyl  and  forms  chloride  of 
bistannio  triethyl : 

2Sii(OH*)«     +     HCl     »     C<H»,H     +     Sii»(C<H«)8,Cl. 

According  to  this  equation,  stannic  bietbyl  should  give  off  12*39  p.  c.  of  ethyl  in 
the  form  of  hydride :  by  experiment  it  was  foand  to  yield  11*55  p.  c.    (Frankland.) 

Stannic  biethyl  is  nearly  insoluble  in  water,  and  sparingly  soluble  in 
alcohol;  but  ether  takes  it  up  freely.    (Buckton.) 


Bistannic  Triethyl,    Sn^C*HV. 

BucKTOK.     Fhil.  Trans.  1859,  426. 

Gahourb.     CompC.  rend.  48,  883;  Ann.  Pkarm.  til,  236. 

SuquMannethyl,  Metkjfhiiannethyl, 

Obtained  in  the  free  state,  together  with  stannethyl,  by  heating 
iodide  of  ethyl  to  140°  or  150^  in  a  sealed  tube,  with  an  alloy  of  4  to 
6  pts.  tin  and  1  pt.  sodium.  The  two  radicals  may  be  separated  by 
alcohol,  in  which  stannethyl  dissolves  with  ^eat  facility.  (Cafaours.)  — 
Bistannio  triethyl  is  also  formed  as  an  iodide,  when  iodide  of  ethyl  is 
heated  with  an  alloy  of  1  pt.  sodium  and  8, 10,  or  12  pts,  tin.    (Cahours.) 

3Sn     +     3£tl     »     Sn'Et^I     +     SnP; 

and  as  a  chloride,  by  the  action  of  bichloride  of  tin  on  stannic  biethyl, — 
or  again,  by  the  action  of  bichloride  of  tin  on  a  quantity  of  zinc-ethyl 
not  quite  sufficient  to  remore  all  the  chlorine.     (Buckton.) 

2Sna'     -I-     3ZnEt     =     Sn^Etsa     -I-     SZnCl. 

If  on  the  other  hand  the  zinc-ethyl  is  in  excess,  the  radical  stannic  biethyl  is 
formed: 

SnCl'     +     2Zn£t     »     Sn£t>     +     2ZnCl; 

and  if  1  At.  of  the  bichloride  is  used  to  1  At.  zinc-ethyl,  an  impure  chloride  of  stann- 
ethyl is  obtuned. 

SnCP     -t     Zn£t     »     SnEtCl     +     ZnCl. 

Bistannio  triethyl  in  the  free  state  is  a  very  mobile  liquid,  which 
volatilizes  without  decomposition,  and  combines  directly  with  oxygen, 
chlorine,  bromine,  and  iodine. 


508  ADDITIONS  TO  VOL.  IX. 

Oxide  of  BUtannic  Tridhyl,  obtained  by  decomposing  the  diloiidfi, 
iodide,  or  auy  of  the  salts  with  potash,  is  an  oily  liquid,  which  is  hearier 
than  water,  has  a  powerful  odour  and  caustic  taste,  and  produces  paiuM 
blisters  when  left  in  contact  with  the  skin.  It  volatilizes  without  deoom- 
position.  It  is  moderately  soluble  in  water,  and  neutralizes  acids  com- 
pletely, forming  crystallizable  salts.     (Cahours,  Buckton.) 

The  sulphate,  obtained  by  neutralizing  the  aqueous  solution  of  the 
oxide  with  sulphuric  acid  and  heating  the  liquid  to  80%  is  opaqne, 
colourless,  and  crystallizes  in  needles  or  grains,  which  under  the  micro- 
scope, appear  as  well  defined  octohedrons.  It  is  very  volatile,  and 
attacks  the  nose  vigorously.  It  is  inflammable,  by  which  property,  as 
well  as  by  its  crystalline  form,  it  is  distinguished  from  sulphate  of  staan- 
ethyl,  which  crystallizes  in  small  roundish  irregular  plates.  It  is  much 
more  soluble  in  cold  than  in  hot  water,  a  clear  cold  saturated  solution 
becoming  semisolid  when  heated  near  the  boiling  point.     (Buckton.) 


2  Sn. 

118 

....    46-64 

....      ^o*4d      «•■ 
....          D'OO       ... 

....     12-66 

Buckton. 

12  0  

72 

15 

28'02 

5-91 

s 

4  0  

16 

32 

6-41 

Sn»(C*H*)»,S0* 253    ....  10000 

Iodide  of  ButannicTriethyl.  Sn*(C*H»)»I.— Produced:  1.  By  gradually 

adding  iodine  to  bistanuic  triethyl,  care  being  taken  to  keep  the  liquid 

cool.  If  the  iodine  is  quickly  added,  and  the  liquid  allowed  to  become  hot,  tiie 
products  formed  are  iodide  of  atanuethyl  and  iodide  of  ethyl : 

SnS£t>     +     31     »     2Sn£tI     4-     EtI. 

«-  2.  By  heating  iodide  of  ethyl  with  an  alloy  of  1  pt.  sodium  and  Sy 
10,  or  12  pts.  tin.     (Gahours.) 

Volatile  liquid,  having  a  very  strong  odour  of  mustard,  and  exciting 
tears.     Sp.  gr.  1-833  at  15'';  boiling  point  208''  to  210"". 

Treated  with  excess  of  iodine,  it  is  converted  into  iodide  of  ethyl  and 
iodide  of  stannethy],  which  separates  in  beautiful  prisms; 

SnSEt^I     +     21     »     EtI     +     2SnEtI. 

With  soluble  silver-salts,  it  yields  iodide  of  silver  and  a  compound  of 
bistannic  triethyl  with  the  corresponding  acid.     (Cahours.) 

The  bromide  is  obtained  in  like  manner  by  the  direct  action  o 
bromine  on  the  radical.     (Cahours.) 

Cidoride  of  Bistannic  Triethyl  Sn«(C*H»)»CJ,  is  obtained :  1.  By 
the  action  of  bichloride  of  tin  on  zinc-ethyl  (p.  507).  —  2.  By  the  action 
of  bichloride  of  tin  on  stannic  biethyl,  in  the  proportion  of  3  pts.  of  the 
former  to  4  of  the  latter.  The  mixture  became  hot,  and  when  distilled, 
began  to  boil  at  about  200%  the  thermometer  slowly  rising  to  220^  at 
which  temperature  the  whole  had  passed  over,  leaving  only  a  trace  ot 
solid  matter.  The  portion  which  distilled  below  210''  was  oily,  but  that 
which  passed  above  2J0%  solidified  on  cooling  into  a  mass  of  crystals, 
which  gave  by  analysis  24*49  p.  c.  carbon,  4*84  hydrogen,  and  24*20 


A. 
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chlorine,  a^eeing  approximately  with  the  formnla  of  a  double  ehloiide  of 
8tannethyl  and  hutannic  triethyl,  5SnC*H*CI,  +  Sn'(C*H»)5Cl,  which  re- 
quires 22-37  p.  c.  C,  4-66  H,  and  2482  CI. 

The  oily  liquid  which  passed  oyer  helow  210°,  appeared  to  be  a 
mixture  of  chloride  of  bistannio  triethyl  with  the  double  chloride  just 
mentioned.  Treated  with  caustic  potash-ley,  it  yielded  a  precipitate  of 
oxide  of  stannethyl  and  an  alkaline  solution,  from  which  hydrochloric 
acid^separated  the  oxide  of  bistannic  triethyl.    (Buckton.) 


AnbyclrouB  protoehhridi  qf  Hn  added  in  powder  to  sinc-etbyl«  appears  io  jield 
a  coinpoand  of  stannethjl  with  chloride  of  sine ;  and  on  distilling  the  prodnct,  the 
greater  part  of  the  stannethyl  is  resolved  into  metallic  tin  and  stannic  bietbyl. 
(Bnckton.) 

Zinc-methyl  acts  with  tin  and  the  alloys  of  tin  in  the  same  manner  as  sinc-ethyl, 
yielding  the  radicals  SnCH*  and  Sn*{C?Wf.    (Cahonrs.) 


Stannic  Ethylomethyl.    Sn((?H»)(C*H»). 

FRAKKLAin).    Ann.  Fharm,  11 1,  50. 
Stammc  Sikylomeikidi* 

Produced  by  the  action  of  xinc-methyl  on  iodide  of  stannethyl.  On 
adding  about  3  oz.  of  crystallized  iodidfe  of  stannethyl  to  zinc-methyl 
dissoWed  in  ether,  considerable  heat  was  erolyed,  rendering  it  necessary  to 
immerse  the  vessel  in  cold  water.  On  treating  the  product  in  the  manner 
described  for  the  preparation  of  stannic  biethyl  (p  506.),  stannic  ethylo- 
methyl  passed  over  between  143^  and  148^. 

Transparent  colourless  liquid,  having  a  very  faint  ethereal  odour  and 
slightly  metallic  taste.  Sp.  gr.  1*2319  at  19^  Does  not  solidify  at  13^. 
Boils  between  144°  and  146°.     Vapour-density  6*838. 

Sn  ^.    59    ...;    57*28    57*44 

6C    36     ....    34-95     35-09 

SnMeEt  103    ....  100*00    100*51 

Vol.        Density.  Vol.       Density. 

Sn-vapour 1    ....    4-0905    or:     Tin-vaponr 1     ....    4'0905 

C-Taponr  6    ....    2*4960  Metbyl-yapour    1     ....    2*0105 

H-gas 8    ....     0-5544  Ethyl-taponr ....  1     ....     1*031/9 

Vapour  of  SnMeEt  ....    1    ....    7*1409  1    ....    7*1409 

Stannic  ethylomethyl  is  easily  inflammable,  and  bums  in  air  and  in 
oxygen,  like  stannic  biethyl.  It  also  reacts  like  that  body  with  chlorine, 
iodine,  and  bromine,  a  methyl-compound  being  separated  in  each  case. 
Treated  with  hot  hydrochloric  acid,  it  ia  decomposed,  yielding  a  crystal- 
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li2able  salt,  and  a  gaseous  mixture  consisting  of  81*21  p.  c.  bydride  of 
ethyl  and  18*79  p.  c.  hydride  of  methyl. 

Stannic  ethylomethyl  dissolves  iodine,  assuming  a  splendid  crimeoD 
colour,  which  disappears  very  slowly  unless  heat  is  applied.  The  products 
of  the  action  are  iodide  of  methyl  and  diniodide  of  stannethyl  (SnEt^L 
(Ldwig's  iodide  of  methylene-stannetbyl.) 

2SnMefit     +     31     -     2Me[     -f-     (SaEt)*I. 

Diniodide  of  Stannethyl  is  a  dark  straw-coloured  some^bat  oily 
liquid,  which  does  not  solidify  at  —  \3'\  It  has  an  extremely  panji^nt 
and  intolerable  odour,  resembling  that  of  oil  of  mustard.  Sp.  gr.  2*^329 
at  15^.  Begins  to  boil  at  208%  but  cannot  be  distilled  without  deoom- 
position. 


2Sn 
8  C. 

^M     118 

48 

.1..      do  "4      ... 

....         ld-o4         ...a 
....          •>  Ov       ••• 
•  •.*        41-9^         ... 

Fnakluid» 

.....    39-07 
....    15-94 

10  H.. 

10 

.....      3-42 

I  .. 

127 

42-78 

Sii»(C*H«)n  303     ....  100-00    101-21 

This  is  the  oompoand  to  which  Strecker  assigns  the  formolAi  Sii'E^O:  its 
formation  in  the  manner  jost  mentioned  can  howerer  scarcely  be  reconciled  with  this 
view  of  its  composition. 
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Flmnbethyls. 

BucKTON.     FhU,  Trans.  1B59,  430;  abstr.  Proe.  Soy.  Soc.  9,  312,  689. 

Plumbic  Biethyl    C«H^*Pb  =  PbEt'.~  Obtained  by  the  action  of 

zinc-ethyl  on  chloride  of  lead  : 

[2ZnEt     +     2PbCl     »     PbEt>     +     2Zna     -f     Ph.] 

Chloride  of  lead  introduced  into  zinc-ethyl,  immediately  turns  black, 
from  separation  of  metallic  lead,  and  forms  a  hard  crust  at  the  bottom  of 
the  liquid  j  hence  it  is  more  convenient  to  operate  in  a  bottle  than  in  a  retort. 
The  mass  is  incorporated  by  stirring ;  and  as  soon  as  the  chloride  ceases 
to  change  colour,  the  vessel  is  heated  to  100°  in  a  water-bath,  then  left 
to  cool;  and  the  liquid,  which  is  a  compound  of  the  lead-radical  with 
zinc-ethyl,  is  decanted,  treated  with  very  dilute  hydrochloric  aoid,  and 
then  washed  with  water.  The  mass  of  chloride  of  zinc  in  the  first  vessel, 
yields  an  additional  quantity  of  the  radical  by  agitation  with  anhydrous 
ether.  On  attempting  to  purify  the  product  by  distillation,  the  ther- 
mometer rises  quickly  to  above  200  ,  and  decomposition  then  takes 
place,  attended  with  deposition  of  metallic  lead.  This  difficulty,  may 
however,  be  obviated,  by  distilling  the  liquid  under  reduced  pressure; 
under  a  pressure  of  7^  inches  of  mercury,  it  distils  unaltered  at  152^ 
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Transparent  colonrless  liqnid,  liaving  a  faint  ethereal  odour.  8p.  fpr. 
1*62.    Insoluble  in  water^  soluble  in  ether. 

Bttckton. 

Pb    103-5     ....     64-09 

8C     480     ....    29-72    29-68 

10  H     10-0    ....      6-19     6-23 

Pb{C*H*)« ^....     161-5    ..„  100-00 

Plumbic  biethyl  bums  brightly,  giving  off  copious  fumes  of  oxide  of 
lead.  The  flame  has  a  faint  sreen  tinge,  with  a  border  less  luminous 
than  that  of  the  flame  of  stannic  biethjL  It  acts  violentlj  on  bromine 
and  iodine,  yielding,  as  ultimate  products,  bromide  and  iodide  of  ]ead. 
When  poured  into  chlorine  gas,  it  takes  fire.  With  concentrated  acids, 
it  fonns  salts  of  hvplumhio  trieihyl  Th^E^,  and  gives  off  hydride  of  ethyl; 
€,  g.  with  hydrochloric  acid : 

2FbEt3     +     HCl     »     Pb*Et^Cl     +     EtH. 


Compounds  of  Biplumbic  Triethyl, 

Chloride,  Pb'Et'CL  —  Prepared  by  passing  excess  of  hydrochloric 
acid  gas  into  a  tube  containing  plumbic  biethyl  moistened  with  the 
aqueous  acid.  After  brisk  effervescence,  a  solid  mass  is  formed  which 
may  be  freely  exposed  to  the  air,  till  acid  fumes  cease  to  rise.  It  dissolves 
in  ether,  and  may  be  obtained  by  spontaneous  evaporation,  in  long 
colourless  crystals,  having  a  strong  penetrating  odour,  like  that  of  the 
corresponding  tin-compound  (p.  ^u8).  It  melts  between  watch-glasssi, 
and  ignites  at  a  comparatively  low  temperature  with  the  characteristic 
lead-flame.  Heated  with  strong  sulphuric  acid,  it  blackens  and  is  con- 
verted into  sulphate  of  lead. 

Backton« 

2  Pb  207-0  ....  62-85    62-51 

12  0  720  ....  21-85     21-69 

15  H  15-0  ....  4-55     4-57 

CI  85-5  ....  10-75     1133 

Pb2(C^H»)»Cl 329-5     ....  100-00    100-00 

SvlphaU.  Pb*Et*,SO*. — Prepared  by  adding  dilute  sulphuric  acid 
to  a  warm  solution  of  the  chloride.  Crystallizes  on  cooling,  in  fine 
asbestos-like  needles,  which  may  be  purified  and  obtained  of  considerable 
size  by  crystallization  from  alcohol. 


2  Pb 

19  O 

•  ••■•«••••••••      m\l  % 

72 

•  ttt* 
•••• 
•••• 

•  »■• 

•  ••• 

60-53 
2105     .. 

4-39     .. 

4-68 

9-35 

Buckton. 
20-77 

15  H   

15 

4-47 

S     

16 

4  O    

32 

PbS(C*H»)»SO«    342    ....  100-00 
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Oxide,  —  Obtained  b;^  heating  the  chloride  either  with  aqmeovs 
potash  or  with  oxide  of  silver.  It  is  oily  while  warm,  but  solidifiea  ii 
a  orjstalline  mass  on  oooling,  and  volatilises  at  a  stronger  heat  in  white 
pnngent  vapoars,  which  provoke  sneezing.  It  strongly  blues  litmos 
paper,  and  absorbs  carbonic  acid  from  uke  air,  forming  a  crystaliine 
carbonate.  The  various  salts  of  biplambic  triethyl  may  obsilj  be 
obtained  from  the  oxide  or  the  carbonate. 

Biplambic  triethyl  is  identicsl  with  Ldvri^s  methyloplumbethyl,  which  he  ohtuMi 
ai  an  iodide  by  actiag  upon  iodide  of  ethyl  with  an  alloy  of  lead  and  aodtiun.  Bocktoa 
foond  this  reaction  to  take  place  very  slowly,  even  at  tiie  boiling  point  of  the  iodide  of 
ethyl.  —  Neither  bromide  nor  iodide  of  ethyl  showed  any  tendency  to  anite  with  gnas- 
lated  lead  when  exposed  to  sunshine  or  heated  nnder  pressure  to  1 70*%  the  bromide 
remaining  quite  unchanged,  and  the  iodide  yielding  iodide  of  lead  and  gaseoiu  matter. 
(Bncktoo.) 


Page  109. 

Mercuric  Ethyl.    C*H«Hg. 

BucKTON.    Pha.  Trans.  IS59,  417;  abstr.  Proe.  Roy.  Soc,  9,  685. 

Formation  and  Preparation.     1.   By  the  action  of  ziuo-ethjl  o& 
iodide  of  mercnrons  ethyl : 

ZnEt     +     Hg>EtI     «>    Znl     -(-     2HgEt 

Bry  pnlverized  iodide  of  mercnrons  ethyl,  is  added  by  small  Quantities  to 
zinc-ethyl  contained  in  a  retort,  throue^h  which  a  stream  of  coal-gas » 
passing,  the  mixture  being  incorporated  by  stirring;  and,  as  soon  as  ^ 
zinc-ethyl  is  saturated, — which  may  be  known  by  the  stirring  rod  ceasing 
to  fnme  on  exposure  to  the — air,  the  product  is  distilled  till  nothing  but 
gases  pass  oyer.  The  product,  which  is  a  heavy  liquid  mixed  with  a 
little  ether,  is  then  distilled  with  a  slight  excess  of  zinc- ethyl,  to  ensure 
complete  decomposition  of  the  iodide,  then  washed  with  hydrochloric 
acid  and  afterwards  with  water,  and  rectified. -— 2.  By  heating  zinc-ethyl 
with  mercuric  chloride : 

ZnEt    4-     HgCl    »    ZnCl     -f     HgEt 

An  excess  of  mercuric  chloride  mnst  be  arolded,  as  otherwise,  chlon^ 
of  mercurous  ethyl  will  be  formed : 

HgEt     -h     HgCl    »    Hg^t,Cl 

The  slight  excess  of  zinc-ethyl  is  decomposed  by  water,  and  the  separatetl 
oxide  of  zinc  dissolved  out  by  dilute  hydrochloric  acid.  This  proceii  gi^ 
a  very  good  result;  but  the  former  is  preferable,  aa  it  occaiiona  less  consoJBpd^  ^ 
zinc-ethyl. 


\ 
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S.  Bj  the  action  of  cyanide  of  potassiam  on  the  iodide  of  mercurous 
ethyl : 

Hg»EtI     -h     KCy     =     HgEt     +     KI     +     Hg     +     Cy 
This  mode  of  prepftntion  is  not  advantageoos,  being  attended  with  considerable  loss. 

PropertieB,  Transparent  colourless  liquid,  having  a  fiunt  ethereal 
odour.  It  is  insoluble  in  water,  sparingly  soluble  in  alcohol,  readily  in 
ether.    Sp.  gr.  2*46.     Boiling  point  ISS''  to  leo"".     Vapour-density  9'97. 

Bnckton. 

Hg    100    ....     77-53     77-24 

4C      24     ....     18-60     18-66 

5  H      5     ....       3-87     3-72 

C*H»Hg  129    ....  100-00    99-62 

Vol.  Density. 

Mercnry-vaponr 1     6*9300 

Ethyl-vapour 1     2*0105 

Vap.  ofC<H»Hg 1     8-9405 

Considerable  diflScnlty  was  experienced  in  determining  the  vapoor-density  by  expe- 
riment, the  vapour  being  decomposed  at  about  226°  into  mercury  and  ari  inflammable 
gas,  probably  a  mixture  of  ethylene  and  hydride  of  ethyl. 

The  formula  of  mercuric  ethyl  ought  perhaps  to  be  doubled,  so  as  to  make  it  repre- 
sent 2  volumes  of  vapour.  The  great  difference  between  the  boiling  points  of  mercuric 
methyl  (96")  and  mercuric  ethyl  (160°)  is  also  in  favour  of  this  view.  A  test  of  its 
correctness  was  sought  in  the  action  of  zinc-ethyl  on  iodide  of  mercurous  methyl,  which, 
if  mercuric-ethyl  be  reaUy  Hg'Et^,  might  be  expected  to  yield  mercwric  ethylomethyl 

Hg'-j  -a?  The  two  substances  act  upon  each  other  with  evolution  of  heat^  and  a  dis- 
tillate is  obtained,  varying  from  60°  to  160**;  but  on  rectifying  the  product,  nothing  is 
obtained  but  mercuric  ethyl  and  mercuric  methyl.  Possibly  mercuric  ethylomethyl  is 
first  formed  and  then  decomposed  by  heat.  (Buckton.)  —  Frankland  obtained  a  similar 
result ;  also  by  the  action  of  anc-methyl  on  chloride  of  menmrons  ethyl.  {Proc,  Roy. 
Soc,  9,  676.) 

Decompositions.  1 .  Mercuric  ethyl  bums  with  a  smoky  flame,  more 
luminous  than  that  of  mercurous  ethyl,  giving  off  a  large  quantity  of 
mercurial  vapour.  —  2.  When  poured  into  chlorine  gas,  it  bursts  into 
flame  and  is  almost  entirely  destroyed.  It  acts  violently  also  with  iodine 
or  bromine,  bat  if  the  action  be  conducted  under  water,  ethyl  or  its 
products  of  decomposition  are  eliminated;  if  the  liquid  is  kept  cool  by  a 
freezing  mixture,  the  nascent  ethyl  unites  with  the  oromine: 

2HgEt     +     2Br     ^     Hg^fitBr     +     EtBr 

3.  With  sulphuric  and  hydrochloric  acid,  it  behaves  like  mercuric 
methyl  (p.398),  yielding  hydride  of  ethyl  and  sulphate  or  chloride  of 
mercurous  ethyl: 

4HgEt     +     2S0<H     -     2HEt     +     2CS0*,Hg»Et) 

4.  Sodium  slowly  decomposes  mercuric  ethyl,  forming  a  bulky  grey 
spongy  mass,  which  is  very  liable  to  explode  from  slight  causes,  and 
instantly  takes  fire  on  coming  in  contact  with  the  air.    On  applying  a 
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gentle  heat,  a  violent  eyolntion  of  gas  takes  place,  oonastiDg  of  ethjlene 

and  bydride  of  ethjl.     Probably  sodium-etbyl  is  first  formed: 

C^H^Hg     4-     Na    -    Hg     +     OH^Na 

and  then  decomposed  by  heat: 

2C«H*Na    »    2Na     -I-     C«H<     +     C«HSH 


Action  qfZine^ethyl  on  tkt  Chlorides  i^  Silver ,  Copper^  and  Platinum.  —  Zinc- 
ethyl  acts  Tiolently  on  chloride  of  silver,  the  Utter  being  partly  reduced  to  the  metalfie 
state,  and  on  the  addition  of  water,  efferrescence  takes  place  and  chloride  of  sine  alone  ii 
found  in  solution.    The  aotaon  appears  to  be  i 

C«H*Zn     +     AgCl    *     ZnCl     -h     Ag     <i>     C^H* 

Similar  reactions  appear  to  take  place  with  protochloride  of  platiniun  and  sab- 
cUoride    of  copper  CnH^l*  no  organo-metalUc   body  iMiag  fonned  in  either 
(Backton.) 


Page  111. 

Oxalic  Acid. 

FcmuMon.  Alcohol  may  be  converted  into  oxalic  acid,  by  thi 
action  of  bichloride  of  platinam.  Schlossberger  found  {Afm.  Fhan^ 
110,  247)  that  the  ether-alcohol  washings  of  chloroplatinate  of  amme- 
niam  from  nitrogen-determinations,  which  had  been  accnmulatinf  for 
sereral  years  in  his  laboratory,  on  being  mixed  with  water  and  treed 
from  excess  of  platinam  by  snlphnretted  hydrogen,  yielded  by  evaporir 
ration  fine  colonrless  prisms  of  oxalic  acid.  Tho  ramaining  add  liquid  whss 
neutralised  with  soda  and  evaporated^  yielded  brown  sympy  residaes,  piohably  ooa- 
taining  products  of  oxidation,  similar  to  those  which  Debus  obtained  by  the  action  of 
nitric  add  upon  alcohol. 

Sesquichhride  and  protochloride  of  carbon,  are  converted  into  oxalie 
acid,  when  heated  in  a  sealed  tube  with  hydrate  of  potash,  the  former  to 
210''^220^  the  latter  to  about  200^  With  sesquichloride  of  carboDi 
the  reaction  ' 


C<»     +     8KH0*    -     C*K?0«     +     6KC1     +     8HO 

Ko  other  products  are  formed,  but  the  qoantity  of  the  sesqnichloride 
converted  into  oxalate  of  potash  is  very  small  in  proportion  to  the 
whole. 

With  protochloride  of  carbon,  the  reaction  is — 

Oa*     +     6KH0     «     C<KW     +     4KC1     +     4H0     +     2H 

The  proportion  of  oxalic  acid  fonned  in  this  case  is  much  greater  than  in 
the  former.    (Genther,  Ann.  Fharm.  Ill,  176),  compaK  p.  421. 

For  the  formation  of  oxalic  add  from  glycol  see  p.  423.  —  Difference  of  aetioo  9i 
potash  and  loda  in  the  fbnnation  of  oxalic  add  from  starch,  lignin,  &c.,  p.  S8S. 
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Action  of  Oxalic  Acid  on  Salts. ^^ Oxalic  acid  in  solation  readily 
decomposes  fluoride  of  calcium,  eliminatiug  hydrofluoric  acid.  It  decom- 
poses the  phosphates  of  iron,  silver,  zinc,  and  copper,  and  the  arse- 
niates  of  iron,  silver  and  copper,  setting  the  phosphoric  or  arsenic 
acid  free.  It  dissolves  the  protosulphides  of  iron  and  manganese, 
but  not  the  sulphides  of  zinc,  cadmium,  uranium,  cobalt,  mercury, 
o^  copper.  It  decomposes  most  chromates,  the  liberated  chromic  acid 
likewise  suffering  decomposition,  especially  if  the  liquid  be  heated. 
Chromate  of  zinc  is  first  dissolved  with  yellow  colour;  but  after 
awhile,  and  especially  if  heat  be  applied,  oxalate  of  zinc  separates  out 
and  oxalate  of  chromium  remains  in  solution.  The  chromates  of  baryta, 
bismuth,  mercury  and  oxide  of  lead  are  immediately  decomposed  by 
oxalic  acid,  without  previous  solution;  chromate  of  lead  dried  at  a  strong 
heat,  is  scarcely  attacked  by  oxalic  acid.  Terchloride  of  antimony  is 
decomposed  by  concentrated  solution  of  oxalic  acid;  the  precipitate  is 
free  from  chlorine,  and  is  but  very  slowly  decomposed  by  boiling  water. 
Finely  pionnded  glass  is  rapidly  attacked  by  oxalio  acid,  the  lime  and 
alkali  being  dissolved  out  and  the  silica  separated.  Many  minerals  are  alto 
decomposed  by  oxalio  acid ;  its  presence  in  lichens  probably  eontributes 
to  the  decomposition  of  rocks.    (J.  W.  Slater,  Ohem^  Oom.  1856,  IdO.) 


Page  127. 

Oxalates. 


SoucHAY  &  Lenssbn.  Ann,  Fkarm.  99,  31 ;  100,  308;  102,  35,  41 ; 
103,  308 ;  105,  245  ;  abst  JahreOcr.  d,  Ckem.  1856,  446;  1857, 
289;   1858,243. 

Add  Oxalate  ofSodOf  OHNaO*  +  Aq,  dissolves  in  60*8  pts.  of  water 
at  15*5^  and  in  47  pts.  of  boiling  water;  the  latter  solution,  if  left  to 
cool  quietly,  sometimes  remains  supersaturated.  It  does  not  give  off 
any  water  when  left  to  stand  over  oil  of  vitriol;  but  at  ordinary  tempe- 
ratures, it  gives  off  its  water  of  crystallisation  at  100^  and  hydrated 
oxalio  acid  at  160^. 

It  does  not  appear  possible  to  prepare  oxalate  of  soda  containing  a  laiger  propor- 
tion of  oxalic  add. 

Oxalate  of  Lithia,  The  newtral  salt  C*Li*0^  obtained  by  saturating 
a  hot  solution  of  oxalic  acid  with  carbonate  of  lithia,  toparates  on  cooling 
in  indistinct,  nodular,  anhydrous  crystals.  The  salt  likewise  separates 
in  the  anhydrous  state  from  its  aqueous  solution,  on  the  addition  of 
alcohol.     1  pt.  of  it  dissolves  in  13*1  pts.  of  water  at  19*5*'. 

CryitaUind.  Sonehay  &  Lenssen. 

2LiO   29-28    ....    28-92     2907 

C^0« - 72-00    ....     71-08 


C^UH3^   101'28    ....  100-00 

According  to  Bammelsberg,  the  crystals  contain  1  At.  water. 


2  L  2 


616  ADDITIONS  to  VOL.  IX. 

The  acid  BaU,  OHLiO*  +  2Aq,  forms  large  tabular  crystals,  wliiek 
dissolve  in  12-8  pts.  of  water  at  17°,  gave  off  2  At.  water  at  TOO**,  mai, 
oxalic  acid  at  160^ 

Sonchay  &  Tjeoaxeom 

liO  14-64    ....     12-88    12-97 

C*W 72-00     ....     63-36       * 

3  HO    27-00    ....    23-76 

OHLi08  +  2Aq  113-64     ....  100-00 

It  does  not  appear  possible  to  obtain  either  a  byperacic  oxalate  of  lithia  or  a  double 
oxalate  of  lithia  and  magnesia. 

Oxalate  of  Baryta,  The  neutral  salt  C^Ba*0*  +  2Aq,  dissolTes  is 
2590  pts.  of  cold,  and  2500  pts.  of  hot  water,  more  readily  in  solatioa  of 
sal-ammoniac,  still  more  in  water  containing  acetic  acid,  and  most  readily 
in  aqueous  oxalic  acid.  At  1 00°  it  gives  off  1  At.  water,  and  is  reduoeal 
to  C^Ba'O^  +  Aq,  which  is  also  the  composition  of  the  salt  obtained  by 
precipitating  a  solution  of  chloride  of  baxium  with  oxalate  of  ammonia  at 
the  boiling  heat. 

Acid  oxalate  of  baryta,  C*HBa*0®  +  2Aq,  gives  off  1  At.  water  at 
100°,  the  second  At  of  water  of  crystallization  at  125°,  and  at  1 40**,  oxalic 
acid  begins  to  volatilize  (See  ix,  129).  The  crystals  require  392  pts.  of 
water  at  17°  to  dissolve  them,  and  are  decomposed  by  hot  water,  with 
formation  of  the  neutral  salt;  alcohol  likewise  throws  down  the  neutral 
salt  from  the  aqueous  solution  of  the  acid  salt 

Oxalate  of  Strontia.  The  netdral  salt  G^Sr'O^  is  precipitated  from  solu- 
ble strontia-salts  by  oxalate  of  ammonia  (if  precipitated  by  oxalate  of  pota^ 
It  oonuins  potash),  as  a  loose  white  powder  containing  5  At.  water, 
1  At.  of  which  (4*07  p.  c.)  it  gives  off  at  60°,  two  more  at  100^,  and  the 
remaining  2  At.  at  150°.  It  is  likewise  obtained  by  precipitating  a  con- 
centrated solution  of  nitrate  or  chloride  of  strontium  with  a  small  quan- 
tity of  oxalic  acid.  It  dissolves  in  12000  pts.  of  cold  water,  is  nearly 
insoluble  in  hot  concentrated  oxalic  acid,  moderately  soluble  iu  ammo- 

niacal  salt.  Since  sulphate  of  strontia,  according  to  Freaenins,  requires  only  7000 
parts  of  water  to  dissolve  it,  oxalic  acid  should  be  a  more  delicate  test  for  strontia  Ay 
sulphuric  acid;  it  is  however,  seldom  applicable  for  that  purpose  in  analysis^  on  account 
of  the  solubility  of  oxalate  of  strontia  in  ammoniacal  salts ;  moreover  the  delicacy  of  the 
reaction  with  snlphnric  acid  may  be  greatly  increased  by  addition  of  alcohol. 

Sonchay  &  Lenssen. 
mean, 

2  SrO  104     ....     4706    46-61 

C*H« 72     ....     32-50    32-23 

5  HO   45     ....     20-56 

C<Sia08  +  5Aq     221     ....  100-00 

The  neutral  salt  with  2  At.  water,  C*Sr»0*  +  2Aq  (ix,  129),  is  obtained 
by  precipitating  a  boiling  solution  of  nitrate  of  strontia  with  oxalate  of 
ammonia,  and  boiling  the  precipitate  with  the  liquid  for  a  considerable 
time.     It  does  not  give  off  any  water  at   100°.     Wicke's  salt  with  6  At. 
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water,  Souchay  &  Lenssen  were  unable  to  obtain^  possibly  Wicke  analysed  a  mixture 
of  tbe  neutral  and  the  acid  salts,  such  a  miiture  being  in  fact,  obtained  by  precipitating 
a  concentrated  solution  of  oxalic  acid  with  a  small  quantity  of  nitrate  or  chloride  of 
strontium. 

Add  Oxalate  of  Slrontia,  OHSrO'  +  2Aq,  waa  once  obtained  by 
niixing  a  rather  strong  solution  of  chloride  of  strontium  with  1  or  2 
measures  of  strong  hydrochloric  acid,  and  3  or  4  measures  of  solution  of 
oxalic  saturated  at  60°.  After  standing  for  some  days  at  0°,  the  liquid 
deposited,  together  with  oxalic  acid  and  the  neutral  salt,  crusts  of  an 
acid  salt,  consisting  of  highly  lustrous  prismatic  crystals,  with  pyramidal 
summits,  mostly  united  in  geodes.  These  crystals  effloresced  in  the  air, 
and  were  resolved  by  water  into  free  oxalic  acid  and  the  neutral  salt. 
They  gave  by  analysis  340  p.  c.  strontia,  the  formula  requiring 
84*4  p.  c. 

Oxalate  of  Lime,  —  For  the  salt  precipitated  from  calcium-solutions 
by  alkaline  oxalates  and  dried  at  a  gentle  heat,  Thomson,  Graham,  and 
others  gave  the  formula  C*Ca*0"  +  4Aq  (ix,  130).  Accordinff  to 
E.  Schmid  {Ann,  Fhann,  97,  225),  the  precipitate  of  oxalate  of  lime 
obtained  by  mixing  neutral  solutions  of  chloride  of  calcium  and  oxalate 
of  potash,  and  left  to  dry  for  a  considerable  time  at  ordinary  tempera- 
tures in  the  air,  or  for  a  shorter  time  in  vacuo  over  sulphuric  acid, 
consists  of  C*Ca'0®  +  2Aq  (water  by  analysis,  12-3  p.  c,  by  calculation,  12'1). 
The  precipitate  thus  obtained,  did  not  exhibit  distinct  angular  termina- 
tions, even  ivith  a  magnifying  power  of  300°;  but  that  which  was  pro- 
duced by  filowly  adding  a  solution  of  oxalate  of  potash  to  solution  of 
chloride  of  calcium,  exhibited  under  the  microscope  dendrites  and 
laminse  made  up  of  oblique  prismatic  tables,  and  appeared  to  consist  of  a 
tnixture  of  the  hydrates  C*Ca»0®  +  4Aq,  and  C*Ca*0«  -h  2Aq. 

According  to  Souchay  and  Lenssen  {Ann,  Pharm,  100,  308),  oxalate 

of  lime,  dried  in  the  air  at  ordinary  temperatures,  contains  sometimes 

2  At.,  sometimes  6  At.  water;  and  when  dried  at  100^,  always  2  At., 

half  of  which  is  given  off  at  ISO*',  and  the  remainder  at  a  temperature 

considerably  above  200^;  on  exposing  the  anhydrous  salt  to  the  air, 

the  2  At.  water  are  quickly  reabsorbed.     A  salt  with  4  At.  water  does 

not  appear  to  exist.  —  Oxalate  lime  precipitated   at  the  boiling  heat 

from   a  mixture  of  solutions   of  chloride   of  calcium   and   oxalate  of 

ammonia,  contains  C^Ca'O"  +  2Aq;  so  likewise  when  precipitated  in 

the  cold  from  concentrated  solutions,  whether  neutral  or  alkaline;  but  the 

salt  precipitated  in  the  cold  from  dilute  solutions,  is  always  a  mixture  of 

C*Ca*0*  +  2Aq,  and  OCa^O''  +  6Aq.  —  On  adding  a  small  quantity  of 

chloride  of  calcium  to  a  saturated  solution  of  oxalic  acid,  a  precipitate 

is  formed  consisting  of  microscopic  crystalline  lamince,  and  containing 

C^Ca'O^  +  2Aq;  and  on  adding  a  small  quantity  of  oxalic  acid  to  a 

large  excess  of  chloride  of  calcium,  a  gummy  precipitate  is  obtained  of 

the  same  composition,  and  appearing  under  the  microscope  as  an  indistinct 

crystalline  mass;  but  by^a^iding  a  small  quantity  of  chloride  of  calcium 

to  a  very  dilute  solution  of  oxalic  acid,  there  is  formed  after  awhile,  a 

precipitate  consisting  of  square  prismatic   crystals  of  C*Ca*0*  +  6Aq, 

together  with  oblique  prismatic  (monoclinometric)  crystals  Ca*Ca*0'  + 

2Aq,  the  former  being  in  larger  proportion  as  the  oxalic  add  solution 

iflmore  dilute. 

The  square  prismatic  crystals  of  oxalate  of  lime  occurring  in  plants 
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(3famiUaria  quadri^na,  Cereu»  tenilis,  MeUcadui  fnacroacdntkmy  fte), 
are,  aooording  to  Schmid,  CHJa'O*  +  6 Aq;  they  give  off  two-thirda  of  thcff 
water,  slowly  when  exposed  to  the  air,  more  quickly  in  rarefied  air. 
The  statement  of  Lehmann,  that  these  crystals  are  obtained  by  mixing  dilate  solntioBf 
of  lime-salts  and  alkaline  oxalates,  is  not  confirmed  by  Schmid's  obserrations. 

BAavumt  of  Oxalate  of  Lime  with  ffydroeUaric  Acid.  —  A  aoIotioB 
of  oxalate  of  lime  in  hot  hydrochloric  acid,  deposits  crystals  of  the  sslt 
OK]la^0'  4-  2Aq.  (E.  Schmid).  According  to  Sonchay  <k  Lensaen,  this 
salt  is  deposited  on  cooling,  when  oxalate  of  lime  is  added  at  100%  to  hydro- 
chlorto  acid,  of  sp.  gr.  less  than  1*10,  in  quantity  sni&cient  to  satorate  it; 
but  if  the  solution  is  not  saturated,  it  deposits  after  some  time,  sqian 
prismatic  crystals,  consisting  of  C*Ca*0*  +  6 Aq.  —  By  adding  oxalate 
of  lime  to  warm  hydrochloric  acid,  of  sp.  gr.  I'lO  or  higher,  double 
salts  are  obtained  in  scaly  crystals,  consisting  of  oxalate  and  chloride  of 
calcium.  With  acid  of  sp.  gr.  1*20  Soucbiay  &  Lenssen  obtained  the 
salt  20*Ca«0»  +  OaCl  +  24  HO  : 

Sonchay  8t  Lennen. 

2  C<Ca20« 256*0    ....    48-53    47*93  to  50-98 

CaCa       65*5    ....     10-52    9*51  to  10*91 

24  HO        2160    ....    40*95 

627-5     ....  10000 

Fritssche's  salt  C4Ca2C>8,2CaCl  -l-  14Aq  (iz,  132),  was  not  obtained  either  by 
Soudiay  St  Lenssen  or  by  Schmid. 

With  nitric  acid,  oxalate  of  lime  behaves  in  the  same  manner  ai 
with  hydrochloric  acid,  excepting  that  it  is  insoluble  in  strong  nitric 
acid,  and  therefore  does  not  yield  any  oxalo-nitrate.  (Soucbay  & 
Lenssen).  According  to  Schmia,  a  solution  of  oxalate  of  lime  in  hot 
nitrio  acid,  deposits  monoclinometrio  laminae  of  the  bihydrated  salty  the 
last  mother-liquors  however,  yielding  free  oxalic  acid. 

Oxalate  of  lime  is  insoluble  in  hot  concentrated  solutions  of  the 
chlorides  of  potassium,  sodium,  ammonium,  barium,  strontium,  and  calcium, 
but  soluble  to  a  considerable  extent  in  hot  solutions  of  salts  of  the  metals 
belonging  to  the  magtiesian  group,  and  is  precipitated  from  these  solu- 
tions by  excess  of  an  alkaline  oxalate.     (Souchay  &  Lenssen). 

Oxalate  of  lime  dissolves  in  consMerable  quantity  in  pure  photiphone 
acid,  especially  with  the  aid  of  heat.  Such  a  solution,  when  largely 
diluted  with  water,  remains  clear  if  it  contains  a  large  quantity  of  phos- 
phoric acid;  and  if  caustic  soda  be  then  cautiously  added,  till  the  preci- 
pitate formed  at  first  is  redissolved,  and  the  liquid  then  left  to  stand 
quietly,  a  large  proportion  of  the  oxalate  of  lime  crystallizes  within 
24  hours  in  quadratic  pyramids;  and  the  mother-liquor,  if  again  treated 
with  soda,  yields  another  crop  of  crystals.  (Neuoauer,'  Ann.  Fharv^ 
99,  223.) 

Oxalate  oflfagneiia  is  best  prepared  by  neutralising  oxalic  acid  with 
carbonate  of  magnesia,  and  washing  with  cold  water;  when  precipitated 
from  a  magnesia-salt  by  oxalate  of  potash,  it  always  retains  potash.-^ 
Prepared  by  the  first  method,  it  is  a  white  sandy  powder,  consisting  of 
C^MgH}*  -H  4Aq,  soluble  in  1500  pts.  of  water  at  16^  and  in  1300  pts.  of 
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boiling  water.  It  gives  off  1  '5  p.  o.  water,  at  100^  and  does  not  lose  tbe 
irhole  of  it  even  at  140°;  but  at  150°  it  becomes  anbydrons,  at  tbe  same 
time  however,  suffering  partial  decomposition. 

No  add  oxalate  of  magnesia  or  doable  oxalate  of  magnesia  and  soda  appears  to 
exist. 

Ammonio-magnenan  Oxalates.  —  A  concentrated  solution  of  chloride  of 
magnesium  forms,  with  oxalate  of  ammonium,  ajprecipitate  of  oxalate  of 
magnesia,  which  always  contains  small  quantities  of  tbe  double  oxalate  of 
magnesia  and  ammonia.  But  a  dilute  solution  of  chloride  of  magnesium 
mixed  with  oxalate  of  ammonia,  especially  if  a  little  caustic  ammonia  is 
added,  yields,  after  standing  for  some  time,  crystalline  crusts  consisting 
of  oxalate  of  magnesia  and  ammonia  and  oxalate  of  magnesia  in  equiva- 
lent proportions,  varying  according  as  tbe  magnesia  or  the  oxalate  of 
ammonia  predominated  in  the  liquid ;  they  dissolve  in  water  with  separsr 
tion  of  oxalate  of  magnesia. 

a.  2C*Mg(NH*)Q*,5C*(NH*)«0«  +  1 8 Aq.  —  Obtained  by  adding 
oxalate  of  ammonia  to  a  magnesia  solution,  rendered  strongly  alkaline 
by  ammonia  and  then  mixed  with  a  quantity  of  sal-ammoniac  sufficient 
to  redissolve  the  precipitate, — in  such  proportion,  that  the  magnesia  may 
be  to  the  oxalic  acid  (C*H»0»  +  4Aq),  as  1  :  12-6. 

Sonchay  8t  Lenssen. 

2MgO  40  ....      3-93    398 

12NH*0  312  ....  49-51     30-41 

7C*H« 504  ....  30-65     49-53 

18  HO  162  ....  15-91 

1018    ....  100-00 

h.  5C*Mg(NH*)0«  +  4C*(NH*)*0»  +  24Aq-  —  By  mixing  a  magnesia 
solution  with  oxalate  of  ammonia,  in  snch  proportion  that  the  magnesia 
may  be  the  ozalio  acid,  as  1*0  :  6*8. 

Sonchay  &  Lenssen. 

5MgO  100  .,..      7-68    7-70 

13NH<0 388  ....  25-98     25-99 

9C*0«  648  ....  49-77    49*61 

24  HO 216  ....  16-57 

1302    ....  100-00 

The  salt  C<Mg(NH^)0"  +  C^Mg^O^  +  2Aq  described  by  Brandes  (ix,  183),  was 
not  obtained  by  Soachay  &  Lenssen. 

c.  C*Mg(NH*)0»  +  2C*(NH*)«0»  +  8Aq.  —  Prepared  by  gradually 
adding  recently  precipitated  oxalate  of  magnesia  to  a  boiling  concen- 
trated solution  of  oxalate  of  ammonia,  till  tbe  former  no  longer  dissolves, 
even  after  long  boiling.  On  filtering  hot,  and  leaving  the  liquid  to  cool 
quietly,  the  salt  c  separates  in  hard,  warty,  crystalline  crusts^  having 
the  appearance  of  enamel,  slightly  translucent,  and  efflorescing  in  the 
air.  It  dissolves  pretty  readily  in  water,  with  partial  separation  of 
oxalate  of  magnesia;  in  ammoniacal  salts  it  forms  a  clear  solution. — 
At  100''  it  gives  off  13*3  p.c.  (rather  more  than  6  At.)  water;  at  120% 
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7  At»  in  all ;   at  1 40**  it  begins  to  decompose  and  assume  a  brownMl 
tint. 

Sonohaj  & 

M|?0   20  ....  4-56  ^  4-51 

5  NH*0 130  ....  29-69  29*83 

3  C*0«    216  ....  49-31  49*26 

8  HO      72  ....  16-44 


C<Mg(NH^)08  +  2C*(NH*)«08  +  8Aq  ....     438    ....  10000 

d.  C*Mg(NH*)0*  H- 3C*(NH*)»0''  +  8  Aq.  —  When  the  mother-liquor 
from  which  the  preceding  salt  has  crystallized  is  mixed  with  a  littie 
water  and  ammonia^  and  set  aside  for  some  weeks  in  the  cold,  it  deposits 
milk-white  crusts,  which  dissolve  in  water  with  partial  decern po&itioo, 
the  solution  becoming  turbid.  It  gires  off  12*15  p.  c.  (about  8  At) 
water  at  100^ 

Souchay  &  T^pniHWiii, 

MgO  182  ....      3-56    3-56 

7NH*0  20  ....  32-39 

4C*0«  288  ....    51-24    51-26 

8  HO  72  ....  12-81 

562    ....  100-00 

Oxalate  of  Glucina  and  Amnumia,  OG(NH*)0®.  —  According  to 
Senarmont  and  Rammelsberg  (Jahresb,  d.  Chem»  1857,  295)  the  ciystak 
of  this  salt  belong  to  the  right  prismatic  (rhombic)  system,  exhibitiDg 

the  faces  oo  P  oo  .   oo  P  oo  .  oP  .  P.  2P.  »  P  .  P  oo  .  P  op    .  2P  oo 

.  4P  00.     Ratio  of  the  axes  =  0*8759  :  1  :  1-7413.     Inclination  of  the 
faces,  P  :  P  in  the  brachy diagonal  principal  section  =  121''  50';  in  the 
macrodiagonal  =  111''  24';  in  the  bfuio  section  =  9B''  44';  2P  :  2P  in 
all  three  sections  =  105°  56';   93°  10'  and  132°  4'.  —  oo  P  :  oo  P  « 
=  138°  47' ;  oP  :  i*  00  =  143°  27';  oP  :  P  oo  =  139^  45'. 

Oxalate  of  Manganese,  -»  This  salt,  whether  prepared  by  precipating 
the  sulphate  or  chloride  of  manganese  with  oxalic  acid,  or  by  treating 
the  carbonate  of  manganese  or  manganoso-maoganic  oxide  with  oxalic 
acid,  contains,  in  the  air-dried  state,  5  At.  water.  Souchay  &  Lenssen 
(Ann.  Pharm.  102,  47)  found  in  it,  37 '55  p.  c.  MnO,  the  formula  C^MnW 
+  5Aq  requiring  37*83  p.  c.  1  pt.  of  this  hydrated  salt  dissolves  in 
2460  pts.  of  cold,  and  in  1250  pts.  of  boil ing. water ;  but  the  solubility 
is  very  greatly  increased  by  the  presence  of  a  trace  of  oxalate  of  potash 
or  oxalate  of  ammonia.  At  100°,  according  to  Souchay  &  Lenssen,  it 
gives  off  all  its  water  (as  previously  found  by  Liebig,  Ann,  PJkamL  95, 
116).  After  drying  at  that  temperature,  it  yielded  48*52  and  49*09  p.  c 
MnO,  the  formula  C*MnW  requiring  49*72  p.  c. 

The  results  just  detailed  are  at  variance  with  those  obtained  by 
other  chemists.  According  to  Graham  (ix,  146),  the  salt  contains  5  At. 
water,  the  whole  of  which  it  retains  at  ]  00°;  according  to  Hansmann  k 
Lowenthal,  it  contains  after  drying  at  100°  4  At.  water. 

According  to  H.  Croft  {Ckem.  Gaz,  1857,  62),  the  quantity  of  water 
contained  in  manganous  oxalate  varies  with  the  temperature  at  which 
it  is  precipitated.    Hot  concentrated  solutions  of  manganous  sulphate  and 
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oxalic  aoid  yield  a  white  granular  precipitate  consisting  of  OMK)*  + 
4Aq,  which  does  not  give  off  any  water  at  100°.  (This  agrees  with  the 
statement  of  Hausmann  &  L&wenthal.)  In  a  solution  of  manganoQS  sulphate 
in  30  pts.  ol  water,  oxalic  acid  produces  a  precipitate  which  has  a  faint 
violet  colour,  but  in  a  few  days  becomes  white  and  granular,  and  exhibits 
the  same  composition.  When  manganous  sulphate  dissolved  in  30  to 
100  parts  of  water  is  precipitated  by  oxalate  of  potash,  a  pale  violet 
crystalline  precipitate  is  obtained,  resembling  benzoic  acid  and  containing 
C^M'0^+6Aq.  It  is  unalterable  in  the  aii  at  ordinary  temperatures, 
but  at  100°  gives  off  2  At.  water  and  turns  white.     When  heated  for 

I  some  time  in  the  air,  it  yields  red  crystalline  manganic  oxide.     (Croft). 

—  These  statements  are  confirmed  by  Georgeu  (Compt.  rend.  47,  929)* 
Oxalic  acid  mixed  with  excess  of  manganous  sulphate  in  the  cold,  yields 

t  rose-coloured  prismatic  needles  of  the  salt  C^Mn^O^  +  6Aq ;  but  when 

a  very  hot  solution  of  oxalic  acid  is  mixed  with  a  hot  solution  of  a 
manganous  salt  till  a  precipitate  begins  to  form,  and  the  liquid  is  then 
left  to  cool,  white  flattened  octohedrons  are  obtained,  consisting  of 
OM'O"  +  4Aq.  ~-  The  red  salt,  when  dried  in  the  air,  gives  off  2  At. 
water  and  turns  white ;  but  in  vacuo  and  even  at  95°,  it  retains  its  red 
colour,  although  it  loses  the  greater  part  of  its  water. 

AmmonuMnanganous  Oxalate. -^  OzaiaXe  of  manganese  forms  with 

oxalate  of  ammonia,  a  series  of  double  salts  analogous  to  the  oxalate  of 

ammonia  and  magnesia,  to  which  Souchay  &  Leussen  assign  the  general 

I  formula  «C*Mn(NH*)0*»  +  2C*Mn(NH*)H)«  +   8Aq,   the   composition 

r  varying  according  to  the  degree  of  dilution  and  the  proportions  in  which 

i  the  constituent  salts  are  mixed. 

(  a.  C*Mn(NH^)0^  +  2Aq  is  obtained  by  adding  oxalate  of  manganese 

to  a  boiling  saturated  solution  of  oxalate  of  ammonia,  and  filtering  the 

I  rose-coloured  solution  while  still  hot.     The  crystalline  crusts  composed 

[  of  microscopic  square  prisms,  which   first  separate   from    the    liquid, 

consist  of  the  salt  a.     The  mother-liquor  yields  crystals  of  different 

composition. 

Souchay  &  Lensien. 

MnO  35-6  ....  23-48    24-18 

'  NH«0  26-0  ....  1716 

I  C<0«  72-0  ^  47-49    46-83 

2  HO  18-0  ....  11-87 

'  151-6    ....  100-00 

'  5.  2C*Mn(NH*)0''  +   C*(NH*)«0«  +  8Aq.  — The  mother-liquor  of 

the  salt  a,  filtered  and  left  to  itself  for  24  hours,  deposited  crystalline 

^  crusts  consists  of  microscopic  prisms^  which  gave  by  analysis  15*24  p.  c. 

MnO  and  46-20  C^O^  the  formula  of  salt  b  requiring  15*37  MnO  and 
46-63  C*0«. 

c.  C*Mn(NH*)0»  +  2C*(NH*)W  +  SAq.—  The  mother-liquor  of  b 
mixed  with  water,  yielded,  after  standing  for  a  day,  crystalline  crusts 
containing  7*44  p.  c.  MnO,  and  47*48  p.  c.  C*0*;  the  formula  c  requires 
7-84  p.  c.  MnO  and  47*57  CK)\ 

d.  The  mother-liquor  of  c  deposits,  after  standing  for  some  time, 
crystalline  crusts  containing  6-19  p.  c.  MnO  and  49*82  C^O^  agreeing 
with  the  formula  C*Mn(NH*)0*  +  30(NH*)H)«  -|-  8Aq,  which  requires 
6- 17  MnO  and  4986  C*0». 
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All  theee  salts  are  decomposed  by  water  and  effloxesoe  lafiidly  in  the  ab. 

The  coloar  is  reddish  or  white,  aocordiug  to  the  pioportioDs  of 
Gontained  in  theou  Those  which  contain  a  large  proportion  of 
nese  separate  in  small  prisms,  while  those  with  a  smaller  quantity  of 
manganese  are  deposited  in  crystalline  crusts  or  nodules,  aad  alwajt 
after  the  solution  has  been  left  at  rest  for  some  time. 

e.  OxcHaU  ofManganede  and  Manganammonium^  C^Mn(NyH'lC]i)0* 
+  6Aq.  —  When  a  boiling  solution  of  oxalate  of  ammonia  is  satai&ted 
with  oxalate  of  manganese,  the  liquid  filtered,  and  ammonia  added  till 
the  filtrate  smells  slightly  of  it,  a  white  or  slightly  green  crystaJline 
powder  is  precipitated,  consisting  of  transparent  microscopic  crystals, 
which  have  the  form  of  square  prisms,  but  are  so  much  truncated  that 
they  are  scarcely  distinguishable  from  cubes. 

Souchay  &  T^ensfiBn, 

2MnO   71-2    ....     33*24    32*62 

NH»    17-0    ....       7.93    7-79 

CH>«    720    ....    33*61    31*52 

6  HO      54*0    ....     25*22 

214*2    ....  100-00 

WiBkelblecft  assigned  to  a  talt  prepared  in  a  siiiiilar  maaiMr,  the  fafmak 
2NH^C^Mn(NH<)0  -f  C^Us^Q^  +  8Aq,  the  aocaracy  of  which  ia  called  in  quMtiaa  bj 
GaaUn  (ix,  147). 

The  salt  decomposes  quickly  in  contact  with  water,  tnnung  hrawa 
and  absorbing  oxygen.  At  100^,  it  gives  off  6  At  water,  assoming  at 
the  same  time  a  fiunt  brown  colour.    (Souchay  &  Lenssen.) 

Potasno-manganous  OxaJaie,  C^MnKO*  +  2A({.  —  ObtaiBed  in 
reddish  crusts  by  adding  manganous  oxalate  to  a  boiling  coneentrated 
solution  of  oxalate  of  potash,  and  leaving  the  filtrate  to  cool.  Gives  off 
all  its  water  at  100^     (Souchay  &  Lenssen,  Ann,  Fharm,  102,  48.) 

Soachay  &  Lenasen. 

KO  47*2  ....  27*27     26*42 

MnO  35-6  ....  20*61     20*90 

C<0«  720  ....  41*69 

2  HO  18*0  ....  10*43 

C*MnK08  +  2Aq....  172*8     ....100*00 

Fotamo-manganic  Oxalate  is  best  obtained  by  saturating  d  pts.  of 
oxalic  acid  with  carbonate  of  potash,  adding. 4  pts.  of  oxalic  acid,  and  then 
peroxide  of  manganese  till  the  liquid  exhibits  but  a  faint  acid  reaction. 
The  purple  liquid  thus  formed  is  very  easily  decomposed  by  light  and 
heat.     Mixed  with  alcohol  in  the  dark  and  in  a  vessel  externally  cooled, 
it  deposits  potassio-manganic   oxalate   (probably  MnK)',3K 0,300*  -f- 
6Aq)  in  purple-red  crystals  which  however   cannot  be  dried  withoat 
decomposition  (Souchay  &  Lenssen,  Ann.  Phai'm,  105,  256.) 

Sodio-manganous  Oxalate,  Oxalate  of  manganese  dissolves  pretty  freely  in  warm 
oxalate  of  soda,  and  the  solation  deposits  crystalline  crusts  containing  Tariable  qianti- 
ties  of  manganese,  and  probably  consisting  of  oxalate  of  soda  having  oxalate  of  manga- 
nese mechanically  inclosed  within  it.     (Souchay  &  Lenssen,  Ann,  PAarm,  102,  49-) 
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OtcaUUB  of  Arsmums  Aeid  and  Poiatih,  —  Finely  pnlrerized  arsenions 
acid  dissolves  in  a  concentrated  boiling  solntion  of  oxalic  acid,  but  sepa* 
rates  a^^ain  on  cooling,  not  appearing  to  combine  with  it ;  bat  a  hot 
eolation  of  binoxalate  of  potash  dissolyes  arsenions  acid  much  more 
readily,  and  the  solution  on  cooling  deposits  small  bard  crystals  having 
a  fine  glassy  lustre.  They  gave  by  analysis  20*47  p.  c.  AsO*  and 
25-94  p.  c.  KO,  and  probably  consist  of  A80^3KO,3C*0•+6Aq,  which 
requires  19*4  AsO*  and  27*7  KO.  (Sonchay  &  Lenssen,  Ann.  Fharm, 
105,  255.) 

Oxalate  of  Antimony^  GXH,SbO')0^  +  Aq.  —  Souchay  &  Lenssen 
prepared  this  salt  by  mixing  a  saturated  aqueous  solution  of  oxalic  acid 
with  a  solation  of  torch loride  of  antimony  in  hydrochloric  acid  :  it 
separates  in  the  coarse  of  24  hours,  as  a  granular  precipitate  containing 
6 1 '1 4  p.  c.  teroxide  of  antimon3r|  and  31*33  p.  c.  CO'.  The  formula 
C*(H,SbO*)0»  +  Aq  or  SbO»,C*0*  +  2Aq  requires  61*58  SbO»  and 
30  73  C*0* 

The  salt  gives  off  1  At.  at  100^  and  begins  to  decompose  at  220°. 

(Souchay  &  Lenssen.)  It  was  origtnally  obtained  by  Pdigot  (ix,  148),  who 
asakned  to  it  the  formola  C^(H,SbO*)0*,  requiring  65*38  p.  c.  SbC  Peligot's 
analysis  gave  66*15  p.  c. 

Amm<mvhaniimonie  Oxalate.  Sb0*,dNH*0,3GH>'  4-  4Aq,— Obtained 
by  mixing  a  solation  of  teroxide  of  antimony  in  acid  oxalate  of  ammonia^ 
first  with  a  small  quantity  of  absolute  alcohol  (which  throws  down  acid 
oxalate  of  ammonia),  then,  after  filtering,  with  about  three  times  its 
Tolnme  of  absolate  alcohol 


SbO»    144  ....  30*39    3023    ....    29*89 

3NH«0 78  ....  16-45    15*87 

3C<0*    216  ....  45*57     45*87 

4  HO      36  ....  7-59 

474    ....  10000 

May  be  ngardad  either  at  CiS8b'''lNH«)>0»-f  4HO  or  as  C»(H*,Sb'0>,NH«)S0*« 
+  2H0. 

Potaeguhantimonic  Oxalate,  SbO»,3KO,3C*0«  + 1 2 Aq.  —  Obtained 
by  dissolving  teroxide  of  antimony  in  a  hot  concentrated  solution  of  acid 
oxalate  of  potash.  The  filtrate,  as  it  cools,  deposits  nodular  crystals  of 
the  salt,  which  dissolve  without  decomposition  in  water,  but  are  decom- 
posed by  mineral  acids,  with  separation  of  oxalic  acid  or  of  basic 
oxalate  of  antimony.  Gives  off  6  At.  water  at  100^  (Souchay  & 
Lenssen.) 

Souchay  &  Lenaaen. 

SbO>  1440  ....  23*67     23*20     ....    2384 

3KO  141-3  ....  23.19     ....     23*67 

3  0<0«  216*0  ....  35*43 

12  HO  1080  ....  17*71 

609*3     ....  10000 

»  C«Sb"'K«0«  +  12H0  or  C"(H*,K»,8bO»)02«  +  lOHO. 

SoduHintimonic  Oxalate.  SbO*,3NaO,3C*0»  +  2XaO,C*0»  +  20Aq 
or  C«(H»,Na»,SbO*)0'*+C»NaW+28Aq.  — Prepared  like  the  potash- 


Souchay  &  Lensaen.  I 


\ 
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salt.  Fonns  distinct  highly  lostroas  orystaUy  which  ^vd  by 
18-63  p.  c.  SbO*  and  19*88  NaO,  the  formula  requiring  18*81  SbO*  vA 
20-20  NaO.  When  heated  for  some  time  at  100^  it  givee  off  10  At 
water.  Dissolves  without  decomposition  in  water,  either  hot  or  cold,  ht 
is  decomposed  by  mineral  acids.  Sparingly  soluble  in  alcohol^  insoiobk 
in  ether.     (Souchay  &  Leussen,  Ann.  Fhaiin,  105,  252.) 

Oxalate  of  Bismuth.  2BiO»,3C*0*  +  15Aq  =  C"BJO»*  +  15Aq.- 
Separates  as  a  white  crystalline  precipitate  on  mixing  nitrate  d 
bismuth  with  excess  of  oxalic  acid.  Retains  2  At.  water  at  lOO"",  bat 
decomposes  at  higher  temperatures  into  suboxide  of  bismath  (BiO*)  aod 
[acid]  oxalate  of  bismuth.  It  is  insoluble  in  water,  soluble  in  wd^ 
and  decomposes,  by  prolonged  contact  with  water,  into  oxalic  aoidwluek 
dissolves  and  a  basic  oxalate  of  bismuth.     (Souchay  k  Lenssen.) 


Soacbay  & 

2  BiO» 464     ....    56-93     5667  ....  56-95  ....  56-77 

3C<0« 216     ....     26-50    2682 

15  HO  135    ....     16-57 

815    ....  100-00 

For  the  basic  oxalate  of  bismuth  (ix,150)  Heintz  found  the  formnh 
2(BiO',C^O*)+dAq.-- Souchay  &;  Lenssen,  by  boiling  the  recently 
precipitated  normal  oxalate  with  water,  till  the  liquid  no  longer  becaoe 
acid,  obtained  a  salt  which  gave  by  analysis  72-99  p.  c.  oxide,  agreeing 
with  the  formula  BiO',C*0«  +  2Aq  or  BiO',C»(Bi"70»*  +  6Aq  (reqai^ 
ing  72*05  p.  c.  BiO*),  better  than  with  Heintz's  formula  which  reqairti 
73-5  p.  c. 

Oxalate  of  Bismuth  and  A  mmonium,  C*»Bi'"(N  H*)»(P*  +  eC*(NH*)V 
+  24 Aq.  —  Crystallizes  from  a  hot  saturated  solution  of  oxalate  d 
bismuth  in  oxalate  of  ammonia,  in  small  prismatic  crystals  whick 
give  off  the  whole  of  their  water  (18*98  p.  c.)  at  100^  Dissolves  readilj 
in  hot  water^  forming  a  clear  solution  which  becomes  turbid  after  a  fev 
seconds,  and  deposits  oxalate  of  bismuth  as  a  crystalline  powder.  It  is 
insoluble  in  alcohol  and  ether. 

Souchay  &  Lenssen. 

BiO»   232     ....     15-61     15-92 

15NH<0 390    ....     26-24     25*92 

9C*0«    648     ....     43-61     4266 

24  HO     216     ....     14*54     13-98 

1486     ....  100-00     98-48 

Oxalate  of  Bismuth  and  Totassium.  BiO',3KO,3C*0*  + 
2(2KO,C*0*)  +  24 Aq  or  C»Bi'"K^O»* + 2C*KW + 24Aq.  —  Prepared  like 
the  preceding,  and  separates  in  small  prismatic  crystals  which  an 
insoluble  in  alcohol  and  ether,  and  are  decomposed  by  water.  They 
give  by  analysis,  20-45  p.  c.  BiO*  and  27*78  p.  c.  KO,  the  fomnh 
requiring  20-39  BiO'  and  2899  KO.     (Souchay  &  Lenssen.) 

The  mother-liquor  deposits  a  salt  containing  15-53  p.  c.  BiO*^  cones- 
ponding  nearly  to  the  formula  C"Bi'"K'0»*  +  4C*K»0*  4-  24Aq. 
(Souchay  &  Lenssen.) 

It  does  not  appear  possible  to  prepare  an  oxalate  of  bisinuth  nud  sodium. 


!. 
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OxdUjie  of  Cadmium,  (XIaK)*  +  6Aq.  —  The  anliydrous  salt  is 
obtained  as  a  white  amorphous  powder,  by  digesting  carbonate  of  cad- 
mium with  oxalic  acid.  Oxalic  acid  or  oxalate  of  ammonia  added  to 
chloride  of  cadmium  throws  down  the  six-hjdrated  salt,  as  a  white  pre- 
cipitate consisting  of  microscopic  tubular  crystals.  Soluble  in  13000  pts. 
of  cold  and  11000  pts.  of  boiling  water;  a  little  more  soluble  in  water 
and  oxalic  acids;  easily  soluble  in  mineral  acids,  ammonia  and  ammo- 
niacal  salts.  Gives  off  all  its  water  at  100°,  and  is  decomposed  at  340*', 
leaving  a  mixture  of  oxide  of  cadmium  (CdO)  and  metsilic  cadmium. 
Marchand's  statement  that  the  residue  thus  obtained  consists  of  Cd'O,  is  not  con- 
firmed by  the  observations  of  Souchay  &  Lenssen. 


At  100^.  Souchay  &  Lenssen. 

^  2  CdO 127-5     ....    63-90     6345 

C*0»    720     ....    36-10 

C*CtfO« 199-5    ....  100-00 

Hydrated,  Souchay  &  Lenssen* 

2  CdO    127-5    ....    50-30    49-89 

C*0»    72-0    ....    28-40 

OHO      54-0     ....    21-30 

\  C<Cd«08+6Aq  ....  263-5    ....  100-00 

Oxalate  of  Cadmammonium.  C*(NH»Cd)»0«  +  4Aq.  —  When 
oxalate  of  cadmium  is  added  to  ammonia  till  no  more  is  dissolved  on 
heating  the  liquid,  the  filtrate,  left  for  some  time  in  the  cold,  deposits 

'  needle-shaped  crystals,  which  rapidly  give  off  part  of  their  ammonia 

when  exposed  to  the  air,  and  at  100  give  ofi  water  as  well  as  ammonia, 

,  acquiring  at  the  same  time  a  slight  brownish  tint,  from  separation  of 

oxide  of  cadmium. 


I 

1                            S  CdO     

127*5 
84-0 
72-0 
360 

«...      4/  Ox       •■•. 

....     12-62    .... 
....    26-72    .... 
....     13-35 

Soudiay  &  Lenssen 
....    47-81    ....    47-25 

....    10-21 

4  HO      

....    26-19 

269-5 

....  100-00 

The  deficiency  of  ammonia  arose  from  the  spontaneous  decomposition  of  the 
crystals. 

Or/ilaie  of  Cadmium  and  Ammonium.  —  a.  2C*Cd(NH*)0*  + 
5C*(NH*)'0*  +  l8Aq.  —  Separates  in  microscopic  crystals  when  a  solu- 
tion of  oxalate  of  oulmium  in  oxalate  of  ammonia,  saturated  at  the 
boiling  beat,  is  diluted,  after  filtration,  with  an  equal  volume  of  water. 
Gives  off  all  its  water  at  lOO''. 

Souchay  ft  Lenssen. 

2CaO   127-5  ....  11-57     11-21     ....     11-42 

12NH<0    3120  ....  28-21     2800 

7  CH^  5040  ....  45-57     .. ,  45-44 

18  HO    162*0  ....  14-65 


1105*5     ....  100-00 


'^ 
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h.  2CH3d(NH*)0«  +  7C*(NH*)»0*  +  2!2Aq.  —  SepaarateB  in  hard 
crystalline  ctubU  from  the  preceding  satarated  solation  if  left  to  oool 
witiLOut  addition  of  water. 

Soocfaay  &  Lenssen. 

2CdO    127-5    ....      917    862 

16NH«0 416-0    ....    29-94     29*72 

9C<0«    648-0     ....     46*64     46-35 


•f;.  22  HO      1980    ....     14-25 


1389-5    ....  100-00 

c.  The  salt  obtained  by  dissolving  oxide  of  cadminm  in  oxalate  of 
ammonia,  to  which  Ranimelsberg  (x,  532)  assigned  the  foimula 
2C*Cd,NH*)0*+3C*(NHV0*+16Aq  is  supposed  by  Sonchay  & 
Leussen  to  contain  only  14Aa.  The  three  double-salts  then  form  a 
regular  series,  their  formula  beings  if  A  stand  for  OCd(NH*)0^  and  B 
for  C*(NH*)»0*: 


2A 

+ 

7B 

+ 

22  Aq 

2  A 

+ 

5B 

+ 

18  Aq 

2A 

+ 

3B 

+ 

14  Aq 

OxodaU  of  Cadmium  and  Potassium,  CH3dK0'  +  2Aq.  —  Prodaced 
by  saturating  a  boiling  solution  of  oxalate  of  potash  with  oxalate  of 
cadmium,  and  separates  from  the  filtrate  in  microscopic  sqnare-baaed 
oetohedrons,  which  give  off  their  water  at  100^  and  are  decomposed  hy 
water. 

SoQichay  &  LoiiseB. 

CaO  63-7  ....    31-72    31-29 

KO  47-1  .^.    23-45    22*91 

C*0«  72-0  ....  35-86 

2  HO  18-0  ....  8*97 

C<KCdO»  +  2Aq    200-8     ....  10000 

Oxalate  of  Cadmium  and  Sodium.  OCdNaO^  +  2Aq. — Similar  to 
the  potassium-salt.  By  analysis  :  33*95  p.  c.  OdO  and  17*3  NaO^  the 
formula  requiring  34*6  CdO  and  16*8  NaO.     (Souchay  &  Lenssen.) 

Stannous  Oxalate,  —  This  salt  treated  with  warm  caustic  ammonia 
yields  white  stannous  hydrate,  but  with  a  somewhat  concentrated  soln- 
tion  of  caustic  potash,  it  yields  anhydrous  stannous  oxide.  Hydrochloric 
acid  at  the  boiling  heat  dissolves  an  almost  unlimited  quantity  of  stan- 
nous oxalate  :  and,  as  the  solution  cools,  the  whole  of  the  oxalic  acid  is 
deposited  in  crystals,  while  protochloride  of  tin  remains  in  solution;  but 
if  a  little  water  be  added  to  the  solution,  stannous  oxalate  crystal] ises 
out.     (R.  Bottger,  J.  pr,  Chm,  76,  238.) 

Ferr<ms  Oxalate,  —  When  lemon-yellow  ferrous  oxalate,  C*reH)"  -f 
4Aq,  is  heated  with  mono^ydrated  sulphuric  acid,  carbonic  oxide  and 
carbonic  acid  are  given  off,  and  pure  ferrous  sulphate  remains  in  the  form 
of  a  soft  white  powder.    But  if  the  same  salt  be  heated  with  dilute  snl- 
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phnrio  acid)  the  liquid  after  cooling  yields  crystals  of  oxalic  acid,  and 
ferroas  sulphate  remains  in  eolation.  —  When  ferrons  oxalate  is  dissolved 
to  saturation  in  strong  hydrocfdoric  add  at  the  hoiiint^  heat,  the  liquid 
when  qaite  cold,  deposits,  large  transparent  crystals  of  oxalic  acid, 
and  afterwards  crystals  of  ferrous  chloride. 

If  ferrous  oxalate  be  added  to  hoiling  solution  of  cauitic  potash,  the 
boiling  heat  being  continued  for  some  time,  a  velvet-black  precipitate  of 
ferrous  oxide  is  produced,  which  however  soon  passes  on  the  filter  to  a 
higher  state  of  oxidation.  —  Ferrous  oxalate  boiled  with  a  concentrated 
solution  of  bicarbonate  of  potash,  yields  a  perfectly  white  precipitate  of 
ferrous  carbonate,  which  likewise  oxidizes  quickly  during  washing. 
(Bbttger,  loc.  cit.) 

The  salt  C*Fe«0»  +  4Aq,  dissolves  in  4500  pts.  of  cold  and  3800  pts. 
of  hot  water.     (Souchay  &  Lenssen.) 

Potamoferrous  Oxalate,  C*FeKO®  +  2Aq.  —  A  solution  of  ferrous 
oxalate  in  oxalate  of  potash,  deposits,  when  mixed  with  alcohol  and  left 
to  stand  for  24  hours,  oily  drops  of  potassio-ferrous  oxalate,  which  soon 
solidify.  Analysis  gave  27*1  p.  c.  KO,,the  formula  requiring  27'2  p.  c. 
(Souchay  &  Lenssen,  Ann*  Fharm.  105,  255.) 

■ 

Mercurous  Oxalate.  C*(Hgj)*0*.  —  Obtained  in  the  anhydrous  state 
by  heating  mercuric  oxalate  to  164°.  It  is  also  produced  by  heating 
mercurous  nitrate  with  excess  of  oxalic  acid,  as  a  white  precipitate, 
which  is  insoluble  even  in  hot  water,  and  obstinately  retains  hygroscopic 
water,  from  which  indeed,  it  cannot  be  freed  without  decomposing  into 
mercuric  oxalate  and  metallic  mercury,  this  decomposition  taking  place 
at  100^  The  same  products  are  obtained  when  mercurous  oxide  Ug'O, 
is  heated  with  oxalic  acid.  —  The  anhydrous  salt  obtained  by  the  first 
method,  begins  to  decompose  only  at  175°. 

Souchay  &  Lenssen. 

2Hg30    416    ....    85-24    84-67 

OQ« 72     ....     14-76 

C*(Hg,)»0» 488    ....  100-00 

Harff  (ix,  167)  supposes  it  to  contain  1  At.  water  in  the  state  of  combination. 

Mercurous  oxalate  is  insoluble  in  oxalic  acid,  easily  soluble  in  hot 
nitric  acid;  in  cyanide  and  sulphocyanide  of  potassium,  it  dissolves  very 
easily,  with  separation  of  metallic  mercury;  it  is  also  somewhat  soluble 
in  ammonia-salts.  Heated  with  oxalate  of  potash,  soda,  or  ammonia,  it 
forms  double  mercuric  oxalates,  with  separation  of  mercury.  It  detonates 
when  heated. —  With  ammonia,  it  forms  a  greyish  black  powder,  sup- 
posed by  Harff  to  be  3HgH),NH',C0*;  it  does  not  however,  appear  to 
be  of  constant  composition.     Souchay  &  Lenssen.) 

Mercuric  Oxalate,  C^Hg'O*.  Obtained  pure,  as  a  white  amorphous 
powder,  by  adding  a  solution  of  mercuric  nitrate  to  excess  of  oxalic  acid, 
or  by  prolonged  digestion  of  yellow  mercuric  oxide  with  oxalic  acid, 

Soocbay  &  Lenssen. 

2HgO 216    ....     75    74-49    ....     7413 

CK)« 72     ....     25 

C*Hga08  288    ....  100 
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It  is  decomposed  by  heat,  giving  off  carbonic  acid  and  metallic 
mercoiy.  When  dry,  it  detonates  violently  on  being  rnbbed«  It  is 
easily  soluble  in  hycurochloric  acid,  less  solable  in  cold  nitric  acid,  inso- 
luble in  oxalic  acid  It  is  decomposed  by  carbonate  and  phosphate  of  soda. 
Heated  with  solution  of  sal-ammoniac,  it  gives  off  carbonic  acid,  and 
yields  oxalate  of  ammonia  and  snbchloride  ofj^mercnry.  (Soachay  & 
Lenssen,  An7U  Fharm.  102^  42), 

AmmonuMnercuric  Oxalate.  C*Hg(NH*)0'  +  2Aq.  Precipitated  on 
adding  recently  precipitated  mercuric  oxalate  to  a  boiling  concentrated 
solution  of  neutral  oxalate  of  ammonia,  in  white  microscopic  needles, 
easily  decomposed  by  light  [and  heat  Loses  12*5  p.  c.  of  its  weight  at 
100^  and  decomposes  with  a  hissing  noise  at  a  higher  temperatare, 
leaving  no  residue.  It  is  decomposed  by  water,  and  does  not  dissolve  in 
alcohol  or  ether. 

Soachay  &  Leussen. 

HgO     108  ....     48-22     49-60 

NH*0  26  ....     11-60    13-24 

C*0«     72  ....  32-14 

2  HO      18  ....  8-04 

C*Hg(NH*)0»  +  2Aq....    224    ....100-00 

PatcuHo-mereuric  Oxalate.  OHgKO*  +  2Aq.  —  Prepared  like  the 
preceding.  Small,  white,  beantifully  iridiscent,  crystalline  scales,  which 
under  the  microscope  appear  like  square  prisms.  It  is  decotnposed  by 
water,  gives  off  water  and  turns  black  at  100°,  and  is  partially  decom- 
posed by  light 

Soadiay  ft  Lenssea. 

HgO  108-0  ....    44-07    44-60 

KO  47-1  ....     19-22    19-46 

O0«  720  ....  29.37 

2  HO  180  ....  7-34 

C*HgK08  +  2Aq    245-1     ....  10000 

Mercuric  oxalate  does  not  diasoWe  ia  oxalate  of  aoda. 

Oxalate  of  Silver.  C^AgH)^  -^  Obtained  [pure  and  anhydrous  as  a 
white  crystalline  precipitate,  by  adding  oxalic  acid  to  nitrate  of  silver. 

The  salt  thas  prepared,  gave  by  analysis  75*73  p.  c.  AgO,  the  formaU  reqiiiring 
76-31  p.  c.  (Souchay  and  Lenssen).  —  It  is  very  sparingly  soluble  in  cold, 
somewhat  more  in  hot  water,  perfectly  insoluble  in  alcohol  and  ether. 
It  dissolves  readily  in  ammonia  and  carbonate  of  ammonia;  the  solution 
turns  brown  when  exposed  to  light,  and  when  slowly  evaporated  in  the 
dark,  yields  the  oxalate  of  silver  in  large,  hard,  shining  prisms.  It  decom- 
poses between  llO""  and  150"",  and  detonates  when  suddenly  heated. 
With  iodide  of  methylene,  oxalate  of  silver  yields  bioxy-methylene, 
C^H^G^  together  with  iodide  of  silver,  and  a  mixture  of  carbonic  acid 
and  carbonic  oxide.  (Butlerow,  p.  389).  — With  chloride  of  henzylene^ 
C^^HK^IS  it  yields  by  a  similar  reaction,  bitter  almond  oil: 

C"H«CP     +     C*Ag*0«    -    CMHW     +     2AgCl     +     2C08    +     20. 
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With  iodide  of  ethylene  on  the  contrary,  it  yields  nothing  hnt  iodide  of 
silver  and  a  mixture  of  carbonic  acid  and  carbonic  oxide; 

Cm*P    +     C*Ag«0«    -    2AgI     +     2C0»    +     2C0 

Similarly    with    bromide   of  amylene,      (Golowkinsky^  Ann.  Pharm. 
111,252.) 

AmmoniO'OxalaU  of  Silver,  C*Ag*0*,4NH',  or  Oxalate  of  Biammo^ 
hiargentammonium,  C*0",N'{  H',N'(H*Ag^)},  is  obtained  as  a  spongy  inme- 
fied  mass,  by  passing  dry  ammonia-gas  over  dry  oxalate  of  silver.  It  is 
easily  soluble,  has  an  alkaline  reaction,  and  is  decomposed  by  acids,  with 
separation  of  oxalate  of  silver.     (Souchay  &  Lenssen.) 

Souchay  &  Itenssen. 

2AgO 232     ....     62-37 

C^O« 72    ....     19-35 

4  NH» 68     ....     18-28     17-30 


_•- 


372    ....  100-00 

Oxalate  of  silver  does  not  form  doable  salts  with  the  alkaline  oxalates.    (Souchay 
&  Lenssen.) 

Sodio-platinous  Oxalate.  C*PtNaO®  +  4Aq.  —  Mistalcen  by  D5bereiner 
for  platinoas  oxalate  (ix,  170).  Obtained  by  treating  platinate  of  soda 
with  oxalic  acid.  The  bioxide  of  platinum  is  reduced,  with  effervescence, 
to  protoxide,  and  the  solution,  which  has  first  a  red,  then  a  violet,  and 
ultimately  a  deep  indigo-colour,  deposits  the  double  salt  in  dark  copper- 

coloured  needles.  The  first  crop  of  crystals  gave  by  analysis,  44*44  p.  c.  PtO, 
and  12-00  NaO>  the  formula  requiring  43-49  PtO,  and  12*60  NaO.  A  second  crop 
gave  more  soda  and  less  platinum.  —  The  salt  when  moist,  is  decomposed  by 
exposure  to  the  air.  It  dissolves  in  hot  water,  forming  a  greenish  solu- 
tion, which  becomes  blue  by  evaporation,  and  is  decolorized  by  hydro- 
chloric acid.  Insoluble  in  alcohol  and  in  ether.  (Souchay  &  Lenssen, 
Ann.  Pharm.  105,  256.) 


Page  185. 

lodacetic  Acid.     C^H»I0* 

Pebkin  &  DuppA.     Phil,  Mag,  [4],  18,  54. 

Produced  as  an  ethyl-compound  by  the  action  of  iodide  of  potassium 
on  bromacetate  of  ethyl  (xii,  534). 

C*BrH«OSC^H*     +     KI     =     C<IH«O^C^H»     +     KBr. 
It  is  not  produced  by  the  action  of  chlorine  or  of  chloride  of  iodine  on  acetic  acid. 

Preparation.      Bromacetate  of   ethyl,  diluted  with  three  times  its 
volume  of  alcohol,  is  mixed  with  an  equivalent  quantity  of  iodide  of 

VOL.  XTII.  2  M 
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potassiam  in  fine  powder;  the  miztore  is  digested  for  about  two  hours,  at 
40^  in  the  dark;  the  alcohol  is  distilled  off,  after  the  liqnid  has  been 
filtered  io  separate  the  bromide  of  potassiam;  and  the  residaal  iodacetate 
of  ethyl  is  washed  with  water  to  separate  any  remaining  bromide  of 
potassium. 

To  obtain  the  free  acid,  the  iodacetic  ether  is  first  converted  into  a 
baryta-salt  by  digestion  in  the  cold  with  hydrate  of  baryta;  the  excess 
of  baryta  is  removed  by  carbonic  acid;  the  filtrate  carefully  evaporated 
and  allowed  to  crystallize ;  the  crystals  of  iodacetate  of  baryta  are 
dissolved  in  water;  and  the  solution  is  decomposed  by  cautions  addition 
of  sulphuric  acid.  The  resulting  acid  liquid  concentrated  in  vacao  over 
oil  of  vitriol,  yields  crystals  of  iodacetic  acid,  which  may  be  purified  by 
two  or  three  crystallizations. 

Properties.  Crystallizes  in  thin,  tough,  colourless,  rhombohedral  phtes, 
which  when  pressed  together,  exihibit  the  aspect  of  mother-of-pearl.  It 
is  not  deliquescent,  has  a  very  sour  taste,  melts  at  82°  with  slight 
decomposition,  and  solidifies  again  at  81'5^ 


4  C    

24 

....     12-84 
....       1-60 
....    68-42 
....     17-14 

Pn^kin  &  Dappt. 

12-83 

1-58 

67-89 

17-70 

3  H    

3 

I 

8  0   

127 

32 

C*H»IO«   ... 

186 

....  100-00 

100-00 

Iodacetic  acid  is  decomposed  by  moist  oxide  of  silver,  in  the  same 
manner  as  broniacetic  acid  (xii,  533),  the  iodine  being  removed  and 
glycolic  acid  formed  : 

C^H'IO*     +     AgO     +     HO     -    Agl     +     C*H*0«. 

Iodacetate  of  Ammonia  is  a  very  soluble,  crystalline,  non-deliqnesoent 
salt.  —  The  potash-gaU  exhibits  similar  properties. 

Iodacetate  of  Baryta  is  crystalline,  moderately  soluble  in  water,  aud 
precipitated  from  the  aqueous  solution  by  alcohol. 


4C.. 
2H.. 

I.. 

Ba 
4  0... 


Perkin  &  Duppa. 

240 

....       9-46 

9-81 

20 

....      0-78 

0-82 

127-0 

....     50-05 

49-63 

68-6 

....     2706 

26-90 

32-0 

....     12-65 

12-84 

C*H«IBaO* 253-6     ....  100-00     10000 

The  leadrsaU  crystallizes  in  prisms,  but  is  difficult  to  obtain  pure,  as 
it  easily  splits  up  into  iodide  of  lead  and  glycolic  acid.  Its  aqueous 
solution  decomposed  by  sulphuretted  hydrogen,  yields  hydriodic  and 
glycolic  acids. 

Iodacetate  of  Ethyl  is  an  oily  liquid,  heavier  than  water,  and  having 
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a  very  irritating  odour.  lodacetate  ofamyl  is  also  oily  and  heavier  than 
water.  It  has  the  odour  of  pears^  and  when  heated^  gives  off  a  vapour 
which  irritates  the  eyes  and  nosa 
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Bibromacetic  Acid.    C*H«Br»o*. 

Perein  &  DuppA.     Chem.  Sac.  Qu.  J.  12, 1;  Ann.  Fharm.  110,  115. 

Formed,  together  with  monobromacetic  aoid,  when  a  mixture  of 
bromine  and  acetic  acid  is  exposed  to  light  (xii,  535).  To  obtain  it  in 
quantity,  monobromacetic  acid  is  exposed  to  the  action  of  bromine- vapour 
in  strong  sunshine.  Hydrobromic  acid  is  then  evolved,  and  bibromacetic 
acid  is  formed  ;  the  product  may  be  freed  from  hydrobromic  acid  by 
passing  a  stream  of  dry  carbonic  acid  gas  through  it  at  120^ 

Colourless  inodorous  liquid  of  sp.  gr.  2*25.  It  was  once,  during  very 
cold  weather,  obtained  in  iine  needle-shaped  crystals.  When  placed  on 
the  skin,  it  produces  painful  blisters  like  burns.  It  boils  between  225** 
and  230"^,  but  cannot  be  distilled  without  decomposition. 

Bihromacetate  of  Ammonia.  C^H(NH*)Br'0*  -|-  Aq,  —  Obtained  by 
neutralizing  the  acid  with  ammonia,  and  leaving  the  solution  to  eva- 
porate, either  in  the  air  or  over  oil  of  vitriol  in  vacuo.  Forms  splendid 
crystals,  which  give  off  their  water  of  crystallization  at  100^,  becoming 
at  the  same  time  white  and  opaque.  It  gave  by  analysis  620  p.  c. 
ntirogen,  the  formula  requiring  5*95  p.  c.  Heated  to  lOO''  with  excess 
of  ammonia,  it  is  decomposed,  turning  brown  and  giving  off  volatile 
products,  the  nature  of  which  has  not  yet  been  determined.  It  dissolves 
readily  in  water,  alcohol,  and  ether. 

The  potash-salt  forms  long,  highly  lustrous  needles,  containing  water 
of  crystallization,  and  very  soluble  in  water  and  alcohol. 

The  lead-salt  is  uncrystallizable,  very  soluble  in  water,  and  precipi- 
tated in  white  flocks  by  alcohol. 

The  niercuriC'Salt  is  obtained  in  the  crystalline  state  by  adding  mer- 
curous  nitrate  to  bibromacetic  acid.  It  decomposes  at  100%  like  the 
silver-salt 

The  nlter-talt,  obtained  by  adding  nitrate  of  silver  to  the  aqueous 
acid,  crystallizes  in  microscopic  needles. 

Peikin&Dappa. 


4  C 

H 

24 

1 

7-38  .... 

0-30  .... 
33-23  .... 
49-23  .... 

9-86  .... 

....  7-50 
....  0-48 

Ag  

2  Br  

108 

160 

....  33-00  ....  33-41  ....  33-37 
....  49-26  ....  48';5  ....  4902 

4  0 

82 

C^HAgBr«CH 325     ....  lOO'OO 

It  decomposes  at  1 00%  in  contact  with  water,  yielding  bromide  of 
silver  and  hromoglycolic  acid : 

C^HAgBrSQ^     +     2H0     «     C<H"BrO«     +     AgBr. 

2  M  2 
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The  silver-salt  of  bromoglycoHc  acid  heated  in  presence  of  water,  yields 
bromide  of  silver  and  an  acid  having  the  composition  C^H*0\ 

C<H»AgBrO«     +     2H0     =     C*HH)»     +     AgBr. 

BibramacetaU  of  Ethyl,  C*H(C*H»)Br»0*;  is  easily  obtained  by  heating 
an  alcoholic  solution  of  the  acid  in  a  sealed  tube  for  an  honr  or  two.  On 
treating  the  contents  of  the  tabe  with  water,  the  ether  separates  as  a  heavy 
oil,  which  must  be  repeatedly  washed  with  water,  and  then  dried  over  oil 
of  vitriol  in  vacuoj  this  treatment  does  not  however,  quite  remove  the  free  acid. 
It  has  a  burning  taste  and  attacks  the  eyes  strongly.  It  is  for  the  most 
part  decomposed  by  distillation;  also  by  contact  with  chloride  of  calcinni. 
It  gave  by  analysis  19*43  p.  c.  carbon,  and  2*33  hydrogen,  the  formnla 
requiring  ]9'51  C,  and  2*50  H. 

BihromacetaU  of  Amyl,  obtained  like  the  ethyl-compound,  is  a  heavy 
oil,  having  an  aromatic  odour  like  that  of  acetate  of  amyl. 

Bih^omaceUmide.  C*H«Br»NO»  =  N,H*,C*HBr*0».  —  Produced  by 
the  action  of  ammonia  on  bibromacetate  of  ethyl: 


C^HBi«OSC<H»     +     NH»     - 

4C 24    ....    11-05 

3  H     3     ....       1-38 

C^H«02     +     N,H^C<HBr30«. 

Perkin  &  Duppa. 

....     11-53 

....       1-49 

N     

2  0 

160    ....     73-73 

14     ....      6-45 

16     ....      7-37 

....     73-97 
6-84    ....                 ....    6-55 

C*H3Br»N0«  ... 

217     ....  100-00 

Bromide  of  Brometliylene.    C*H«Br,Br». 

When  bromethylene  (the  so-called  bromide  of  acetyl)  C*H'Br  (viii,  366), 
is  placed  in  a  long-necked  flask,  surrounded  with  a  freezing  mixture,  and 
bromine  added  by  small  portions,  combination  takes  place  with  great 
energy,  each  addition  of  bromine  being  attended  with  a  hissing  noise. 
The  heavy  liquid  thus  produced  is  to  be  washed,  first  with  alkaline,  then 
with  pure  water,  and  dried  over  chloride  of  calcium.  It  distils  above 
ISC',  in  the  form  of  a  colourless  liquid,  which  smells  like  chloroform. 
The  rectified  product  has  a  density  of  2620  at  23^  boils  at  l^Q'b"*,  and 
contains : 


4  C 

3  H 

24    ^..      8-S9    .. 

«}        ....            X    \  m        •« 

240     ....     89-89 

Wurtz. 

..MM    9-10 
......    1'15 

3  Br     

C^H»Br» 

(Wurtz,  N.  Ann,  Chim.  Phy$, 

267    ....  100*00 
51,  84.) 
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Chloracetene.    C*H»C1. 

T.  Harnitz-Harnixzky.      CompL  rend.  48,  649.      Ann,  Pharm.  Ill, 
192. 

Produced  by  the  action  of  phosgene  gas  on  aldehyde : 

C<H<0»     +     2C0C1     =     C^H»C1     +     HCl     +     2C03 

When  phosgene  gas  is  introdaced  into  a  vessel  containing  yaponr  of 
aldehyde,  an  abundant  evolution  of  hydrochloric  acid  takes  place;  and 
if  the  gaseous  products  are  passed  into  a  receiver  which  is  kept  very 
cold,  chloracetene  condenses  in  the  form  of  a  liquid  which  soon  solidifies 
in  elongated  laminao.  It  melts  again  at  0°  and  boils  at  45^.  Vapour- 
density  (determined  at  100'')  =  2-1887. 


4C  

...    240 
...      3-0 
..    35-5 

....     uo*46     .• 

...      4-81     .. 

....    56-73    .. 

HarDitzkj. 

37-88 

4-85 

57-16 

Vol. 

C-Tapour ....    4    .... 
H-gaa       ....     3     .... 
Cl-gaa      ....     1     .... 

Density. 
....     1*6640 

3  H  , 

....    0-2079 

CI 

....     2-4543 

C^H'CI 

...    62-5 

....  100-00    .. 

99-89 

Vapour     ....    2    .... 

....  4*3262 
....    2-1631 

Isonieric  or  probably  identical  with  the  compoand  which  has  been  rariously  desig- 
nated as  chloride  qf  acetyl,  chloride  qf  aceio*tflt  chloride  qf  acetoetan,  chloride  of 
vinyl,  chloride  qf  aldehydene,  chlorethylenCt  chlorethoee  (ix,  191).  —  Its  formatioQ 
from  aldehyde  by  the  action  of  phosgene,  tends  to  show  that  the  rational  formula  of 
aldehyde  U  C^H^H.O^  rather  than  CmW,H. 

Chloracetene  sinks  in  water,  assumes  a  buttery  consistence,  and  finally 
dissolves,  with  rise  of  temperature  and  decomposition,  yielding  a  solution 
which  contains  aldehyde  and  hydrochloric  acid: 

C^H^Cl     +     2HO     =    C*H<0«     +     HCl 

Heated  to  100^  in  a  sealed  tube  with  benzoate  of  baryta,  it  forms 
cinnamic  acid,  which  may  be  extracted  by  ether  and  obtained  in  crystals 
by  evaporation: 

C*HSC1     +     C"H»BaO*     «     BaCl     +     CWH^O* 

As  benzoic  ado  and  cinnamic  acid  differ  by  C^H',  it  ia  probable  that  palmitic  add 
C^H^Q*  may  in  like  manner  be  converted  into  oldc  add  C^'^H'^O^,  and  generally,  that 
the  acids  of  the  series  C^H*°0''  may,  by  the  action  of  chloracetene,  be  conTerted  into 
acids  of  the  series  C*»H2«»-sO*,    (Hamiteky.) 


Page  200. 


Chloral.  From  experiments  made  by  Kyburg  {Ann,  Pharm.  106, 
258),  it  appears  that  chloral  exhibits  the  followiug  reactions  analogous 
to  those  of  aldehyde.  -» 1 .  It  forms  with  ammonia  a  compoand  which 
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reduces  silver,  and  from  which  sulphuretted  hydrogen  throws  down  a 
sulphur  compound  probably  allied  to  thialdine  (ix,  313).  —  2.  Its  aqneoos 
solution  yields,  with  sulphuretted  hydrogen,  a  compound  analogous  to 
ordinary  niercaptan.  —  3.  It  Ibrms  crystalline  compounds  with  the 
bisulphites  of  soda  and  ammonia.  —  4.  With  hydrocyanic  acid  and 
hydrochloric  acid,  it  yields  an  acid  resembling  lactic  acid. 


Page  207. 

aUoralide.  (?oH»Cl«0«.  —  According  to  Kekul6  (Ann.  Pharm.  105, 
293),  chloralide  is  obtained  in  greatest  abundance  by  heating  chloral 
which  has  been  once  distilled  over  ordinary  oil  of  vitriol,  with  fuming 
sulphuric  acid,  till  sulphurous  acid  begins  to  appear  amongst  the  gaseous 
products  of  decomposition  (hydrochloric  acid  and  carbonic  oxide): 

3C<HC1»0«     +     2HO     =     C«>IPC1«0«     +     3HC1     +     2C0. 

As  the  liquid  cools,  the  oily  layer  which  floats  on  the  sulphuric  acid, 
solidifies  in  crystals,  which  by  reorystallization  from  alcohol  yield  pure 
chloralide. 


10  c  

2  H  

....  60 
2 

....   AB'Oo   «... 

0-62  .... 
....  d5*94  .... 
....  14-86 

Kekiil^. 

....  18-64 
0-72 

6  CI  

6  O  

....  213 

....  48 

....  65-84  ....  6615 

CWH»C1«0«  .... 

....  323 

....  100-00 

Hie  analysis  agrees  better,  on  the  whole,  with  the  formula  aboTe  given  (Stideler's), 
than  with  Gmelin's  formnU  C»H-C1»0,  requiring  17*98  C,  0*75  H,  and  66*29  CI,  or 
with  Gerhardt's,  Ct^HKlFO^,  which  requires  18-58  C,  0*77  H,  and  64-13  CI. 

According  to  Stadeler,  the  first  product  of  the  action  of  sulphuric 
acid  upon  chloral,  is  insoluble  chloral  (C^HCIH)')';  and  this  compound  is 
afterwards  resolved  into  chloralide  and  chloroform,  C*HCP  (or  its  pro- 
ducts of  decomposition,  hydrochloric  acid  and  chloride  of  carbon), 
according  to  the  equation: 

C»H»C1»0»     »     CWH2C1«0«     +     HCl     +     C«CP 

The  evolution  of  carbonic  oxide  observed  by  Kekul6  in  the  preparation 
of  chloralide,  is  regarded  by  Stadeler  as  proceeding  from  a  secondary 
decomposition  of  chloral  into  carbonic  oxide  and  chloroform  or  its 
products  of  decomposition. 


Page  237. 


Action  of  Chlorine  on  Acetic  Ether,  —  According  to  Schillerup  (Ann.  Pharm,  111 
129>,  when  dilorine  is  passed  to  saturation  through  acetic  ether  (boiling  at  74"*}  in  the 
shade,  first  at  the  atmospheric  temperature  and  afterwards  at  100",  the  chief  products 
obtained  are  mono-,  hi-,  and  ter-chlorinated  acetic  elher,  which  however  cannot  be 
separated  by  fractional  distillation.  If  the  acetic  ether  contains  alcohol,  bichloracetal 
and  terchloracetal  are  likewise  formed  (p.  477). 
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AeeUmide,  CK'NO*,  may  be  obtained  by  heating  &n  intimate 
mixture  of  1  At.  fnaed  acetate  of  soda  and  1  At.  sal-ammoniac : 

C*H»NftO*     +     NH*C1    -     C<H»NO«     +     2H0     +     NtCl. 

The  mixture  fuses  and  soon  gives  off  a  thick  oily  liqnid,  which  solidifies 
in  the  neck  of  the  retort  and  in  the  receiver,  and  when  freed  from  water 
by  evaporation  and  rectified,  yields  pure  acetamide.  Nitrogen  by  analysis 
23'7  p.  c.  by  calculation  23*9. 

A  mixture  of  benzoate  of  soda  and  chloride  of  ammonium  similarly 
treated  yields  benzamide. 

The  iodides  of  tetrethylinm  and  tetramethylium  heated  with  acetate  of  soda,  do  not 
yield  the  compound  amides  C='(U«£t)NO'and  C3(a>Me)N0'.  With  iodide  of  tetrethyUum 
the  decomposition  is : 

N(C*H»yi     +     C<H«NaO<     «     C<H>(C<H»)0<     +     N(C*H»/     +     Nal 
(Petersen,  Ann  Pharm.  107,  331.) 


HydroMar(de  of  Acediamine,  OH<N^HCl  (xii,  546),  which  is 
obtained  in  great  abundance  by  heating  hydrochlorate  of  acetamide  in 
a  stream  of  dry  hydrochloric  acid  gas, — is  resolved  by  the  action  of 
nitrite  of  silver,  into  acetate  of  ammonia  and  free  nitrogen.  (Petersen, 
loe.  cU.) 

C<H«N>,Ha     +     NO«Ag     -     C<H»{NH*)0*     +     2N     +     AgCl 
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Oxamic  Acid. 

p.  J.  ENGSTRbM.    J.  pr.  Chem.  68,  433. 

The  potash-salt  of  this  acid  may  be  prepared  by  heating  crystallized 
oxalate  of  potash  and  ammonia  to  230°,  till  the  mass  which  softens  at 
fiiBt,  again  becomes  solid: 

OK(NH<)0«        -         2H0        -        C^gRNO* 

Oxalate  of  potash  Oxamate  of  potash, 

and  ammonia. 

The  brownish  aqueous  solution  of  the  residue  treated  with  chloride 
of  barium,  yields  a  precipitate  of  oxamate  of  baryta;  and  l>y  dissolving 
this  precipitate  in  boiling  water  (any  undecomijosed  oxalic  acid  then 
remaining  undissolved  as  oxalate  of  baryta),  and  decomposing  the  solu- 
tion  with  various  soluble  sulphates,  the  corresponding  salts  of  oxamic 
acid  are  obtained. 
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OxamaU  of  Ammonia,  C*H*(NH*)NO*,  crystallizes  from  a  hot  solu- 
tion in  anhydrous  prisms;  from  a  cold  sftlution  in  granules  consisting  of 
C*H»(NH*)N0H3Aq.  A  salt  with  2  At.  water  appears  also  to  exist. 
—  The  anhydrous  salt  crystallizes  according  to  S^narmont  (JcJireaber.  d. 
Chan,  1857j  296)  in  prisms  belonging  to  the  oblique  prismatic  (mono* 
clinometric)  system,  ooP  .  («P2)  .  « Poo. Poo  .oP.  The  clinodiagonal 
IS  to  the  orthodiagonal  as  0*6489  :  1.  Inclination  of  the  clinodiagonal 
to  the  principal  axis  =  64®  23';  oo  P  :  oo  P  in  the  principal  section  of  the 
clinodiagonal  =  119°  20';  (xP2)  :  («P2)  in  the  same  seotion  = 
81**  2';  oP  :  ocP  =  lir  55'. 

Oxamate  of  Potath  separates  from  concentrated  solutions  in  long  silky 
needles  C*H«KNO«  +  2Aq.  which  give  off  their  water  at  100^  are  very 
soluble  in  water,  less  soluble  in  alcohol. 

Oxamate  of  Soda  was  obtained  in  groups  of  microscopic  prisms  which 
effloresced  readily,  and  after  pressure  between  paper,  exhibited  the  com- 
position C*H'NaNO'  -h  Aq  (7 '5  p  c.  water).  When  crystallized  from 
concentrated  solutions  however,  it  contained  only  2*3  p.  c.  water ;  by 
spontaneous  evaporation,  it  crystallized  with  10*8  p.  c.  water  correspond- 
ing to  the  formula  2C*H*NaN0«  +  3Aq. 

Oxamate  of  Baryta  forms  four-sided  prisms  C*H*BaNO*  +  3Aq^ 
which  are  permanent  at  ordinary  temperatures,  but  give  off  their  water 
at  2t0^.  The  anhydrous  salt  dissolves  in  537  pts.  of  water  at  13"^  and 
in  25*6  pts.  at  100^ 

Oxamate  of  Lime  forms  microscopic  quadratic  prisms  G^H^CaNO* 
+  4Aq  which  give  off  nearly  all  their  water  at  100^  The  anhydrous 
salt  dissolves  in  638  pts.  of  water  at  13"^  and  in  24*6  pts.  of  boiling 
water. 

Oxamate  of  Magnesia,  C*fl'Mg!N'0*  +  3Aq,  forms  small  grannies 
oomposed  of  slender  needles,  which  dissolve  in  54*7  pts.  of  water  at  14% 
and  in  4*98  pts.  of  boiling  water. 
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Oxamide,  —  Ozamide  mixed  with  10  times  its  weight  of  dehydrated 
glycerin  remains  unaltered  when  heated  to  100°  -~  120%  but  at  aboat 
180°  it  yields  a  sublimate  of  pure  carbonate  of  ammonia.  —  When 
heated  by  itself,  it  sustains  a  heat  of  180°  without  decomposition.-^ 
Heated  with  anhydrous  pliospharic  acid,  it  gives  off  cyanopren  gas  together 
with  carbonic  acid  and  carbonic  oxide.  With  a  mixture  of  1  pt.  oxamide 
and  8  pts.  or  more  of  phosphoric  anhydride,  the  decomposition  is  attended 
with  blackening  and  intumescence.  The  evolution  of  gas  begins  be- 
tween 120'' and  130%  and  is  tolerably  brisk  and  regular  between  I5(f* 
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and  160^.  Witb  8pts.  phospborio  anhydride,  tbe  gaseous  mixtnre  con- 
sists of  82*7  vol.  eyanogen,  6*1  vol.  carbonic  oxide  and  11*2  vol.  carbonic 
acid;  with  1 6  pts.  of  phosphoric  anhydride,  the  gaseons  mixture  contains 
71-2  vol.  C»N,  91  CO  and  19-7  C0«.  — Wheu  1  pt.  oxamide  is  heated 
with  12  pts.  of  fused  and  pulverized  chloride  of  zinc,  the  action  begins 
between  260°  and  270°  ;  and  the  mixture  melts  and  gives  off  a  gas  con- 
taining 75-5  vol.  CO'  to  22-9  vol.  CO  and  1'6  vol.  C»N.  (Bertagnini, 
Citnento  5,  55;  Ann.  Fharm,  104,  175.) 

Oxamide  heated  with  absolute  alcohol  to  210°  —  220^  for  several 
days  in  a  sealed  tube,  is  gradually  converted  into  solid  crystals,  having 
the  form  of  rectangular  prisms,  with  octohedral  bevelling,  oblique  stria* 
tion,  and  octohedral  cleavage.  Neither  oxalic  acid  nor  oxametbylane  is 
produced,  but  ammonia  is  eliminated  and  probably  oxalate  of  ethyl  is 
formed.     (Geuther) 

Oxamide  is  sparingly  soluble  in  boiling  water,  and  the  solubility  is 
increased  by  the  addition  of  chloride  of  calcium  or  neutral  oxalate  of 
potash.  The  solution  when  gradually  cooled,  deposits  pure  oxamide 
in  long,  interlaced  needles.    (A.  Geuther,  Ann.  Fharm.  109,  72.) 
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Urethane.  —  According  to  Cloez  {Ann,  Fharm.  104,  82),  alcohol 
which  has  been  several  times  used  for  the  recrystallization  of  crude 
cyanate  of  potash,  contains  nrethane.  A  quantity  of  this  alcoholic 
mother-liquor,  after  being  freed  by  distillation  from  the  volatile  portion, 
separated  into  two  layers,  the  lower  of  which  was  a  solution  of  sesqui- 
carbonate  of  potash,  while  the  upper  yielded,  on  cooling,  crystals  of 
nrethane.  To  explain  the  formation  of  urethane  under  these  circum- 
stances, Cloez  supposes  that  ammonia  and  bicarbonate  of  potash  are 
first  produced  by  the  action  of  the  aqueous  alcohol  on  the  cyanate  of 
potash;  that,  when  the  liquid  is  heated,  the  bicarbonate  gives  up  carbonic 
acid,  which  at  the  moment  of  liberation  forms  carbonate  of  ethyl;  and 
that  this  ether  is  converted  into  urethane  (carbamate  of  ethyl)  by  the 

ammonia.  Experiments  made  to  ascertain  whether  carbonic  ether  is  produced  bj 
heating  bicarbonate  of  potash  with  alcohol  in  sealed  tabes  yielded  no  resnlt^  as  the 
tabes  always  burst. 

Urethane  is  also  produced,  together  with  chloride  of  ammonium, 
when  a  solution  of  chloride  of  cyanogen  in  anhydrous  ether  is  left  to 
itself  for  a  month  at  ordinary  temperatures.    (Cloez.) 
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BUthyUurea.  C^'N'H^K)'  =  C>N*H»,(C*H»)*0*  =  N»(CO*)''H»(C*H»)». 
—  This  compound  is  formed,  together  with  cyanate  of  ethyl,  by  the  dry 
distillation  of  the  oily  body  C^H^'^N'OS  produced  by  boiling  cyanurate 
of  ethyl  with  baryta-water  (p.       ). 

CWH»l!TO<    ■-    C»H»NK)*0*+     C«H»NO« 
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After  repeated  distillation  and  crystallization  from  anhydroos  ether,  i% 
forms  long  prisms  which  melt  at  106^  and  distil  without  decompositioD  at 
about  25(r. 


IOC  

2  N 

60 

.....     12 
28 

Habich  &  Limpricht 

....    517    51-3 

....     10-3    10-5 

....    24*1 

2  0  

16 

....     13-9 

CiOHMNH)*    ... 

116 

....  1000 

Heated  with  potash-ley  or  hydrate  of  lime,  it  is  resolved  into  carbonie 
acid  and  ethylamine  : 

CWH^N'O*     +     2H0     ^     2C0»     +     2C^H7N 

In  dry  hydrochloric  acid  gas,  it  changes  into  a  viscid  mass,  which  is  re- 
solved by  distillation  into  hydrochlorate  of  ethylamine,  and  hydrochlorato 
of  cyanic  ether  (propionitrile): 

CiOHUNSQS     +     2HC1     «     C^IFN.Ha     +     C*H»N03,HCI 

The  same  prodncts  are  obtained,  together  with  others,  by  the  action  of 
chlorine  on  biethyl-urea.  (Habich  &  Limpricht,  Ann.  Fharm,  109, 
105.) 
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Allyl-compounds. 

Berthelot  &  Db  Lvca.    N,  Ann,  Chim.  JPhys.  43,  257;  44,  495;  48, 

286 ;  abstr.  GompU  rend.  42,  233. 
ZiNiN,     Ann.  Fkarm.  95,  128  ;  96,  361. 
Cahodrs  &  HoFMANN.  FktL  Trans.^  1857,  555;  Awn*  Fharm.  102,  285; 

abstr.  Free.  Ro^.  Soc.  8,  511 ;  Chem,  Soc.  Qu.  J.  10,  316. 

Allyl  C*W  =  C«H»,C*H».  —  Obtained  by  the  action  of  sodium  on 
iodide  of  allyl  (iodopropylene)  or  on  bibromide  of  allyl.  — 100  grammes 
of  the  iodide  and  40  or  50  grammes  of  sodium  well  purified  from  rock-oil, 
are  gently  heated  for  about  2  hours  in  a  small  flask  provided  with  a 
condensing  tube,  so  that  the  liquid  which  volatilizes  may  flow  back 
ajB^iu,  and  the  product  is  then  distilled,  whereupon  allyl  condenses  in 
the  receiver  to  the  amount  of  15  or  20  grammes.  On  redistilling  the 
product  nearly  the  whole  passes  over  at  59^.  Care  must  be  taken  in  the 
first  distillation  not  to  allow  the  heat  to  rise  too  high,  because  the  sodium 
then  unites  with  the  organic  matter,  forming  a  compound  which  is  easily 
destroyed  by  heat.     (Berthelot  k  De  Luca.) 
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.  AUjl  is  a  yery  volatile  liquid  haying  a  peculiar,  eihereal,  penetra- 
ting odour,  like  that  of  horse-radish.  Sp.  gr.  0*684  at  14"'.  Boiling 
point  59^     Vapour-deneity  2-.92.     Burns  with  a  very  bright  flame. 

B.  &.  L.  Vol.        Density. 

12  C  72     ....     87-8     87-2  C-vapour  12     ....     4-9920 

10  H 10    ....     12-2     19-2  H.gM        10     ....     6*6930 

C"H»o    82     ....  1000     99-7  All/l-tapour 2     ....     5*6850 

1     ....    28925 

Allyl  mixes  with  oil  ofvUriol,  producing  considerable  rise  of  tempera- 
ture ;  if  however  the  mixture  be  kept  cool,  the  mass  scarcely  becomes 
coloured,  but  after  some  hours,  a  considerable  portion  of  the  hydrocarbon 
floats  on  the  surface.  —  Fuming  nitric  acid  changes  allyl  into  a  liquid 
neutral  nitro-compound,  soluble  in  ether,  and  decomposed  by  heat. — 
Hydrochlot'ic  acid  gas  is  not  sensibly  absorbed  by  allyl,  even  after  several 
days.  —  With  chlorine,  it  gives  off  hydrochloric  acid  and  forms  a  liquid 
heavier  than  water. 

Allyl  unites  readily  with  iodine  and  bromine,  forming  the  compounds 
C*H»r  and  (?H»Br*.    (Berthelot  &  De  Luca.) 

Oxide  of  Allyl  C*H»0  or  rather  (C«H»)«0».  —  Allylic  Ether-  — 
Exists  in  small  quantity  in  oil  of  garlic  (ix,  363). — Produced  by  the 
action  of  iodide  of  allyl  on  allylate  of  potassium  : 

C«H»KO«     +     C«H*I     =     KI     +     (C«H»)K)«; 

also  by  the  actiou  of  iodide  of  allyl  on  mercuric  oxide  or  silver- oxide  : 

2CSH<I     +     2AgO     •     2AgI     •»-     C^Viy^ 

It  is  a  colourless,  mobile,  very  volatile  liquid,  lighter  than  water,  and 
insoluble  therein,  and  bears  considerable  resemblance  to  common  ether. 
Boils  at  82""  (Cahours  &  Hofinann) ;  between  85°  and  87°.  (Berthelot  & 
De  Luca.)  —  With  oil  of  vitriol,  it  forms  an  acid  the  baryta-salt  of 
which  is  soluble :  if  however  the  liquids  be  too  quickly  mixed, 
carbonization  takes  place  attended  with  explosion. —  Nitric  acid  con- 
verts the  ether  into  a  nitro-compound,  heavier  than  water.  Iodide  of 
phosphorus  converts  it  into  iodide  of  allyl.  Heated  with  butyric  acid 
to  250°,  it  yields  a  small  quantity  of  butyrate  of  allyl.  (Berthelot  & 
De  Luca.) 

« 

Ethyl' aUyl-ether,  C^H^(?H',0',  is  produced  in  like  manner  by 
treating  allylate  of  potassium  with  iodide  of  ethyl,  or  ethylate  of  potas- 
sium with  iodide  of  allyl.  It  is  a  colourless  aromatic  liquid  boiling  at 
64"".     (Cahours  &  Hofmann.) 

Similarly,  by  treating  iodide  of  allyl  with  methylate,  amylate  and 

phenylate  of  potassium,  the  compounds  rvgu^  \  0\  &c.,  are  produced. 
(Cahours  &  Hofmann.) 
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Allyl-alcohol.  C*HH)»  =  C«H^H,0».  Hydrate  qfAllyl,  Hydtated  Oxide  q/ 
ellyU  —  Produced  by  the  action  of  ammonia  on  oxalate  of  allyl,  oxamide 
being  formed  at  the  same  time.     (Cahonrs  k  Hofmann.) 

C*(C«H*)>08        +         2NH»        -        C<NaH*0*        +         2C«H«0« 


Oxalate  of  ally  I.  Oxamide.  Allyl-alcohoL 

Apparently  also  by  distilling  benzoate  or  acetate  of  allyl  with  potash. 
(Zinin,  Ann.  Fharm,  96,362).  —  To  prepare  it^  dry  ammonia  gas  is 
passed  into  oxalate  of  allyl,  whereupon  the  whole  solidifies  to  a  mass  of 
oxamide  containing  the  alcohol  mechanically  enclosed.  The  alcohol 
may  then  be  separated  by  distillation,  and  freed  from  traces  of  ammonia 
and  water  by  rectification  over  dry  sulphate  of  copper. 

Properties,    Colourless  mobile  liquid,  having  a  peculiar^   pungent, 

but  not  unpleasant  odour,  slightly  resembling  the  odours  of  common 

alcohol  and  oil  of  mustard.     Its  taste  is  spirituous  and  burning.     Boils 

at  103   (or  according  to  another  determination  by  Hofmann,  at  93^;  but  the  former 
agrees  best  with  the  differences  generally  observed  between  corresponding  ethyl-  and 

allyLcompoandc).     It  is  very  inflammable  and  bums   with  a   brighter 
flame  than  common  alcohol. 

Cahours  &Hofmaniu 

6C    36    ....     62.07    62-08 

6H    6     ....     10-34     10-43 

2  0     16    ....     27-59    27-49 

C«H«0» 58    ....  100-00    100-00 

Isomeric  with  acetone  and  propylic  aldehyde. 

Decompontions.  ] .  Allyl-alcohol  is  easily  altered  by  oxidizing  agents, 
A  mixture  of  sulphuric  acid  and  chromate  of  potash,  rapidly  converts  it 
into  acroleine  and  acrylic  acid  (ix,  365,  369).  —  The  same  change  is  pro* 
duced  by  the  agency  of  platinum-black.  —  2.  Anhydrous  phosphoric  acid 
strongly  attacks  allyl-alcohol  at  a  gentle  heat,  eliminating  a  colourless 
inflammable  gas,  probably  C*H*. —  3.  Oil  of  vitriol  converts  allyl-alcohol 
into  allyl-sulphuric  acid,  which  forms  soluble  and  crystaJlizable  salts 
with  baryta,  strontia,  and  oxide  of  lead.  —  4.  With  potash  and  bisulphide 
of  carbon^  it  forms  allylxanthate  of  potassium,  which  crystallizes  in 
beautiful  yellow  needles.  —  5.  Distilled  with  chloride,  bromide,  or  iodide 
of  phosphorus,  it  yields  chloride,  bromide,  or  iodide  of  allyl.  —  6.  Potas- 
sium decomposes  it,  eliminating  hydrogen  and  forming  allylate  of  potas^ 
sium,  C«H*KO».     (Cahours  &  Hofmann.) 

Combinations.     Allyl-alcohol  mixes  in   all  proportions  with  water, 
common  alcohol^  and  common  ether.     (Cahours  it,  Hofmann). 

Sulphide  of  Allyl.  C^H'^S'  =  {C«H«)'S».  —  Constitutes  the  essential 
part  of  volatile  oil  of  garlic  (ix,  372).  —  Produced  artificially  by  cautiously 
dropping  iodide  of  allyl  into  a  concentrated  alcoholic  solution  of  mono* 
sulphide  of  potassium.  The  liquid  becomes  very  hot^  and  yields  an 
abundant  crystalline  deposit  of  iodide  of  potassium.  As  soon  as  the  action 


BiNIODlDB  09  ALLYL.  541 

is  over,  a  slight  excess  of  sulphide  of  potass! am  is  to  be  added,  and  the 
whole  mixed  with  water.  Sulphide  of  allyl  then  rises  to  the  surface,  as 
a  ligbt,  transparent,  yellowish  oil,  possessing  in  a  high  degree  the  odour 
of  garlic*  oil  Bj  rectification  it  becomes  colourless,  and  then  boils 
at  140^ 


12  C     

10  H    

72 

, 10 

Cahours  &  Hofmann. 

....    63-16    63-3 

....      8-78     8-9 

2  S     

32 

....    2806 

C«H«>S2  

>••.••      SrO 

....  100-00 

Artifi<;ial  sulphide  of  allyl  forms  compounds  with  nitrate  of  silver, 
chloride  of  mercury,  and  bichloride  of  platinum,  exactly  like  those  pro- 
duced  by  the  natural  oiL     (Cahours  &  Hofmann). 

AllyJriMrcapian,  C«H*S'  =  C«H',H;S'.  —  Sulphide  of  Allyl  and  Hydro^ 
yen,  Hydromtphate  qfAUyl^  Stdphydrale  qf  Allyl.  —  Produced  by  the  action  of 
iodide  of  allyl  on  sulphydrate  of  potassium: 

C«H»I     +     KHS»     -     KI     +     C^H»,H',S5 

It  is  a  volatile  oily  liauid,  having  an  odour  like  that  of  the  preceding 
compound,  but  more  etnereal.  Bears  considerable  resemblance  to  ethyl-* 
mercaptan.     Boils  at  90°. 

Cahours  &  Hofmann, 

6C  36    ....    48-65     48-86    ....    48-71 

6  H  6    ....      8-11     8-23    ....      3*30 

2S    32    ....     43-24 

C«H«S* 74    ....  100-00 

Allylmercaptan  acts  energetically  on  mercuric  oxide,  forming  a  com- 
ponnd  (C*H*HgS*),  which  dissolves  in  boiling  alcohol,  and  separates  on 
cooling,  in  scales  having  a  strong  mother-of-pearl  lustre.  (Cahours  & 
Hofmann.) 

Iodide  ofAJXyl.  C^R^I.-^Allylhydriodic  ether,  lodoprttpylene — Produced 
by  the  action  of  biniodide  of  phosphorus  on  glycerin.  (Berthelot  &  De 
Luca,  see  ix,  427.) 

Biniodide  of  AUyl  C'H^P.  Obtained  by  dissolving  6  or  7  pts.  of 
iodine  in  1  pt.  of  allyl  gently  heated.  The  mixture  liquefies  at  first, 
but  in  a  few  minutes  becomes  solid;  it  is  then  triturated  with  aqueous 
potash,  to  remove  the  excess  of  iodine,  and  crystallized  from  boiling 
ether.  —  It  is  colourless  when  first  prepared,  but  is  rapidly  coloured  by 
exposure  to  light.    Smells  like  iodide  of  ethylene. 


6C  

...      36 

5 

...     252 

....    12-2 
....      1-7 
....    86-1 

Berthelot  &  DeLuca. 
12-3 

5  H 

1-7 

2  1    

85-6 

C«H»P 

...    293 

....  100-0 

99-5 
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This  compound  melts  at  a  temperatare  above  100^,  forming  a  heavy 
liqnid;  which  is  decomposed  bj  a  stronger  heat,  yielding  iodine,  carbo- 
naceous matter,  and  a  very  heavy,  neutral,  volatile  liquid,  insoluble  in 
potash.  (This  liqaid  is  not  C*H*I :  for,  when  treated  with  mercury  and  hydrochloric 
acid,  it  does  not  yield  propylene  [iz,  427).  —  Biniodide  of  allyl  is  decomposed 

when  heated  with  sodium,  but  does  not  yield  definite  products,  perhaps 
in  consequence  of  the  high  temperature  required  to  melt  it.  —  It  is  bat 
very  slightly  decomposed  by  aqueous  potash,  but  alcoholic  potash  decom- 
poses it  readily,  when  heated  with  it,  forming  a  product  which  smelLs 
like  allyl.  —  Biniodide  of  allyl,  heated  with  a  mixture  of  fuming  hydro- 
chloric acid  and  mercury,  is  but  very  slightly  attacked^  and  does  not  give 
off  any  appreciable  quantity  of  gas,  whereas  the  compound  G^H'I,  yields 
when  thus  treated,  abundance  of  propolene  gas.  From  these  differences  of 
action,  Berthelot  &  De  Luca  infer  that  the  body  C*H*1,  does  not  contain  the  same  radical 
as  C^H^P;  further,  that  since  the  latter  can  be  produced  by  the  direct  anion  of  iodine 
and  allyl,  whereas  the  former  cannot,  C'U^P  is  the  true  iodide  of  allyl,  while  C*H*I^ 
is  a  body  of  totally  different  molecular  constitution.  It  does  not  appear  possible  to 
produce  either  of  these  compounds  directly  from  the  other.  The  body  left  when  C*H*P 
is  decomposed  by  beat,  is  not  identical  with  iodopropylene  (vid.  sup.),  and  on  the  other 
hand,  iodopropylene  is  capable  of  dissolving  a  considerable  quantity  of  free  iodine ;  bat 
the  iodine  thus  dissolved  is  easily  removed  by  the  action  of  cold  potash.  (Berthelot 
&  De  Luca.)  —  Notwithstanding  these  circumstances,  however,  it  is  certain  that  the 
compound  C'H'I  is  related  to  oxalate  of  allyl  and  allylic  slcohol,  in  the  same  manner  as 
C*H^I  (iodide  of  ethyl)  is  related  to  oxalate  of  ethyl  and  ethylic  alcohol,  the  series  of 
processes  by  which  each  of  these  iodides  is  converted  into  the  corresponding  alcohol, 
being  indeed  exactly  analogous. 

JBibromide  of  Allyl,  C*H*Br*.  —  Bromine  unites  with  allyl,  producing 
considerable  evolution  of  heat;  and  if  the  action  be  moderated  by  cooling 
and  the  potash  added  as  soon  as  the  liquid  begins  to  exhibit  the  colon r 
of  bromine  and  give  off  hydrobroroic  acid,  the  liquid  soon  solidifies  in 
a  crystalline  mass ;  and  if  this  mass  be  strongly  pressed,  then  dissolved 
in  ether,  and  the  solution  left  to  evaporate,  crystals  of  bibromide  of  alljl 
are  obtained,  which  may  be  purified  by  compression  and  recrystallization 
from  ether.  —  They  are  white,  and  have  an  odour  like  that  of  bibromide 
of  ethylene,  but  fainter.  The  compound  is  very  soluble  in  ether,  but 
insoluble  in  water.  It  melts  at  37^  and  if  the  fusion  is  incomplete, 
solidifies  at  the  same  temperature;  but  if  completely  melted,  it  does  not 
resume  the  solid  state  till  cooled  several  degrees  lower.  It  may  even 
remain  liquid  at  6°,  and  exhibits  considerable  rise  of  temperature  at  the 
moment  of  solidification.  —  It  is  volatile  without  decomposition.  — 
Heated  with  sodium,  it  is  decomposed  and  yields  allyl.  (Berthelot  & 
De  Luca.) 

Berthelot  &  DeLuca. 

6C    36     ....     17'9     18-4 

5H    6     ....       2-5     2-4 

2  Br   160    ....     79.6    78-9 

C«H*Bi« 201     ....  1000    99-7 

Terhromide  of  Allyl  C«H*Br».  —  Obtained  by  gradually  adding 
3  pts.  of  bromine  to  2  pts.  of  iodide  of  allyl,  C'H'I,  cooled  in  a  freezing 
mixture;  leaving  the  liquid  to  stand  till  the  next  dav;  then  washing  the 
liquid  separated  from  crystallized  iodine  with  alknline  and  afterwards 
with  pure  water;  dehydrating;  distilling  (whereupon  it  turns  brown,  and 
gives  off  iodine- vapours);  again  washing  and  distilling  that  which  has 
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passed  oyer;  collectinii^  apart  that  which  distils  hetween  210°  and  220°; 
eooiing  the  purple-red  liquid  thus  obtained  to  0^  whereupon  it  solidifies 
in  the  crystalline  state ;  removing  the  red  niother-liqnor ;  and  lastly, 
fusing  and  again  rectifying  the  product.  (A.  Wurtz^  ^,  Ann,  Chim. 
Phy$,  51,  91.) 

Colourless  neutral  liquid,  having  a  not  unpleasant  odour.  Sp.  gr. 
2'436  at  23.  Solidifies  below  10°  (by  slow  cooling,  it  yields  shining 
prisms  which  melt  at  16°).  Boils  between  217°  and  218°.  Alcoholic 
potash  converts  it  into  an  ethereal  liquid  which  boils  at  about  135°.  — 
(Wurtz.) 

Wurtx. 

6C  36    ....     12-81     13-11     ....     13-05 

5  H  5     ....       irS     1-85     ....       1-65 

3  Br 240     ....     85-41     84-34 

Cm*Br3    281     ....  10000 

This  componndy  called  iiotribramhydrin  by  Berthelot  and  De  Luca,  is  iiomeric 
with  terbromhydrin  obtained  by  the  action  of  FBt*  on  bibromhydrin  or  epibromhydrin 
and  with  bibromide  of  bromopropylene  (p.  552).  —  From  the  former  it  differs  by  its 
boiling  point ;  from  the  latter  by  its  boiling  point  and  specific  gravity,  by  solidifying 
aboTe  0*,  and  by  its  behaviour  with  alcoholic  potash,  with  ammonia,  with  oxide  of  silver, 
and  with  sodium. 

Terbromide  of  allyl  is  converted  by  alcoholic  potash  into  an  ethereal 
lianid,  which  boils  at  135°.  (Wurtz.)  —  Ammonia  converts  it  into 
bibromallylamine,  N(C*H^Br)^H,  and  bromide  of  ammonium  (Simpson, 
p.  549);  bromide  of  bromopropylene,  on  the  other  hand  is  converted  by 
ammonia  into  bromide  of  ammonium  and  the  compound  C^H'Br' 
=  C«H*Br»,C«H»Bi».  (Simpson,  p.  552).  With  moist  oxide  of  silver, 
its  yields  bromide  of  silver  and  glycerine: 

C«H»Br»     +     3AgO     +     3H0     «     3AgBr     +     C«HK)« 


Bromide  of  bromopropylene  treated  with  silver-salts  does  not  reprodnce  glycerine. 
(Berthelot  and  De  Luca,  N.  Ann,  Chim.  Phyi,  52,  441).  —  Terbromide  of  allyl 

is  decomposed  by  sodium^  yielding  allyl  and  bromide  of  sodium,  but  it  is 
difficult  to  remove  the  whole  of  the  bromine.  —  Bromide  of  bromopropylene 
treated  with  sodium,  yields,  not  allyl,  but  bibromopropylene,  C^H^Br'.  (Berthelot  & 
De  Luca.) 

Carbonate  of  Allyl.  CO',C'H',  is  obtained  by  the  action  of  sodium 
on  oxalate  of  allyl,  carbonic  oxide  being  evolved  at  the  same  time 
rC*0>,(C*H»)»  -  2C0  =  2(C0',C«H»)].  It  is  a  colourless  oil,  lighter 
than  water,  and  having  an  aromatic  odour.  (Cahours  &,  Hofmann.)  It 
is  also  produced  by  the  action  of  iodide  of  allyl  on  carbonate  of  silver. 
(Zinin.) 

Allylsulphuric  Acid,  C«H*S»0»  =  Cm'yR.S'O^  —  Sufphate  qf  Allyl 
and  ffydrogefi,  —  Sulphallylic  Acid,  —  When  allylic  alcohol  is  added  by 
drops  to  about  an  equal  volume  of  strong  sulphuric  acid,  the  mixture 
becomes  heated  without  blackening;  and  on  adding  7  or  8  times  the 
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Yolame  of  water^  and  DeutralisiDg  with  carbonate  of  baiyta,  the  liquid 
yields  by  evaporation  white  shining  crystals  of  allylsnlphate  of  baryta* 
(Cahoars  and  Hofmann.) 


[Cahonrs  &  Hoffmann. 

6C     36       ....    17-54 

6H    5        ....      2-43 

Ba   68-6    ....    33-33    33'11 

2S     32        ....     15-55 

8  0     64        ....    31-15 

C«H»BaS80'  205-5    ....  100-00 

Allyhcanthie  Acid,  — Allylic  alcohol  mixed  with  potash-solution  and 
bisulphide  of  carbon,  yields  a  body  which  crystallizes  in  yellow  needles, 
closely  resembling  those  of  xanthate  of  potash.  (Cahonrs  and  Hofmann.) 

Cyanate  ofAUyl,  CPN(C*H*)0*.  —  Produced  by  the  action  of  iodide  of 
allyl  on  cyanate  of  silver.  The  heat  produced  by  the  reaction  is  sufficient 
to  distil  over  nearly  the  whole  of  the  volatile  product. 

Transparent  colourless  liquid  having  a  pungent  odour  like  that  of 
cyanate  of  ethyl,  and  intensely  tear-exciting.  Boils  at  82^  Vapour- 
density  3*045.     (Cahours  &  Hofmann.) 


8C    

5H    

48 

5 

14 

16 

....    67*83    ... 

6-02     ... 

....     16*86    ... 

C.&H. 

■....     o/-7d 

6-13 

16-71 

....     19-41 

C-vapour 
H-gaa 
N-gas 
0-ga« 

Vol. 
5 

•  •««         ^         ■•> 

•  ■••         X         •■• 

Density. 

3-3280 

0-3465 

N    

2  0    

0-9706 

1-1090 

CWN03  .... 

73 

....  100-00    ... 

100-00 

2    ... 
1     .. 

5-7544 

2-8772 

Cyanate  of  allyl  dissolves  readily  in  ammonia,  with  evolution  of  heat, 
and  the  solution  when  evaporated,  yields  crystals  of  aUyl-urea.  With 
ethylamine,  it  forms  in  like  manner,  dhyl-allyl-urea.  Distilled  with 
potash,  it  yields  allylamine.     (Cahours  &  Hofmann.) 

Sulphoeyanide  of  AUyl.  C»N(C•H•)S^  —  Volatile  oil  of  mustard.  — 
Produced  artificially  by  the  action  of  iodide  of  allyl  on  sulphoeyanide  of 
potassium  or  sulphoeyanide  of  silver  (x,  42). 

Acetate  of  AUyl  C"H'0*  =  C*H»(C«H»)0*.  —  Obtained  hy  distilling 
acetate  of  silver  with  iodide  of  allyl,  and  rectifying  several  times  over 
acetate  of  silver,  —  Colourless  liquid,  lighter  than  water,  and  nearly 
insoluble  therein,  but  miscible  with  alcohol  and  ether.  It  has  a  pungent 
aromatic  odour,  and  boils  between  98°  and  100°.  (Cahours  &  Hofmann.) 
At  105^.  (Zinin.)  Boiled  with  potash,  it  yields  acetate  of  potash  and 
allylic  alcohol.     (Cahours  &  Hofmann.) 

Cahonrs  &  Hofmann.  Zinin. 

IOC    60    ....    60*00    59-87    59*66    ....    60*00 

8  H    8    ....      8-24     8-09     8-21     ....      8*29 

4  0  82  ....  31-76  3204  3213  ....  81-71 


CWH»0* ^   100  ....  10000  lOO'OO  10000  ....  lOO'OO 
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BtUyrcUe  ofJMyl  C»*H«0*  =  C>HWH»)0*.  --  By  distilling  buty- 
rate  of  silver  with  iodide  of  allyl,  an  amoer-coloured  liquid  is  obtained, 
which  is  rendered  colourless  by  rectification.  It  is  oily,  lighter  than 
water,  smells  like  butyrate  of  ethyl,  and  boils  at  about  140°.  (Cahours 
&  Hofmann.)  About  1 45°.  (Butlerow  &  Lenssen.)  Heated  with  potash, 
it  yields  allyllic  alcohol  and  butyrate  of  potash.     It  is  soluble  in  ether. 

Cahours  St  Hofm&nn. 


14  C 

12  H 

..••.      o4 

....    65-62    ... 

....         Sf  O^      ... 

....     25-00    ... 

65-86 

..••.      9-50 
24-56 

• 

....    65-51 
9-48 

4  O 

32 

....    25-01 

CMH«04 

....  128 

....  100-00    ... 

.....  10000 

....  100-00 

VaUrcOe  of  Myl  (?«H"0*  =  C"H*(C«H»)0*.  —  Prepared  like  the 
preceding  compound;  purified  by  rectification  orer  ralerate  of  silver, 
washing  with  alkaline  water,  and  digestion  with  chloride  of  calcium.  — 
It  is  a  colourless  liquid,  having  an  aromatic  odour  like  that  of  valerate 
of  ethyl,  lighter  than  water  and  insoluble  therein,  but  readily  soluble  in 
alcohol  and  ether.    Boils  at  162®.    Its  vapour  bums  with  a  bright  flame. 

Cahoun  &  Hofmann. 

16  C  96    ..,.    67-60    67-40 

14  H 14     ....      9-86     10-12 

4  O  32     ....     22-54     22-48 

C"H»W    142    ....  10000    100-00 

Benaoate  of  AUyl.  C~H»W  =  C'*H»(C«H»)0*.  —  Obtained  bv  the 
action  of  chloride  of  benzoyl  on  allylic  alcohol,  or  of  iodide  of  allyl  on 
benzoate  of  silver.  —  Amber-coloured  liquid,  heavier  than  water  and 
insoluble  therein,  but  miscible  in  all  proportions  with  wood-spirit, 
alcohol,  and  ether;  smells  like  benzoate  of  ethyl.  Boils  at  228°.  (Cahours 
k  Hofmann.)    At  242^    (Zinin.) 


20  0  

....     120 

....    74-07 
....      6-17 
....    19-76 

Cahours  &  Hofmann. 
73-10    

Zioin. 
74-29 

10  H  

10 

6-24     

6-44 

■**■                 Um 

20-66    

19-27 

C»HWO*    .... 

....     162 

....  10000 

100-00    

100-00 

Oxalate  of  AUyl  e"H»W  =  (>((?H7,0«.  —  Oxalate  of  silver  is 
digested  for  several  hours  at  100°,  with  iodide  of  allyl  mixed  with  anhy- 
drous ether,  and  the  product  is  purified  by  a  single  rectification. — 
Colourless  oily  liquid,  of  specific  gravity  1*055  at  15*5^  Smelb  like 
oxalate  of  ethyl,  out  with  a  slight  admixture  of  the  odour  of  mustard. 
Boils  between  206®  and  207^  with  the  barometer  at  754"^. 

Cahours  &  Hofmann. 

16  C     96    ....    66-47    56-31     ....    5640 

10  H 10     ....       5-88     5'92     ....       6-89 

8  0     64    ....     37-65     37-77     ....    37-71 

C»WO' 170    ....  100-00    100-00    ....  100-00 

rot.  XIII.  2  N 
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Oxalate  of  allyl  is  slowly  decomposed  by  water,  and  instantly  by 
eolation  of  potash.  With  ammonia,  it  forms  oxamide  and  allylio  alcohol 
(p.  540). 

Oxamate  of  Allyl.  C'»ffNO«  =  C*NH»<C«H»)0«  —  AUyUo^ame- 
thane. — Prodaced  on  adding  oxalate  of  allyl,  drop  by  drop,  to  an 
alcoholic  solution  of  ammonia. 

ci«H>oos      +      NH»      -      c»irNO«      +      cni«o» 


Oxalate  of  allyL  AUyl-ozAmethane.         AllyUalcohoL 

It  is  soluble  in  alcohol,  and  separates  from  the  solution  by  spon- 
taneous evaporation  in  splendid  crystals. 


7  H 

7 

Cahours  &  Hofmann* 

....    46-51    46-29 

....      5-42     5'55 

N 

6  O  

14 

48 

....     10-84 
....    S7-23 

C«>H7N0« 129    ....  100-00 


AUylrurea.  C"H»N«0»  =  N*.H»,C«H»,C»0«.  —  Obtained  by  dissolving 
cyanate  of  allyl  in  ammonia;  separates  by  evaporation  in  the  form  of  a 
splendidly  crystallized  mass.  —  Crystallizes  very  eajsily,  both  from  water 
and  from  alcohol.    (Cahours  &  Hofmann.) 


8  0 

ASi 

Cahoun  &  Hofmann. 
47-81 

8H 

2  N 

2  0 

8 

8-11 

27-86 

. 16-22 

C«H8jPO«  

100 

100-00 

The  composidon  is  that  of  thiosinamine  (x,  57)»  in  which  the  sulphur  is  replaced 
by  an  equivalent  quantity  of  oxygen. 

EthylroUyUurea.  C"H«N«0»  «  N«.H«(0*H')(C«H»),CW.  —  Pro- 
duced by  the  action  of  ethylamine  on  cyanate  of  allyl.  Crystallises  in 
beautiful  prisms : 

Cahours  &  Hofmann. 

12  C  72    ..«    56-25    56-12 

12  H 12    ....      9-37    9-25 

2N   28     ....    21-95 

2  O  16     ....     12-43 

C«H»«N«0«    ....  128    ....  100.00 

Similar  compounds  are  formed  by  the  action  of  methylaminey  amyU 
amine  and  phenylamine  on  cyanate  of  allyL 

BicdlyUurm.  C"H»JS'«0»  =  N».H»(C«H*)«,C«0'.  .^nft^/in*.  —  Pro- 
duced :  I.  By  the  action  of  hydrated  oxide  of  lead  on   oil  of  mustard 
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(x,  39).  —  2.  By  heating  oyanate  of  aUyl  with  water,  wheieupon  it 
becomes  battery  and  ultimately  solidifies,  or  with  aqueous  potash,  taking 
core  in  this  case  that  the  action  does  not  go  too  far,  otherwise  the  sinapo- 
line  disappears  entirely  and  the  product  consists  wholly  of  amine-bases. 
The  formation  is  represented  by  the  equation : 

2C«H»NO«        +        2H0        «        2C0«        +         C?*!!"!^©* 


Cyanate  of  Sintpoline. 

aUyL 

The  product  thus  obtained  is  identical  In  composition  and  properties 
with  that  which  is  produced  by  the  action  of  hydrate  of  lead  and  other 
bases  on  oil  of  mustard.    (Gahours  A  Hofmann.) 

AUylamine.  CH'N  =r  N,H',CH«.  —  Cyanate  of  aUyl  boiled  for 
some  time  with  strong  potash-ley  is  finally  converted  into  carbonic  acid 
and  a  mixture  of  yolatile  bases  among  which  allylamine  is  found  in 
considerable  quantity : 

C«H*NO»     +     2KH0«    =    2(K0,C0«)     +     C»IFN 

If  the  evolred  yapours  are  condensed  in  hydrochloric  acid,  and  the  solu- 
tion mixed  with  bichloride  of  platinum,  a  pale  yellow  precipitate  is 
formed,  variable  in  quantity  and  in  composition;  and  the  filtrate  yields 
by  evaporation,  splendid  orange-red  needles  of  the  platinum-salt  of 
allylanune. —  This  base  is  also  produced  by  the  action  of  ammonia  on 
io<&de  of  allyl : 


6C     ... 
8H    ... 

N     ... 
3  CI    ... 

...Ml. ...... *••.•••#          O  V 

14*0 
106-6 

....    13*68    •• 
....      3*05    .. 
....      5-31 
....    40-46 
....    37-50    .. 

Cahoun  &  Hoftnana, 
18-61 
3-07 

Pt    ... 

98*7 

37-43   to    37-62 

C»H7N,HCl,Pta« ....  264-2    ....  100-00 

BiaUylamine.  —  Impure  allylamine  obtained  by  either  of  the  above- 
mentioned  processes,  is  converted,  by  digestion  with  iodide  of  allyl,  into 
a  crystalline  mixture  of  hydriodates,  among  which  biallylamine  doubtless 
occurs,  though  it  has  not  yet  been  obtained  free  from  the  other  bases. 

Triallylamine.  C"H"N  =  N(C"H»)>.  —  Produced  in  the  decompo- 
sition  by  heat  of  the  hydrated  oxide  of  tetrallylium.  The  distillate  satu- 
rated with  hydrochloric  acid  and  mixed  with  bichloride  of  platinum 
yielded  a  pale  yellow  platinum-salt,  containing  28'd7  p.  c  platinum. 
The  formula  (?"H»»N,HCl,PtCl»  requires  28-76  p.  o.  (Cahours  & 
Hofmann.) 

TeiraUylium.  (?*H»N  =  N,(C«H")*.  —  The  iodide  of  this  radical  is 
the  chief  product  of  the  action  of  ammonia  on  iodide  of  allyl,  its  forma- 
tion taking  place  even  when  iodide  of  allyl  is  left  in  contact  with 
aqueous  ammonia.    After  a  few  days'  contact^  a  considerable  portion  of 

2  N  2 


548  ADDITIONS  TO  VOL.  IX. 

the  iodide  is  generally  dissolved  and  the  residual  layer  is  sometimea 
found  crystallized.  If  this  is  not  the  case,  the  addition  of  potasb-ley 
will  separate  an  oily  layer,  which  in  a  few  minutes  solidifies  to  a  crys- 
talline mass  of  iodide  of  tetrallylium.  The  compound  may  be  purified 
by  exposure  to  the  air,  whereby  the  adhering  potash  is  converted  into 
carbonate,  and  recrystallization  from  absolute  alcohol  —  The  iodide  gives 
by  analysis  41*26  p.  c.  iodine,  the  formula  C^H=^NI  requiring  41*66  p.  c. 

By  treating  the  iodide  with  oxide  of  silver,  the  hyorated  oxide  is 
obtained,  which  is  a  strong  alkaline  base  resembling  the  hydrated  oxide 
of  tetrethylium.  Its  solution  in  hydrochloric  acid  yields  with  bichloride 
of  platinum  a  pale  yellow  salt,  containing : 


24  0     

144*0 

....    37-57 
....      5-24 
....      3-65 
....    27-7» 
....    25*75 

Cahoun  &  Hofmann. 

37-40 

5-19 

25-88 

20  H    

20*0 

14«0 

3  CI    a. 106-5 

Pt    98-7 

C»*H»NCl,PtCP     383-2    ....  100-00 

^  TOraUylarsonium.  C^H»As  =  As(OH»)*.  —  Produced,  tojarether 
witb  other  compounds,  by  the  action  of  iodide  of  allyl  on  arsenide  of 
potassium.  A  number  of  liquid  products  are  formed  having  an  extremely 
offensive  odour,  and  graduallv  rising  in  boiling  point,  so  that  their  sepa- 
ration cannot  well  be  effected,  and  at  the  same  time  a  solid  crystalline 
mass  is  obtained  which  is  doubtless  the  iodide  of  tetraHyl-arsoniam. 
(Cahours  &  Hofmann.) 

MerouraUyl.  CH'He*.  —  When  iodide  of  allyl  is  agitated  with 
mercury,  a  yellow  crystalline  mass  is  formed  from  which  the  iodide  of 
mercnrallvl  is  easily  extracted  by  hot  alcohol  or  ether.  The  alcoholic 
solution  aeposits  it  on  cooling,  in  silvery  scales  which  turn  yellow  when 
exposed  to  light,  especially  on  drying.  It  is  sparingly  soluble  in  cold 
alcohol,  and  nearly  insoluhle  in  water.  At  100*^  it  sublimes  in  white 
shiniug  rhombic  tables.  At  135^  it  melts,  and  on  cooling  solidifies  to  a 
yellow  crystalline  mass.  If  more  quickly  and  strongly  heated,  it  decom- 
poses for  the  most  part,  leaving  a  carbonaceous  residue  and  giving  off  a 
yellow  sublimate. 

Iodide,  Zinin. 

6C  36  ....  9-78    9*59 

6H 5  ....  1-35    1-38 

I  127  ....  34-51    .. 34-49 

2Hg  ^  200  ....  54-36 

C«H«HgP 368    ....  100-00 

The  alcoholic  solution  of  iodide  of  mercnrallyl  is  decomposed  by 
nitrate  of  silver,  the  whole  of  the  iodine  being  separated  as  iodide  of 
silver.  Oxide  of  silver  also  forms  iodide  of  silver,  and  a  strongly 
alkaline  solution,  which  on  evaporation  yields  a  syrupy,  strongly 
alkaline  mass,  soluble  in  water  aud  forming  salts  with  acids.  When 
heated  it  smells  like  angelica  and  garlic.  It  is  doubtless  the  hydrated 
oxide  of  roercurallyl.    (Zinin,  Ann,  Fhartn,  90, 363). 
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Bibromallylamine. 

C»H»Br»N  =  N.H,((?H*Br)«. 

Maxwell  &  Simpson.    Ann.  PAarm.  109,  362;  Phil,  Mag.  (A)  16,  257. 

Fi/iination.    By  the  action  of  ammonia  on  ierbromide  of  allyl : 
2C«H»Br»     +     5NH»     =    N,H.(C«H<Br)»     +     4NH^Br. 

Preparation.  1  vol.  terbromide  of  alljl  and  6  vol.  of  a  solution  of 
ammonia  in  dilute  alcohol  are  heated  together  for  10  or  12  hours  to 
100°  in  sealed  tubes.  • —  Bromide  of  ammonium  then  separates ;  and 
on  opening  the  tube  and  mixing  the  filtered  liquid  with  a  large  quantity 
of  water^  bibromallylamine  separates  in  the  form  of  an  oil.  To  purify 
this  product,  it  is  washed  with  water  and  dissolved  in  hydrochloric  acid; 
the  filtered  solution  is  evaporated  to  dryness  at  100^;  the  residue  is 
dissolved  in  water;  the  liquid,  separated  by  filtration  from  a  small 
quantity  of  oil,  is  again  evaporated  to  dryness;  and  the  residue  is  washed 
with  ether,  in  which  the  hydrochlorate  is  nearly  insoluble,  and  dried  in 
vacuo  over  sulphuric  acid. 

From  the  hydrochlorate  thus  obtained,  the  base  is  separated  by  dilute 
potash  or  ammonia,  then  washed  with  water  and  dried  in  vacuo  over 
sulphuric  acid.  It  is  a  heavy  oily  liquid  liavlng  a  peculiar  sweet  and 
aromatic  taste :  it  fumes  in  the  neighbourhood  of  strong  hydrochloric 
acid,  and  exhibits  an  alkaline  reaction  with  litmus  paper. 

Simpion. 

12  C    72    ....    28-25    28-93  to  29*22 

9H   9    ....      3-53    8-34  „    386 

2  Br  160    ....    6273 

N    14    ....      5-49 

C"H»Br»N  ....    255    ....  10000 

Bibromallylamine  cannot  be  distilled  without  decomposition. —  Heated 
in  a  sealed  tube  with  iodide  of  ethyl,  it  yields  hydriodate  of  ethyl-bibrom^ 
allylamine  N(C«H*)(C*H*Br)»,Hl. 

Bibromallylamine  dissolves  very  sparingly  in  water,  but  easily  in 
alcohol,  and  in  sulphuric,  hydrochloric,  nitric  or  acetic  acid.  It  is 
however  but  a  weak  base,  incapable  of  decomposing  copper  or  silver 
salts,  and  exhibiting  but  little  tendency  to  form  crystallizable  salts. 

Sulphate  of  Bibromallylamine  is  obtained  by  dissolving  the  base  in 
dilute  sulphuric  acid,  removing  the  excess  of  sulphuric  acid  with  car^ 
bonato  of  baryta,  and  evaporating  the  filtered  solution.  It  is  a  gummy 
mass  which  shows  no  tendency -to  crystallize. 

Hydrochlorate  of  Bibromallylamine,  prepared  as  above,  is  a  neutral 
slightly  yellowish  salt,  which  tastes  like  the  base  itself.  It  dissolves 
readily  in  water  and  in  alcohol,  sparingly  in  ether.  Heated  to  lOO"*  for 
some  time,  it  acquires  a  dark  colour,  as  if  from  incipient  decomposition, 
but  a  much  higher  tempciaturo  is  required  to  decompose  it  completely. 
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It  sablimes  partially  at  160^    Nitrate  of  silver,  added  to  the  aqveonB 
solution  of  this  salt,  throws  down  the  chlorine  bat  not  the  bromine. 

Simpson. 


12  n 

72     ....    24*69    .... 

....    24*40 
....      3-64 
....      4*77 

•••• 

•••• 
.... 

M.« 

.... 

12*65 
52*80 

23*80 

3-76 

1  i                  l*ftA 

4-98 

CI 

9  Hi* 

36*5  ....    12*19    .... 

160     ....    54*88    ..„ 

C»H»Br«N,Ha....  292*5  ....  10000 

An  alcoholic  solntion  of  bibromallylamine^  mixed  with  an  alcoholic 
solution  of  mereuric  Moride,  forms  a  copious  white  precipitate. 

ChlaropkOmaU  of  BibromaUylamine.  (?«H*Br*N,HCl,PtCl».  —  On 
mixing  the  cold  concentrated  solutions  of  hydrochlorate  of  bibromally* 
lamine  and  bichloride  of  platinum,  an  orange-yellow  precipitate  is 
formed,  nearly  insoluble  in  absolute  alcohol.  Dried  at  100^  it  gave  by 
analysis,  15*78  p.  c.  carbon,  2*34  hydrogen,  and  21*05  to  21  '35  platinum, 
the  formula  requiring  15*61  C,  2*17  H,  and  21*40  Pt     (Simpson). 

Ethtl-bibbomalltlamikb.  C"ff >NBr»  =  N,C*H»,(C*H*Br)».  —  The 
hydrlodate  of  this  base  is  obtained  by  heating  bibromallylamine  with 
excess  of  iodide  of  ethyl  in  a  sealed  tube,  at  the  temperature  of  the 
water-bath.  The  hydriodate  then  separates  lus  a  heavy  oil  containing  a 
few  crystals ;  and  on  distilling  off  the  excess  of  iodide  of  ethyl,  diBsolving 
the  residual  salt  in  warm  water,  and  mixing  the  solution  with  potash,  ethyl- 
bibromallylamine  separates  as  a  heavy  oil,  having  an  extremely  bitter 
and  pungent  taste  and  an  odour  of  nutmeg.  It  is  insoluble  in  water, 
soluble  in  acids.  It  has  an  alkaline  reaction,  and  is  a  stronger  base  than 
bibromallylamine,  being  capable  of  precipitating  cuprio  oxide  from  the 
solutions  of  its  salts.  ^  (Simpson.) 

Simpson. 

16  C    ....M 96    ....    33*92    34*21 

13  H    13    ....      4*59    4*87 

2  Br  160    ....    56-53 

N    14    ....      4*96 

CWH»Bi*N  ....    283    ....  10000 


Page  365. 

Acrolein. 

GsuTHER  &  Cabtubll.     Ann.  Pharm,  112, 1 ;  abstr.  Froe,  Bay.  Sot 
10, 108. 

AUion  of  Water.  Acrolein  mixed  with  two  or  three  times  its  volume 
of  water,  and  heated  to  100^  for  about  a  week,  is  gradually  decomposed, 
yielding  aorylio  acid,  and  a  resin  agreeing  nearly  in  composition  with 
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Sedtenbacher's  dUacryl  resin  (ix,  369):  It  gave  by  aiulyils  60*63,  and  66*6 
p.  c.  G;  7*6  and  7*4  H.  RedCenbacher  found  66*6  C,  and  7*4  H.  It  differs, 
however,  from  Redtenbaoher's  compound  in  melting  at  a  lower  tempera- 
tore,  viz.|  60^  and  solidifying  at  550°.  It  moreorer  gives  off  acrolein 
when  heated,  and  reduces  an  ammoniacal  solution  of  silver. 

HydrochUyirate  of  Acrolein,  C*H*0*,HC1.  —  Produced  by  passing  dry 
hydrochloric  acid  gas  into  anhydrous  acrolein,  in  a  vessel  surrounded  by 
cold  water.  The  viscid  product  washed  with  water  and  dried  over  oil 
of  vitriol,  in  vacuo,  yields  hydrochlorate  of  acrolein  as  a  mass  of  white 
velvety  crystals,  which  melt  at  32°  G.  into  a  thick  oil  having  the  odour 
of  rancid  fat.  It  is  insoluble  in  water,  but  readily  soluble  in  alcohol  or 
ether,  on  the  evaporation  of  which  it  remaius  as  a  thick  oil. 

Geutber  &  CartmelL 

6C  36*0  ....  38*92  39  32 

5  H  5-0  ....  6-41 5*78 

CI  35-5  ....  38-87  36-88 

2  0  16-0  ....  17*30 


■«■ 


C«H*0»,HC1      92*5    ....  100*00 

The  deficiency  of  chlorine  and  excess  of  carbon  probably  arose  from  the  preseaoe 
of  a  resinoDS  modification  of  acrolein,  like  disacryl-resin. 

Hydrochlorate  of  acrolein  is  resolved  by  heat  into  acrolein  and 
hydrodhloric  acid.  It  is  not  apparently  altered  bv  boiling  with  water, 
or  by  the  action  of  dilute  solutions  of  the  alkalis.  Heated  with  ammonia 
to  100°  in  a  sealed  tube,  it  yields  chloride  of  ammonium  and  acrolein- 
ammonia.  Strong  hydrochloric  acid  decomposes  it,  setting  the  acrolein 
free;  a  similar  action  is  exerted  by  dilute  sulphuric  or  nitric  acid, — 
Hydrochlorate  of  acrolein  in  alcoholic  solution  does  not  combine  with 
bichloride  of  platinum,  and  very  slowly  reduces  a  boiling  ammoniacal 
solution  of  nitrate  of  silver. 

Gkseous  hydriodic  acid,  passed  into  acrolein,  exerts  a  violent  action 
attended  with  a  hissing  noise,  like  that  of  red-hot  iron  plunged  into 
water.  The  product  is  a  resinous  body,  which  is  insoluble  in  alcohol, 
ether,  acids,  and  alkalis,  and  gives  off  iodine  when  heated,  or  when 
digested  with  bisulphide  of  carbon. 

Metacrolein.  —  Hydrochlorate  of  acrolein,  heated  with  hydrate  of 
potash,  gives  off  hydrogen,  and  yields  an  oily  distillate,  which  solidifies 
in  magnificent,  colourless,  needle-shaped  crystals,  consisting  of  meta- 
crolein,  a  compound  isomeric  or  more  probably  polymeric  with  acrolein. 
(Analysis:  63*9  p.  c  C,  and  7*4  U ;  by  calculation,  64*29  C,  and  7' 14  H.  The  eroln- 
tion  of  hydrogen  in  the  formation  of  this  componod  is  due  to  a  secondary  action,  part 
of  the  acrolein  being  at  the  same  time  converted  into  acetate  and  formiate  of  potash.) 
Metacrolein  is  lighter  than  water,  has  an  aromatic  odour  and  a  cooling 
taste  with  bumiuff  after-taste.  It  melts  at  50^,  solidifies  at  about  45'', 
and  volatilizes  a  little  before  melting,  so  that  it  may  be  distilled  with 
vapour  of  water.  By  heat  it  is  changed  into  common  acrolein.  It  is 
not  affected  by  dilute  alkalis,  but  when  heated  with  mineral  acids,  it  is 
changed  more  or  less  into  acrolein.  In  a  stream  of  dry  hydrochloric  acid 
gas,  it  melts,  and  is  converted  into  the  hydrochlorate  of  acrolein  above 
described.  Hence  it  is  probable  that  the  compound  so  named,  is  really 
a  hydrocUoraU  of  meiaorolein,  perhaps  C"H'0^,2HC1. 
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Hydriodcste  ofMetaerolein  is  prodaced  by  passing  dry  hydriodic  acid 
gas  over  metacrolein,  as  a  heavy  yellow  liquid,  which  resembles  the 
hydrocblorate  in  taste  and  appearance,  and  after  washbg  in  water,  diews 
a  tendency  to  crystallize  at  ordinary  temperatures.  When  placed  orer 
oil  of  yitriol,  it  decomposes,  taming  brown  and  giving  off  iodine. 
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Bromide  of  Propylene.   C*H«Br*. 

According  to  Wnrtz  {N.  Ann,  Ckim.  Phyt.  52,  84),  the  prooen 
given  by  Dusart  (CampU  rend,  41,  495),  for  preparing  this  compound, 
vis.,  to  distil  a  mixture  of  equivalent  quantities  of  acetate  and  oxalate 
of  lime,  and  pass  the  evolved  gases  into  bromine,  does  not  yield  a 
good  product.  Better  results  are  obtained  by  Reynold's  method 
Xphem,  Soc.  Qu.  J*.,  3,  111),  of  decomposing  amylic  alcohol  by  heat. 
Wurts  passes  the  vapour  of  amylic  alcohol  through  a  porcelain  tube, 
heated  to  a  temperature  between  bright  and  dull  redness;  passes  the 
resulting  gases  through  aqueous  potasu  (which  retains  undecompoaed 
amyl-alcohol  and  Hauid  hydrocarbons) ;  receives  the  propylene  gas 
in  large  flasks  standing  over  water;  then  introduces  liquia  bromine 
into  the  flasks,  which  is  thereby  almost  immediately  decolorised;  and 
subjects  the  crude  bromide  of  propylene  thus  obtained  to  fractional 
distillation.  Between  125^  and  188^  a  mixture  of  bromide  of  ethyloie 
and  bromide  of  propylene  passes  over;  between  188°  and  150°,  nearly 
pure  bromide  of  propylene;  the  portion  which  distib  between  150°  and 
200°  contains  also  bromide  of  butylene ;  above  200°,  the  residue  gives  off 
vapours  of  hydrobromic  acid. 

Bromide  of  propylene,  purified  by  repeated  fractional  rectification, 
is  a  colourless  liquia,  which  smells  like  chloride  of  ethylene  and  boils 
between  140°  and  145°,  nearer  to  the  former,  A  portion  boiling  between 
137°  and  140*,  gave  by  analysis  16*66  p.  c.  carbon,  and  2'87  hydrogen;  another 
portion  boiling  between  140^  and  144%  gave  18*15  C,  and  3*04  H,  the  formula 
C*H«Bi«  requiring  17'82  C,  and  2*98  H. 

Bromide  of  propylene  heated  with  2  At.  acetate  of  silver,  yields 
acetate  of  propylene,  C'H*,(C*fl'0')K)*,  from  which  propylic  fflyeol  may  be 
obtained  by  distillation  with  potash.    (Wurtz.) 

Bromide  ofBromopropylene,  C*H*Br,Br*.  —  a.  Bromide  of  propylene 
is  but  very  slowly  attacked  by  bromine.  To  replace  1  At.  hydrogen 
in  it  by  bromine,  it  is  necessary  to  pass  vapoor  of  bromine  into  a  laige 
flask  in  which  bromide  of  propylene  is  kept  in  a  state  of  ebullition,  so 
that  the  two  bodies  may  mix  in  the  state  of  vapour,  the  bromine  which 
passes  off  uncombined  being  condensed  in  a  cooled  receiver,  and  continually 
passed  through  the  apparatus  till  the  proper  quantity  of  it  has  been 
absorbed.    Ihe  product  is  then  purified  by  fractional  distillation. 
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Golonrlesfl  liquid,  of  sp.  gr.  2*392  at  23°.  Boils  at  about  195^  Has 
a  vexy  irritating  and  persistent  odoor. 

Wurtj* 

6C    36    ....    12-81    ........    12-68 

5  H    5    ....      178    .......      1-62 

3  Br  240    ....    85*41 

C«H»Br,Br*  ....  281    ....  lOO'OO 

This  compound  acts  with  tolerable  fiicility  on  siiyer-salts.  When 
it  is  distilled  with  acetate  of  silver,  the  principal  product  appears  to 

consist  of  an  acetic  ether  of  the  glycol  C'H'O^,  viz.  (QijpQt\%  \^»  ^^^ 

compound  CH^Br^Br*,  first  giving  up  an  atom  of  hydrobromic  acid,  and 
being  reduced  to  C^H'Br',  and  this  compound  acting  upon  acetate  of 
silyer  in  a  similar  manner  to  bromide  of  ethylene  or  bromide  of  propy- 
lene. —  At  the  same  howerer,  a  secondanr  reaction  is  observed,  resulting 
in  the  formation  of  a  small  quantity  of  triacetin,  C«H*XOH»0»)',0».  ^ 

/9.  A  compound  isomeric,  if  not  identical  with  the  preceding ;  is 
obtained  by  treating  bromopropylene  or  bromide  of  allyl,  C*H'Br 
(ix,  398),  with  bromine.  This  compound  absorbs  bromine  with 
avidity ;  and  if  it  be  placed  in  a  vessel  surrounded  with  a  frigorifio 
mixture,  and  bromine  added  by  small  portions  (4  pts.  bromine  to  3  pts. 
bromide  of  allyl),  the  reaction,  which  is  at  first  very  violent,  becomes 
moderated  as  the  addition  of  the  bromine  is  continued,  and  at  length 
there  is  obtained  a  liquid,  which,  after  being  washed  with  alkaline  and 
then  with  pure  water,  and  dried  over  chloride  of  calcium,  distils  entirely 
between  190°  and  200°,  the  greater  part  passing  over  at  19$°. 

The  compound  thus  obti^ned  is  a  colourless  liquid,  agreeing  in  compo- 
sition (12*56  to  12*61  p.  c  carbon,  and  1*76  to  1*89  hydrogen),  specific 
gravity  and  boiling  point  with  the  preceding;  but  its  odour  is  less 
irritating,  being  more  like  that  of  chloroform,  and  it  acts  less  quickly  on 
silver-salts.  When  immersed  in  a  feezing  mixture^  it  remains  perfectly 
liquid.    (Wurtz.) 

These  two  compounds,  a  and  j3,  are  isomeric  with  terhromide  ofcUlyl, 
CH'Bi*  (p.  544),  obtained  by  the  action  of  bromine  on  the  compound 
C*H4  ;  but  they  differ  from  it  in  their  reaction  with  silver-salts. 
Terhromide  of  ulyl  distilled  with  acetate  of  silver,  yields  triacetin 
(C«H»y"(C*HH)*)»0^  but  bromide  of  bromopropylene  ft  distilled  with 
acetate  of  silver,  does  not  yield  a  trace  of  liquid  volatile  above  200®  (tria- 
cetin boils  at  268°).  Bromide  of  bromopropylene  a  yields,  as  the  principal 
product  of  its  reaction  with  acetate  of  silver,  not,  as  already  observed,  a 
triatomic  acetate  or  glycerin-compound,  bat  a  biatomic  acetate,  or  glycol 
compound.  And  bromide  of  bromopropylene  /9,  appears  to  act  entirely 
in  the  latter  way,  not  yielding  a  trace  of  triacetin;  in' fact  the  liquid 
produced  by  the  reaction  distils  wholly  below  200°,  whereas  (f  iacetin 
boils  at  268°.     (Wurtz.) 

Both  these  compounds  a  and  p  are  likewise  distinguished  from  ter- 
hromide of  allyl  by  their  behaviour  with  ammonia  and  with  sodium 
(p.  543), 
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Page  400. 

Hydrate  of  Propylene  or  Propylic  Glycol 

CRH)^  =  C«H«.H».0*. 
A.  WtTRTZ.     N,  Ann,  Chim.  Fhys.  55^  440. 

Formation,  Bromide  of  propylene  heated  with  acetate  of  silver^ 
yields  biacetate  of  propylene ;  and  this  distilled  with  hydrate  of  potash 
yields  propylio  glycol,  the  reactions  being  exactly  similiur  to  those  whioh 
take  place  in  the  formation  of  ethylic  glycol  (xii^  501). 

Freparation.  I  At.  bromide  of  propylene  is  heated  for  four  days 
to  100°  with  2 At.  acetate  of  silver  and  a  quantity  of  crystallizable  acetio 
acid  sufficient  to  form  a  uniform  pulp ;  ether  is  then  added;  the  bromide 
of  silver  separated  by  filtration ;  and  the  biacetate  of  propylene  is 
distilled  off  between  140°  and  200°.  —  To  obtain  the  propylic  glycol,  the 
biacetate  is  decomposed  by  a  boiling  concentrated  solution  of  baryta, 
added  by  small  portions  till  the  liquid  becomes  distinctly  alkaline.  The 
excess  of  baryta  is  then  removed  by  a  stream  of  carbonic  acid;  the  filtered 
solution  containing  the  glycol  and  acetate  of  baryta  is  evaporated  over 
the  water-bath^  till  the  acetate  of  baryta  begins  to  separate  (if  the  eTsporm- 
tion  be  carried  farther,  some  of  the  glycol  wUl  be  lost);  the  liquid  is  mixed  with 
twice  its  volume  of  strong  alcohol;  and  the  solution,  after  filtration,  is 
evaporated  over  the  water-bath,  tUl  all  the  alcohol  is  expelled,  after 
which  the  propylic  glycol  is  distilled  off  aud  purified  by  rectification. 
The  acetate  of  propylene  mav  also  be  decomposed  by  distilling  it  with 
pulverized  hydrate  of  potash,  added  by  small  portions,  (2  At.  potash 
to  1  At.  of  the  acetate) ;  but  this  method  is  not  so  convenient  as  the 
former. 

FropeHies,     Colourless,  viscid,  odourless  liquid,  having  a  saccharin 
taste.     Sp  gr.  1051  at  0°,  and  1-088  at  23°.     Boils  at  lb8°  or  Ids'",  the 
bulb  and  stem  of  the  thermometer  being  immersed  in  the  vapour,  and  a 
platinum  wire  introduced  into  the  liquid.    Distils  without  alteration  to 
the  last  drop.    Vapour-density  2*596. 


6  C 

8  H 

48    ....    47-36    ... 

8    .«.     10-52    ... 

32    ....    42-12    .... 

Wurtz. 

.....    47-11 

10-73 

....    42-16 

C-vapour 

H-gas 

O-gaz 

Vol.        Density. 

....    6    ....     2-4960 
....     8    ..„     8-5544 
....     2    ....    2*2186 

4  0 

C«HH><   .... 

88    ....  100-00    ... 

100-00 

Vapour 

....     2     ....    5-2690 
1     ....     2*6345 

DecomposUions.  1 .  Propylic  glycol  is  rapidly  oxidized  by  nitric  acid 
of  sp.  gr.  1-308,  with  evolution  of  nitric  oxide,  nitrogen,  and  carbonic 
acid,  aud  formation  of  oxalic  acid,  together  with  a  small  quantity  of 
another  acid  richer  in  carbon  (probably  malonic  acid,  C*H*0').  —  Nitric 
acid  of  sp.  gr.  1*148  oxidizes  it  almost  as  rapidly,  but  the  chief  product 
of  the  action  is  glycolic  acid.     In  both  these  reactions,  the  propylic  glycol 
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gives  np  2  At.  carbon,  whioh  are  given  off  as  carbonic  acid,  and  yields 
products  similar  to  those  derived  from  the  4-carboo  glycol.  —  2.  A  slower 
and  more  regnlar  action  is  obtained  by  dropping  an  aqueons  solution  of 
nropylio  glycol  on  a  mixture  of  spongy  platinum  and  platinum  black, 
n  this  case,  the  chief  product  of  the  action  is  lactic  acid  : 

(?H«0*     +     40     «     2HO     +     C«H«0«. 


I 


A  small  quantity  of  glycolic  acid  is  likewise  formed.  —  3.  Propylic  glycol 
may  also  be  oxidized  by  permanganate  of  potash,  and  in  that  case  the 
chief  product  of  the  oxidation  is  acetic  acid.  —  When  propylic  glycol  is 
heated  to  about  250^  with  hydrate  of  potash,  hydrogen  is  evolved  and 
oxalate  of  potash  is  formed,  together  with  a  smaller  quantity  of  another 
salt  which  appears  to  be  lactate.  —  4«  Pentachloride  of  phosphorus  acts 
violently  on  propylic  glycol,  even  when  cooled  by  a  freezing  mixture, 
producing  hydrochloric  aoid^  oxychloride  of  phosphorus,  and  chloride  of 
propylene : 

C«H«,H3,0*     +     2PC1*     =     2HC1     +     2P0*CP     +     C«H«C19. 

5.  Chloride  of  zinc  exerts  a  dehydrating  action  upon  propylic  glycol^ 
producing  propylic  aldehyde  (C«H*0*  —  2  HO  =  C'H^O*) ;  other  pro- 
ducts are  likewise  formed  resembling  those  obtained  nnder  similar  circum- 
stances from  ethylic  glycol.  The  propylic  aldehyde  formed  in  this  reaction  yielded 
by  analysis  Gl'b  p.  c.  carbon  and  10*6  hydrogen,  the  formula  C'^H^'O^  requiring  62'1  C 
acd  10*3  H  ;  the  excess  of  hydrogen  probably  arose  from  the  presence  of  a  little  water. 
—  6.  Propylic  glycol  dissolves  sodium,  with  evolution  of  hydrogen. 

CoTnbinations,  Propylic  glycol  dissolves  in  all  proportions  In  water 
and  in  idcohol.  It  is  insoluble  in  a  small  quantity  of  eiher^  but  dissolves 
completely  in  10  or  12  times  its  volume  of  that  liquid. 

Biaestate  of  Propylene.  C"H»0»=(?H»,{C*H'0«)SO*.— Propy/^/yco/ 
diaeetique.  —  (Preparation,  p.  554.)  —  It  is  purified  by  repeated  fractional 
distillation,  that  portion  being  collected  which  boils  above  180^. 

Colourless  nentral  liquid^  emitting  the  odour  of  acetic  acid,  especially 
when  warmed.  Sp.  gr.  1*109.  Boils  at  186%  under  a  pressure  of 
0758  met. 

Wurti. 

14  C  84    ....    52-5    52-6 

12  H 12    ....      7-5    7-6 

8  O 64    ....    400    39-8 

CMflBO"    ....  160    ....  100-0    100-0 

The  compound  is  easily  saponified  by  potash  or  baryta.    0*438  grm.  of 

the  liquid  heated  in  a  sealed  tube,  yielded  a  liquid  which,  when  freed  from  excess  of 
baryta  by  carbonic  acid  and  precipiUted  by  sulphuric  acid,  gave  0*656*  grm.  sulphate  of 
baryta,  corresponding  to  2*05,  that  is  to  say  2  At.  acetic  acid. 

Biacetate  of  propylene  is  insoluble  in  a  small  quantity  of  water,  but 
dissolves  in  about  10  times  its  volume  of  water,  forming  a  solution  which, 
b  neutral  to  the  taste,  but  slightly  acid  to  test  paper.  —  It  dissolves  in 
all  proportions  in  alcohol  and  in  ether. 
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We  may  here  describe  the  glyools  of  the  batjl  and  amyl  series. 

Hydrate  of  Bntylene  or  Butylic  Glycol, 

WuRTZ.    iiT.  Ann.  Ckim.  Phyt.  55^  452. 

F)'epar€Uum.  Biaoetate  of  butylene  is  obtained  by  heating  bromide 
of  butylene  C^H^Br*  with  acetate  of  silver,  exhausting  the  product  with 
ether,  and  submitting  the  solution  to  fractional  distillation ;  and  this  pro< 
duct  distilled  with  pulverized  hydrate  of  potash  added  by  small  portions, 
yields  butyllo  glycol,  which  may  be  puri6ed  by  another  distillation  with 
the  pulverized  hydrate  of  potash,  and  subsequent  rectification  per  $e. — 
The  decomposition  of  the  biacetate  might  also  be  effected  by  baryta- wator;  but  the 
use  of  that  alkali  is  less  advantageous,  because  a  considerable  quantity  of  the  bntylio 
glycol  is  lost  during  the  evaporation  of  the  mixture  of  acetate  of  baryta  and  bu^lio 
glycol  oyer  the  water-bath. 

Properties,  Thick,  colourless,  inodorous  liquid,  having  a  sweet 
aromatic  taste.  Sp  gr.  1048  at  0^  Boils  at  ISS"*  or  184  ,  the  bulb 
and  stem  of  the  thermometer  beiug  surrounded  by  the  vapour.  Vapour- 
density  3*188. 


Wurtx. 

Vol.        Density. 

8  C 

48 

..••        0«J  do        ...< 

>*...      0%'*1«> 

C.yapour 

...    8    ....    3-3280 

10  H 

10 

....        11    Xl        «.. 

11-32 

H-gas 

...  10    ....    0  6930 

4  0 

3*2 

....     30*00     ••. 

35-55 

O-gas     

...    2    ....    2-2186 

cmwo*.... 

90 

....  10000    ... 

100-00 

Vapour  

...     2    ....    6-2396 
1    ....    51198 

Nitric  acid,  even  if  dilute,  strongly  attacks  butylic  glycol,  producing 
oxalic  acid ;  but  if  the  action  be  made  to  take  place  very  eiowly,  as  when 
the  acid  and  the  glycol  are  disposed  in  separate  layers  in  a  narrow 
cylinder,  butylactic  acid  C^HK)*  is  produced  as  well  as  oxalic  acid. 
On  evaporating  the  acid  liquid,  redissdring  in  water  and  nentraliaing  with  dialk; 
then  evaporating  the  filtrate,  treating  the  residue  with  alcohol,  and  precipitating  the 
alcoholic  solution  with  chalk;  again  filtering  and  evaporating,  treating  the  rei^iduo 
with  water,  and  neutralizing  the  warm  aqueous  extract  with  hydroearbonate  of  sine— 
a  salt  was  obtained  which  gave  by  analysis  34'4  p.  c.  carbon  and  6*1  hydrogen,  the 
formula  of  butylacetate  of  sine  C^H^ZnO"  requiring  36*4  p.c.  C  and  5*1  H. — Butylic 

glycol  is  decomposed  by  caustic  potash  and  soda,  thoueh  less  easily  than 
etnylio  glycol,  with  evolution  of  hydrogen  and  formation  of  oxalic  acid 
and  other  products. 

Butylic  glycol  is  soluble  in  all  proportions  in  water,  alcohol,  and 
ether.  Its  solubility  in  ether  distinguishes  it  from  the  ethylic  and 
propylic  glycols,  which  are  but  sparingly  soluble  in  that  liquid 

Biacetate  of  Butylene,  C>'H"08  =  C*HXC*H'0«)',0*.—  BuiyUglycol 
diaeetique, —  Obtained  by  the  action  of  bibromide  of  butylene  on  acetate  of 
silver,  and  purified  by  subjecting  to  fractional  distillation  the  portion  of 
the  volatile  product  which  boils  above  140°,  collecting  apart  that  which 
distils  above  190%  rectifying  it  by  acetate  of  silver,  and  again  distiUing. 
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Colourless  oily  liquid,  odourless  when  oold,  but  smelling  faintly  of 
acetic  acid  when  neated.     Boils  at  about  200^. 

Wurte. 

16  C    128    ....    5517    53-66  to  54-88 

14  H   14     ....      804     8-09   „     8*29 

8  0    64    ....    36-79  

C8H«(C*H»0>)«,0*     206    ....  100-00 

Easily  decomposed  by  alkalis  into  acetic  acid  and  butylic  glycol 
Insoluble  in  water;  soluble  in  alcohol  and  etber. 


Hydrate  of  Amylene  or  Amylic  Glycol. 

WuRTZ.    iiT.  Ann.  Chim.  Fhys.  55,  458. 


Preparation  similar  to  that  of  the  preceding  compounds.     The  bro- 
,  mide  of  amylene  required  for  the  purpose  is  obtained  oy  adding  bromine 

I  in  successive  small  portions  to  rectified  amylene  contained  in  a  long- 

I  necked  flask  surrounded  by  a  freezing  mixture.     On  rectifying  the 

product,  the  greater  part  distils  between  170°  and  180^,  but  is  at  the 
same  time  partially  decomposed,  with  evolution  of  hydrobromio  acid. 
'  Hence  it  is  better,  when  the  product  is  to  be  used  for  the  preparation  of 

amylic  glycol,  to  stop  the  distillation  when  the  temperature  rises  to  160% 
and  treat  the  residue,  without  further  purification,  with  acetate  of  silver 
I  mixed  with  glacial  acetic  acid.     This  reaction  takes  place  easily  at  ordi- 

nary temperatures,  giving  rise  to  great  evolution  of  heat.  —  The 
acetate  of  amylene  thus  obtained  is  decomposed  by  distillation  with  dry 
potash,  as  in  the  preparation  of  butylic  glycol* 


Froperiiet,  Colourless,  very  Eryrupy  liquid,  having  a  bitter  taste  with 
aromatic  aftertaste.  When  cooled  by  a  mixture  of  solid  carbonic  acid 
and  ether,  it  solidifies  into  a  hard  transparent  mass.  It  does  not  affect 
polarized  light.  Sp.  gr.  0*987  at  0".  Boils  at  177''  and  distils  without 
alteration* 


10  c  

12  H 

60 

12 

....    57*69    ... 

....       11-9«S      ..., 

....     30-78     ... 

Wttrta. 

57-77 

11 '67 

4  O 

32 

30-56 

CW'HWO^   

104 

....  100-00    ... 

100-00 

Amylic  glycol  when  pure  is  soluble  in  water  in  all  proportions.  If  not 
carefally  prepared,  it  leavSK  when  dissoWed  in  water  a  few  oily  drops  of  a  compound 
which  raiies  it«  boiling  point. 
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The  aqiieoos  solution  turns  acid  when  exposed  to  the  air  in  oontset 
with  platinum-blacky  yielding  chiefly  carbonic  acid,  with  only  a  null 
quantity  of  a  fixed  acid,  apparently  butylactic  acid.  It  ii  remaxkable  that 
tiie  Blow  oxidation  of  the  (glycols  under  the  inilaenoe  of  platinnm-bUck,  \a  lew  regolar 
as  the  molecule  is  more  complicated.  Ethylic  glycol  thus  treated  is  easily  converted 
into  glycolic  acid ;  the  conversion  of  propylic  glycol  into  lactic  add  is  more  difficslt, 
taking  place  only  nnder  peculiar  conditions;  and  amylic  glycol  yields  bat  a  verf 
small  quantity  of  a  fixed  add  belonging  to  the  lactic  acid  series.  — Amylic    glycol 

gently  heated  with  nitric  acid  (14  grm.  of  the  glycol  to  a  mixtnie  of 
30  grm.  fuming  nitric  acid  and  42  grm.  water;  is  rapidly  oxidized,  yield- 
ing aer  the  chief  product  butylactic  acid  C^H'O*.  The  baryta-salt  of  the  add 
thus  obtained  yidded  2833  p.  c.  C,  3*86  p.  c.  H  and  40*00  Ba,  the  formula  C^H'BaO^ 
requiring  27*98  C,  4*08  H  and  39'94  Ba;  the  zinc-salt  gave  by  analysis  34 '68  and 
35*45  p.  c.  C,  and  510  and  5*52  H,  the  formula  CBH^ZnO*  requiring  35*42  C  and 
516  U. 

BiacdaU  of  Jmylene.  (?«H"0«  =  C»ff<»(C*H»0»)»,0*.  —  ColonrlcM 
neutral  liquid,  insoluble  in  water,  boiling  abore  200^,  and  easily  decom- 
posed by  alkalis  into  aoetio  acid  and  amylic  glycol. 


18  C    

8  0    

128 

16 

64 

....    57*44    ... 
....      8*51    ... 
....    34*05    ... 

Worti. 

.....    56.88 

910 

54-02 

CWflWO* 

......    208 

....  100-00    ... 

100-00 

Page  402. 

Propionic  Acid.  —  This  aoid  is  found  among  the  prodnois  of  the 
distillation  of  Irish  peat  (Sullivan,  Atlantis,  1,  1 85),  and  in  small  qaantit7 
among  those  of  the  fermentation  of  diabetic  urine.  (KiTnger,  Ann. 
Pharm.  106,  18).  It  likewise  occurs  in  certain  mineral  waters  (Scherer, 
Ann,  Fliarm.  99,  257  ;  Fresenius,  J.  pr.  Chetn.  70,  1);  in  guano  (Lucius, 
Ann.  Pharm.  103,  105);  in  putrid  yeast  (Hesse,  J.  pr.  Ohm.  71,  l)j 
and  in  certain  fungi  (Borntrager,  iV.  Jahrb.  Pharm.  8,  222). 

ArtificM  Formation,  1.  Sodium-ethyl  exposed  to  the  action  of  diy 
carbonic  acid  gas  is  conyerted  into  propionate  of  soda  (p.  491)  : 

C<H«Na     +     2C0«     =     C«H»NaO*. 

The  acid  liberated  from  the  soda-salt  by  distillation  with  sulphuric  add,  yidded 
a  silver-salt  which  gave  by  analysis  19*29  p.  c.  C,  2*71  H  and  59*65  Ag,  the 
formula  C»H»AgO*  requiring  19*89  C.  2*76  H  and  59*67  Ag.  (Wauklyn,  Chem. 
Soe,   Qu.  J.  II,  103.) 

2.  From  Lactic  Acid,  —  Wurt 2  (^nn.  Pharm,  lfi7,  192)  obtained  by 
the  action  of  pentachloride  of  phosphorus  on  lactic  acid  (C*HK)^),  an 
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organic  chloride^  which  he  regarded  as  chloride  of  ladpl,  (?H^O*,Cl'.     It 

gave  by  analysU  27*6,  27*5  and  29*3  p.  c.  C,  3*3  and  31  H  and*  50'4  01,  the  formula 
requiring  28*3  C,  31  H  and  55-9  01.  He  further  states  that  it  yields  lactic 
acid  when  treated  with  water,  and  cklorolactic  ether,  C'H*C10SC*H*, 
with  alcohol.  According  to  Ulricb,  on  the  other  hand  {Chem,  Soc,  Qu,  J, 
12,  23),  the  formation  of  lactic  acid  from  this  chloride  bj  the  action  of 
water,  takes  place  only  when  an  alkaline  base  is  present ;  when  the 
decomposition  is  produced  by  the  action  of  water  alone,  the  product  is 
not  lactic,  but  chloropropumic  add  C*H*C10*;  and  this  compound,  when 
subjected  to  the  action  of  nascent  hydrogen,  is  converted  into  lactic  acid. 
Hence  Ulrich  regards  the  chloride  in  question  as  chloride  of  ckloro- 
propionyl, 

C«H<aO«,01       +         2H0        «        C«H*01O«| 


0»        +       HQ 


Chloride  of  chloro-  Chloropropionic 

propionyl.  acid. 

Chloropropionic  Acid. --^  To  nrepare  this  compound,  the  colourless 
fuming  mixture  of  chloride  of  chloropropionyl  obtained  by  heating  dry 
lactate  of  lime  with  pentachloride  of  phosphorous,  is  added  by  small 
portions  to  a  large  quantity  of  water;  and  the  acid  liquid  containing 
ehloropropionic  acid  together  with  considerable  quantities  of  phosphoric 
and  hydrochloric  acid,  is  evaporated  to  half  its  bulk.  The  distillate  con- 
tains hydrochloric  and  chloroproprionic  acids  (no  lactic  is  found  in  the  residoe); 
and  on  neutralizing  it  in  the  cold  with  recently  precipitated  carbonate 
of  silver,  and  evaporating  the  filtered  solution  in  vacuo,  chloropro- 
pionate  of  silver  is  obtained  in  beautiful  colourless  square  prisms, 
containing : 

Ulrich. 

6C  36-0  ....    16*7    16-5 

4  H  4-0  ....      1-9    1-9 

CI 35-5  ....  16-5 

Ag 108-0  ....    601    50-2 

4  O 32-0  ....  14-8 

C«H<ClAgO<    215-5     ....  1000 

This  salt  when  heated  gives  off  a  small  portion  of  the  chloropro- 
pionic acid  undecomposed,  so  that  the  residue  obtained  on  ignition 
contains  a  little  metallic  silver  mixed  with  the  chloride.  It  is  much 
more  soluble  in  water  than  propionate  of  silver,  and  is  but  little 
blackened  by  light.  On  boiling  the  aqueous  solution  or  evaporating  it 
over  the  water-oath,  chloride  of  silver  is  deposited  and  lactic  acid  is 
doubtless  formed. 

Chloropropionic  acid  is  reduced  by  nascent  hydrogen  to  propionic  acid. 
—  When  the  crude  chloride  of  chloropropionyl,  still  containing  oxy- 
chloride  of  phosphorus,  is  made  to  flow  gradually  into  water  contained  in 
a  vessel  well  cooled  from  without,  and  having  at  bottom  a  large  quantity 
oi  finely  granulated  zinc,  a  large  quantity  of  hydrogen  is  evolved  by  the 
mutual  action  of  the  zinc,  the  water,  and  the  phosphoric  and  hydrochloric 
acids;  and  by  distilling  this  liouid,  after  the  edonr  of  the  chloride  of 
chloropropionyl  and  the  oxide  ot  phosphorus  has  disappeared,  a  distillate 
is  obtained,  containing  considerable  quantities  of  propionic  acid.     The 
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■iWer-ult  prepared  from  thif  add  yielded  by  analysis  19*6  p.  c.  C,  2*8  H  and  59*8  Hg, 
the  formula  C^H^AgO*  reqairiog  19*6  C,  2*8  H  and  59*6  Hg.       This   method    of 

preparing  propionic  acid  is  yeiy  productive  and  yields  a  pure  prodact. 
(Ulrich.) 

ChhroprophnaU  of  Ethyl,  C»H*C10*,C*H»,  (Wurt«*s  chlorolactate) 
decomposed  by  zinc  and  dilute  sulphuric  acid,  yielded  only  traces  of  pro- 
pionate of  ethj^ly  but  considerable  quantities  of  propionic  acid,  the  pro- 
pionic ether  being  resolved  at  the  moment  of  its  formation  into  propionic 
acid  and  alcohol.    (Ulrich. ) 


Page  441. 

Butjfracetie  acid.  This  acid,  which  is  isomeric  with  propionic  aeid,  may 
be  prepared  by  the  direct  union  of  its  constituents.  When  dilute  sulphuric 
acid  is  gradually  added  to  an  aqueous  solution  of  an  acetate  and  a  buty- 
rate,  in  equivalent  proportions,  the  two  acids  combine  as  they  are  liberated. 
The  product,  which  is  butyracetic  acid,  yields,  when  neutralijEed  with 
baryta,  a  salt  which  has  the  composition  of  propionate  of  baryta,  CH'BaO^ 
+  Aq,  but  crystallizes  in  rhomboidal  prisms. — The  Ume^taU  has  likewise 
the  composition  of  propioniate  of  lime,  but  crystallizes  in  efflorescent 
regular  octohedrons,  whereas  the  propionate  crystallizes  in  long  prisms, 
united  in  tufts.  —  The  acid  easily  resolves  itself  into  its  constituent  acids, 
as  for  example,  when  its  baryta-salt  is  decomposed  by  sulphate  of  copper. 
(Nickles,  N,  J.  Pharm.  33,  351). 


Page  417. 

Halonic  A€id.   C*H*0*. 

Dessaignes.    CompL  rend*  47)  76 ;  Ann,  Pharrn.  107,  251. 

Foinnaiunu    By  the  oxidation  of  malic  acid. 

Preparation.  A  lump  of  bichromate  of  potash  is  introduced  into  a 
somewhat  dilute  solution  of  malic  acid,  and  replaced  by  another  as  soon 
as  its  action  is  exhausted,  the  liquid  being  kept  cool.  Carbonic  acid  is 
then  evolved,  the  mixture  smells  of  malic  acid,  and  becomes  first  green, 
then  blue,  and  finally  brown,  when  the  weight  of  bichromate  added  is 
neatly  equal  to  that  of  the  malic  acid.  The  dilute  and  moderately 
heated  solution  is  now  to  be  mixed  with  excess  of  milk  of  lime  to  preci- 
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pitate  the  obromio  oxide  ;  the  greenish  filtrate  is  mixed  with  acetate  of 
lead ;  and  the  precipitate  (containing  a  large  aaantitj  of  chromate  of 
load)  is  mixed  with  just  sufficient  nitric  acid  to  dissolve  the  malonate  of 
lead.  The  filtrate,  three-fourths.satarated  with  ammonia,  deposits  the 
lead-salt  in  white  flocks,  which  after  washing,  may  be  decomposed  by 
sulphuretted  hydrogen.  The  filtered  liquid  concentrated  at  a  gentle 
heat,  yields  crystalline  lamina  of  malonio  acid,  together  with  a  syrup 
consisting  of  malic  acid  containing  chromic  oxide,  from  which  the  crystals 
may  be  purified  by  draining  and  recrystallisation.  Bimalate  of  lime  is  also 
slowlj  oxidixed  by  bichromate  of  potash ;  the  prodact  however,  is  not  malonic  bat 
oxalic  acid.  Neither  is  maionic  acid  produced  by  the  action  of  peroxide  of  lead  on  free 
malic  add* 


PfopirUei.    Large  rhombohedral  crjretals,  having  a  laminated  strnc- 
tnre  and  acid  taste.    Melts  at  140^ 


A  P 

Sfi 

....    34*61    .. 

•M.       3*q5     •) 
....     61-54     .. 

Deesaagiies. 
.......    34*40 

A  W 

.......      4 

3'01 

o  \^  ....■•..••.....•• 

*•• ....       D4 

61-69 

0»H<0» 

.......  104 

....  10000    . 

100-00 

forma  the  aecond  term  of  the  leries  of  bibasic  adds  OH'^'O*,  being  intermediate 
between  oxalic  add  C«H*0>  and  tncdnic  add  i>HH)P. 


Malonio  add  gireB  off  carbonic  acid  at  150^  and  distils  without  re« 
sidne,  being  however,  partly  resolyed  into  a  mixture  of  acetic  and  unaltered 
malonio  acid,  which  may  be  easily  separated  by  a  second  distillation. 


C«H*0«      -     C*HH)*     -h     2C09. 
Heated  with  oil  of  vitriol,  it  decomposes  and  becomes  coloured. 

Malonic  acid  dissolves  readily  in  water  and  in  alcohol.  The  concen- 
trated aqueous  solution  forms  with  acetate  of  lead,  a  pulvernlent  preci- 
pitate; with  mecurotts  nitrate,  a  precipitate  which  blackens  when  heated;  it 
reduces  chloride  of  gold  when  heated  therewith.  The  concentrated  solution 
gives  no  precipitate  with  acetate  of  potash,  but  precipitates  the  acetates 
of  lime  and  baryta,  and  nitrate  of  silver ;  these  precipitates  dissolve  on 
addition  of  water.  —  Neutral  malonate  of  ammonia  is  precipitated  by  the 
salts  of  calcium,  barium,  and  mercury,  and  almost  completely  decolorizes 
sesquichloride  of  iron ;  ammonia  added  to  the  mixture  throws  down 
ferric  oxide. 

The  neutral  malonates  of  potasli  and  ammonia  are  deliquescent,  but 
may  be  crystallized  in  a  dty  atmosphere ;  the  acid  malonates  of  these 
bases  crystallize  readily  in  well  defined  crystals.  Acid  malonate  of 
ammonia  is  resolved  by  dry  distillation  into  acetate  of  ammonia,  carbonic 
acid,  and  bicarbonate  of  ammonia. 

MdUmaU  ofharjfta  forms  silky  tufts  j  the  ^(m^-salt  forms  fimall  trans- 
parent needles. 

VOL.   XIII.  2  o 
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MaloncUe  ofSUver.    (7H'AgV^  is  a  oiystallioe  powder,  which  does 
not  blaoken  at  the  boiling  heat. 

6C     86  ....  11*32 

2H     2  ....      0-63 

2Ag  216  ....  67-92    67*97    ....    67-65 

8  0     64  ....  20*13 

C«IPAg«08 ........    818    ....  10000 


Page  459. 

Gyanurate  of  Ethyl, 

A.  Habich  &  H.  LiHPRiCHT.      Ann.  Pharm.  109,  101 ;  abstr^  Ann. 
Phana.  105,  395 ;  J.  pr.  Chem.  74,  74. 

For  the  preparation  of  this  compound,  the  authors  adopt  the  method 
originally  given  by  Wurtz,  riz.,  the  distilhiktion  of  a  mixture  of  Ojranorate 
and  sulphovinate  of  potash.  [Wurtz,  {Bep.  Chim.  1,  216),  now  recom- 
mends the  cyanate  of  potash,  as  more  convenient  than  the  cynurate]. 
The  distillate,  which  is  only  partly  crystalline,  contains,  in  addition  to 
cyanuric  ether,  carbonate  of  ammonia,  ethylamine,  cyanide  of  ethyl,  and 
other  products.  The  solution  of  this  distillate  in  alcohol,  after  being 
boiled  till  nearly  clear,  deposits,  first  a  flocculent  precipitate,  and  then 
crystals  of  cyanuric  ether,  which  may  be  purified  by  recrystallization 
from  dilute  alcohol.  —  Cyanuric  ether  is  also  produced  by  heating  bibasic 
or  tribasic  cyanurate  of  silver  to  120®  with  iodide  of  ethyl. 

Properties*     Cyanuric  ether  forms  crystals  belonging  to  the  rhombic 

system.     ooP.  »? oo .  Poo.    Ratio  of  the  axes  3=  0'4877  :  1  :  0*9407. 

ooP  :  ooP  in  the  braehydiagonal  section  =  128;  Poo  :  Poo  in  tBe 
same  =  93®  30.  (Rammelsberg,  Jahrefiber  d.  Chem.  1 857, 273.)  It  melts 
at  95**,  and  boils  at  253°  (as  originally  determined  hj  Wwctx);  yolatilizee 
readily  with  vapour  of  water,  and  dissolves  readily  and  without  decom- 
position in  acids,  even  in  concentrated  nitric  acid. 

WurtJE.  Habich  &  limpricht. 

18  C    108  ....  60-7  50-7 

15  H    15  ....  70  70 

3  N    42  ....  19-7  20-0 

6  O    48  ....  22-6  22-3 


~^"% 

50-7  ....  50'6  .... 

60 

•  a......             O    X     *••.         /    X     •*.. 

71 

19-7 

Cy»(C*H»)»0«  213  ....  100-0  lOO'O 

C3ranuric  ether  is  not  decomposed  by  distillation  with  pentaohloride 
of  phosphorus.    When  boiled  with  alkalis,  it  is  not  immediately  resolved 


-"^ 
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into  carbonie  aoid  and  ethylamine  (aooofdiiig  to  tha  equtiott  t  C^H>*NH)< 
•f  6HO  »  BC^H^N  +  6C0^,  but  intennediate  products  are  fonned^^  which 
are  most  easily  isolated  when  baryta  is  the.  alkali  used.  On  boiling  the 
ether  with  baryta-water,  carbonate  of  baryta  is  precipitated^  and  the 
solution^  freed  from  excess  of  baryta  by  carbonic  acid^  yields  on  evapo- 
ration^ a  liquid  haying    the   composition  C^*H"N'0: 

C»H>*N«0«     +     2H0     =    C"H»7NK)<     +     2C0». 

This  liquid  dissolres  sparingly  in  water,  readily  in  alcohol  and  ether,  and 
is  resolved  by  distillation,  between  170^  and  200^  into  oyanate  of  ethyl 
and  biethyl-nrea: 

CMarocyanurie  ether.  C"H**C1*N'0*.  —  Produced  by  heating  cyanurie 
ether  to  150**  in  dry  chlorine  gas,  as  long  as  hydrochloric  acid  continues 
to  be  evolved,  ft  may  be  purified  by  repeated  solution  in  absolute 
alcohol  and  precipitation  by  water,  and  after  drying  over  oil  of  vitriol, 
forms  a  hard  transparent  mass  which  is  decomposed  by  heat. 


18  C     

...    108 
...      U 
...     142 
...      42 
...      48 

♦.„    86*8    „ 
....      3a    ,, 

....       4U  "h      t» 

....    11-9 
...    13'8 

'    Habich  &  Limpricht 
30*6    ....    31*9 

11  H     

3'5    ....      3*3 

A.  n 

39-5    ....    40*0 

3  N    

6  0     

Ci8H"Cl^N»0« 

...    351 

....  lOO'O 

It  is  decomposed  at  ordinary  temperatures  by  alcoholic  potash,  yield- 
ing chloride  of  potassium,  carbonate  of  potash,  and  a  substance  resembling 
chlorocyanuric  ether,  and  having  the  composition  C^'H^^GPN'O* ;    . 

CWH"C1<NH)»     +     4K0     -    C«»H»C1W0*     +     2KC1    +     2(K0,C(y) 

The  mbstanoe  thus  produced  yielded  by  analyiis  38*9  p.  c.  C,  5*4  H»  and  28*9  CI, 
agreeing  approximately  with  the  formiila  Ci«H^'CPN*OS  which  raqnires  38*1  C,  4*4  U, 
and  28*2  CI.  The  quantitifis  of  carbonate  and  chloride  of  potaasium  obtained  cone- 
aponded  to  between  13  and  14  p.  c.  CO^,  and  20  and  21  CI,  the  aboYe  equation  requir- 
ing 12-3  p.  c.  C0>  and  20*3  CI. 

IfydrocMorate  of  Cyanic  ether.  C»H»N0*,HC1. -^  Produced :  1.  By 
the  action  of  hydrochloric  aoid  gas  on  cyanurie  ether.  —  2.  By  the 
action  of  hydrochloric  acid  gas  on  biethylurea,  hydrochlorate  of  ethyl- 
amine  being  formed  at  the  same  time : 

C«H«(C*H«)2N«0«     +     2HC1    =-     (C»N0»,C<H»),HC1     +     (C*H«,H«,N),Ha 

It  is  also  produced  by  the  action  of  chlorine  gas  oa  biethylurea. 

2  o  2 
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ColonriesB  liquid,  which  boik  at  95%  and  has  a  penetraliiig,  tea^ 
exciting  odour. 

Hftbidi  &  Umpiicbt. 

6C     ..M 36*0  ....  33*4  33'6 

6H     -..  60  ....  5*6  5-6 

N     140  ....  130  10-8 

CI    ^ •  35-5  ....  33-0  .  33-4 

2  0 16-0  ....  15-0  lO-O 


C«H»NO»,HCl    107-5    ....  lOO'O    1000 

Hydrochloralo  of  CTanio  ether  is  instantly  deeompoeed  by  water, 
yielding  carbonic  acid  and  hydrochlorate  of  ethylamine  : 

C«H»NO»,Ha    +    2H0    -    SCO*    ♦    C*H7N,HCL 


Biethylcyimnric  Acid. 

C"H"N»0*  c=  (?NW,(C*H-)»,H. 

WuRTZ.    IT.  Ann.  Ckm.  Phy$.  50, 120. 
Habich  k  LiMPRiCHT.    .ififu  JPharm.  10D|  112. 

Produced :  1.  In  the  decomposition  of  ethyl-urea  by  heat    (Wnrtz) : 

8CTI«NK)»        -        C»*H"NKy        +        C^H^N        +        2NH» 

Ethyl-urea.  Bietbyl-cyaniirio  Ethylamine. 

acid. 

2.  Together  with  cyannrio  ether,  in  the  distillation  of  a  mixtnre  of 
cyanurate  and  sulpborinate  of  potash  (Habich  and  Limpricht).  The 
mother-liquor  (p.  562),  from  which  the  cyanuric  ether  has  cryatalliied, 
yields,  after  evaporation  of  the  alcohol,  aorown  viscid  resfdue  ;  and  on 
boiling  this  residue  with  water,  as  long  as  volatile  bases  continue  to 
escape,  then  precipitating  the  excess  of  baryta  by  carbonic  acid,  and 
evaporating  the  filtrate,  the  oily  body  G"H"NH)'  (p.  563)  separates  out 
first,  and  then  after  some  time,  crystalline  crusts  of  biethyl  cyanurate  of 
baryta ;  and  by  decomposing  the  not  aqueous  solution  of  this  salt  with 
solpiiuric  acid,  biethylcyanuric  acid  is  obtained  in  hard  transparent 
crystals  belonging  to  the  hexagonal  system.  It  melts  at  173  ,  and 
volatilizes  undecomposed  at  a  higher  temperature. 

HaUdi^Limpridit. 
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The  acid  heated  with  barytarwater  in  a  sealed  tube  to  a  temperature 
above  100%  yields  ethylamine  and  carbonate  of  baryta,  but  not  the  oily 
body  C>*H"NH)*.  Fused  with  hydrate  of  potash,  it  gives  off  ethylamine, 
and  probably  also  ammonia. 

Biethylcyanuric  acid  dissolves  readily  in  ether,  alcohol,  and  hot 
water,  sparingly  in  cold  water.  —  It  dissolves  easily  in  dilute  ammonia, 
potash  or  baryta-water,  but  ciystallizes  out  unaltered  when  the  liquid 
is  evaporated.  It  does  not  absorb  gaseous  ammonia.  The  ammoniacal 
solution  forms  with  cuprie  acetate  a  rose-coloured  precipitate,  amo> 
phons  at  first,  but  soon  becoming  crystalline,  and  forming  with  ammonia 
a  blue  solution,  which  when  evaporated  deposits  long  blue  needles  of 
variable  composition.  —  The  ammoniacal  solution  of  biethvlcyannrio 
acid  forms  a  precipitate  with  mercurotu  nitrate  in  the  cold ;  if,  however, 
the  solutions  are  hot,  small  concentrically  grouped  needles  are  deposited 
on  cooling.  —  Similarly  with  acetate  of  Uad;  a  hot  solution  deposits  the 
lead-salt  in  nodular  crystalline  masses.  This  salt,  distilled  with  sul- 
phovinate  of  potash,  yields  cyanurio  ether. 

SUwr-'SaU,  The  ammoniacal  solution  of  the  acid  mixed  with  nitrate 
of  silver,  deposits  this  salt  on  cooling,  in  needles  which  may  be  purified 
by  reorystallization  from  hot  water.  They  are  white,  but  giadnally 
become  darker  by  exposure  to  light  When  heated,  they  rndt,  and 
yield  a  sublimate  of  biethylcyanuric  acid. 
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Ziqmd  Chloride  of  Cyanogen^  Cv'CP,  is  produced  In  considerable 
quantity,  together  with  the  gaseous  chloride,  wnen  a  solution  of  cyanide 
of  mercury  (prepared  by  boiling  prussian  blue  with  mercuric  oxide  and 
water),  is  saturated  with  chlorine  at  a  low  temperature  (  —  7^  and  under), 
and  may  be  condensed  in  a  series  of  U-tubes  attached  to  the  apparatus. 
The  liquid  thus  obtained  boils  at  15^,  and  agrees  in  its  other  properties 
with  Wurtzs  compound.  Its  solution  in  anhydrous  ether  treated 
with  ammonia,  yields  chloride  of  ammonium  ana  cj^anamidi,  NCyH^ 
(viii,  145) : 

Cy'CP     +     2NH«    -     NU^Cl     +     NCyH». 

The  cyanamide  obtained  by  evaporating  the  filtered  solution  melts  at 
40"^,  is  converted  at  150°  into  solid  melamine,  and  yields  nitrate  of  «ve% 
when  its  ethereal  solution  is  heated  with  a  small  quantity  of  nitric  acid. 
(W.  Henke,  Ann.  Phami.  106,  286.) 
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Cyanetholine.    C*H»NO«. 

CiiOBS.    OompU  rend,  44^  482 ;  Ann.  Pharm.  102|  854. 

Prodnoed  by  the  action  of  chloride  of  cyanogen  on  ethylate  of 
C*H»NaO*     +     miCl    »    Cm^CP    +     NaCL 

Gaaeons  chloride  of  cyanogen  slowly  passed  into  a  solution  of  etkylate 
of  sodium  in  absolute  alcohol,  is  absorbed,  with  considerable  rise  of 
temperature^  and  chloride  of  sodium  separates  out;  and  on  distiHing  the 
liquid  separated  therefrom,  aloohol  and  excess  of  chloride  of  cyaaogeo. 
pass  overi  and  there  remains  a  i^rnipy  liquid  which  may  be  freed  from 
chloride  of  sodium  by  washing.  This  liquid  is  cyanetholine,  a  compound 
isomeric  with  cyanide  of  eth^  It  is  insoluble  in  water,  but  dissolves  ia 
all  proportions  in  alcohol  and  ether.  Sp.  gr.  1*1271  at  15^  Ita  taste 
is  somewhat  bitter,  and  persistently  disagreeable ;  it  has  a  funt  odonr^ 
s<»newhat  like  that  of  sweet  oil  of  wine.  When  heated,  it  gives  off  a 
liquid,  and  leayes  a  black  carbonaceous  residue.  Heated  with  stroii^ 
potash-ley,  it  is  decomposed  and  giyes  off  ammonia  (no  ethjlamine  is  formed). 
Cyanetholine  dissolves  in  most  acids,  forming  crystallifiJ>le  saJte. 
The  sulphate  crystalliees  in  small  prisms  when  its  aqueous  solution  ia 
evaporated  orer  oil  of  vitriol.  —  The  hych*ochlanxte  forms  a  yellow  doable 
salt  with  bichloride  of  platinum;  The  nitrate  forms  with  nitrate  of  silver, 
a  double  salt  which  separates  in  large  crystals.— -On  passing  nitrio 
oxide  gas  into  the  solution  of  the  nitrate,  that  salt  is  decompos^  wiUi 
evolution  of  nitrogen  and  formation  of  a  orystallizable  substance  not  yet 
examined. 

Hie  flodinm-oompounds  of  other  eloohols  treated  in  like  mumer  with  ofaloride  of 
cyanogen,  may  be  expected  to  yield  a  seriea  of  homologoni  bases  nmning  parallel  with 
that  whidi  contains  glycol,  alanine  and  leucine.    (Cloea.) 


Page  466. 

Olycerm. 

Fomuaion.  Pasteur  has  shewn  that  glycerin  is  always  prodnoed 
in  the  alcoholic  fermentation  of  sugar,  to  the  amount  [of  about  3  per 
cent,  of  the  sugar  decomposed;  and  that  it  occurs  in  all  fermented 
liquors,  especially  in  wine  {Compt.  rend.  46,  857;  47,  224;  Ann.  Fharm. 
106,  338). 

Artificial  famiation  of  Glycenn.  —  Terbromide  of  allyl  (p.  542), 
heated  with  acetate  of  silver,  yields  triacetin  (ix,  497): 

C?H«Br«      +       Ag>,(C*H>0«)«,0«      «      3AgBr      +       C«H«,(C«H»0»)8,0« 


Terbromide  of  3  At.  acetate  of  Tiiacetin. 

aUyl.  Bil?er« 
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and  triaoetin  distilled  with  caofitio  alkalis  yields  glyoerin: 

C«H»,(C*H»0«)«,0»      +       3KH0»      «      C«H»,H«,0«      +       K«,C«HK)«,0» 

Triaoetm.  Glycerin.  3  At.  aceUte  of 

potash. 

115  grammes  of  terbromide  of  allyl^  dissolved  in  5  or  6  times  their 
bulk  of  crystallizable  acetic  acid,  are  mixed  with  205  grms.  of  acetate 
of  silver;  and  the  mixture  is  kept  for  a  week  at  a  temperature  of  120°  to 
125\  The  liquid  is  then  separated  by  filtration  from  the  bromide  of 
silver  produced  by  the  decomposition  ;  the  latter  is  washed  with  ether ; 
the  filtrate,  together  with  the  washings,  is  heated  in  a  distillatory 
apparatus  to  140*^;  the  residue  is  neutralised  with  lime  and  digested  with 
ether;  and  the  yellowish  oil  which  remains  after  evaporating  the  ethereal 
solution,  is  distilled.  A  distillate  is  then  obtained,  nearly  the  whole  of 
which  passes  over  above  250^  the  greater  portion  at  268°;  it  has  the 
properties  and  composition  of  triacetin.  (it  gave  hy  analysis  49*12  p.  c.  carbon, 

and  6*60  hydrogen;  the  formula  C^^H^^O^,  requires  49*54  carbon,  and  6*42  hydrogen.) 
To  prepare  glycerin  from  the  triacetin  thus  produced,  the  latter  is 
decomposed  by  baryta-water;  the  liquid  is  freed  from  excess  of  baryta 
by  means  of  carbonic  aeid,  and  evaporated;  the  residue  is  treated  with 
anhydrous  alcohol  containing  a  little  ether ;  and  the  solution  thus 
produced  is  evaporated.  Glycerin  then  remains  in  the  form  of  a  syrupy 
liquid,  very  soluble  in  water  and  alcohol,  insoluble  in  ether. — After  being 
distiUed  In  Tacno,  it  exhibited  the  sweet  taste  of  ordinary  gljoerin,  and  gave  by  analysis 
39*77  p.  c.  carbon,  and  8*95  hydrogen,  the  formula  C^HHr,  requiring  39*13  and  8*69. 
Treated  with  biniodide  of  phoiphoms,  it  yielded  iodide  of  idlyL  (Wurti,  N.  Ann, 
Chim.  Phy».  51,  97.) 

Bromide  qf  bramopropylene,  CH''Br,Bi*  (p.  553;>  which  is  isomeric  with  terbro- 
mide of  allyly  yields  but  a  small  quantity  of  triaoetin  when  treated  with  acetate  of  silver; 
and  the  other  modifioatiQii  of  it  obtained  by  treating  bromide  of  allyl  with  bromine, 
yields  none  at  all. 

[For  the  acticm  of  nitric  add  on  glycerin  see  page  569.] 


Oonversion  of  Glycerin  into  Sugar.  —  A  moderately  concentrated 
aqueous  solution  of  glycerin,  left  for  some  weeks  in  contact  with  certain 
animal  membranes,  especially  the  membranes  of  the  testicle  or  of  the 
pancreas,  is  found  to  contain  a  substance  exhibiting  the  properties  of 
grape-sugar.  The  best  mode  of  effecting  the  transformation  is  to  intro- 
duce the  finely  chopped  membrane  of  the  testicle,  either  of  man  or  of 
other  animals,  to  a  solution  of  1  pt.  of  glycerine  in  10  pts.  water,  the 
quantity  of  membrane  being  about  -^^^  that  of  the  glycerine,  and  leave 
the  liquid  in  an  open  flask  exposed  to  diffused  daylight,  at  a  temperature 
of  10  to  20°.  Under  these  circumstances,  the  animal  membrane  does 
not  usually  putrefy  (if  it  does,  the  experiment  fails),  but  after  an  interval, 
varying  from  one  into  twelve  weeks,  the  liquid  is  found  to  contain  a 
saccharine  substance,  which  reduces  oxide  of  copper  in  alkaline  solution, 
and  immediately  ferments  when  mixed  with  beer  yeast.  The  quantity 
of  sugar  thus  produced  is  vety  variable.  (Berthelot,  Compt,  rind.  42, 
1111;  i^.  Ann.  Chim.  Phys.  47,  297;  50,  369.) 
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Glyceria  in  coniaoi  with  white  cheese  and  many  oilier  «aiiiial 
substances,  and  chalk,  yields  alcohol;  if  no  chalk  is  added,  the  gljoerin 
remains  for  the  most  part  unaltered,  excepting  under  the  cironmstaaoei 
above  mentioned.    (Berthelot.) 

SoltibUUy  of  Lime  in  Aqueous  Glycerin.  -—  Berthelot  has  determined 
the  quantities  of  lime  taken  up  by  dilute  solutions  of  glycerin  of  varioiu 
strengths.  In  the  following  table,  column  i,  gives  the  weight  of  glycerin 
in  grammes  contained  in  100  cubic  centimetres  of  the  solution;  column  ii, 
the  weight  of  the  lime  contained  in  100  c.  c.  of  the  liquid,  when  saturated 
with  lime;  column  iii,  the  ratio  in  which  the  lime  and  glycerin  are 
mixed  for  a  total  of  100  pts.;  and  column  iv,  the  same  ratio,  after 
deducting  the  quantity  of  lime  dissolved  by  the  pure  water  (100  c.  e. 
water,  dissolve  0*148  grm.  of  lime).  The  determinations  were  made 
at  5°  0. 


I. 


Glyceriii. 


10*00 
5*00 
2*86 
2-50 
2*60 


1*00 


II. 


Lime. 


0*370 
0*240 
0*196 
0*192 
0*186 


0-165 


Lime. 


3*6 
4*6 
6*4 
7*1 
8*5 
14*2 


III. 


Glyoerin. 


96*4 
95-4 
93*6 
92*9 
91*5 
85*8 


Lime. 


2*2 
1*8 
1-7 
17 

1-8 
1*7 


IT. 


Glyoeriiu 


97-8 
98*2 
98-3 

98*3 
98*2 
08-3 


From  these  results,  Berthelot  concludes  that  the  quantities  of  lime 
dissolved  in  dilute  solutions  of  glycerin,  are  to  the  quantities  of  glycerin 
in  the  same  solutions  in  a  constant  ratio.  (Jf,  Ann.  Chim,  Fhys,  40, 173.) 


Glyceric  Acid.    CWO*. 

Debus.    (1857.)    Phil  Mag.  [4]  13,  637.  — Fully:  ibid.  15, 19G;  inn. 

Fharm.  106,  79.  — Further  :  Anv.  Fkarm.  109,  227. 
BocoLOFF.    Feter^,  Akad.  Bull.  16,  3GD ;  Ann,  FJiaiTn,  106,  05. 


Formation,  By  the  action  of  nitric  acid  on  glycerin  (Doha?, 
Socoloff);  also  by  the  spontaneous  decomposition  of  nitroglycerin. 
(De  la  Hue  &  MUlIer,  Ann,  Fharm.  109, 122). 


GLYCERIC  ACID.  669 

JPi'tparaiMn.  1  pt.  of  glycerin  is  mixed  in  a  glass  cylinder  witb  an 
eqnal  balk  of  water,  and  1  pt.  of  nitric  acid  of  sp.  gr.  1*5  is  introduced 
below  it  by  means  of  a  long-necked  funnel  (lOO  grms.  glycerin,  100  grms. 
wtter,  and  100  to  150  grms.  red  nitric  add  are  good  proportions).     The  two  layers 

of  liqnid  gradaally  mix  and  assume  a  blue  colour,  and  the  oxidation  of 
the  fflyoerin  proceeds,  accompanied  by  a  copious  erolation  of  gas.  If  the 
liquid  becomes  too  hot,  the  action  must  be  moderated  by  external  cooling. 
When  the  oxidation  is  completed,  which  takes  5  or  6  days,  the  strongly 
acid  liqnid  is  divided  into  small  portions  and  evaporated  at  100^  to  a 
syrupy  consistence;  the  united  residues  are  dilated  with  water  and 
neutralized  with  chalk;  and  the  resulting  lime-salts  are  precipitated  by 
strong  alcohol.  The  liquid  (which  still  contains  one  or  two  substances) 
is  carefully  separated  from  the  precipitate;  the  latter  is  treated  with 
warm  water ;  and  the  solution  filtered  from  the  oxalate  of  lime  is  mixed 
with  a  quantity  of  milk  of  lime  sufficient  to  produce  alkaline  reaction, 
whereupon  the  lime-salt  of  a  peculiar  acid  is  deposited.  The  liqnid 
separated  from'  this  precipitate,  freed  from  excess  of  lime  by  carbonic 
acid,  and  evaporated  to  the  crystallizing  point,  yields  glycerate  of  lime, 
which  may  be  purified  by  recrystallization.  (Debus!)  —  According  to 
Socoloff,  when  glycerine  is  mixed  with  a  large  excess  of  nitric  acid  of 
sp.  gr.  1*360,  at  ordinary  temperatures,  oxidation  begins  in  a  few  hours, 
a  large  quantity  of  gas  is  evolved,  and  in  a  few  davs  crystals  of  oxalic 
acid  separate.  When  equal  weights  of  glycerin  (ox  sp.  gr.  1*105)  and 
nitric  acid  of  sp.  gr.  1*360  are  mixed,  no  action  takes  place  for  seireral 
hours,  but  when  once  begun  it  becomes  violent;  it  begins  soon,  if  the 
mixture  is  heated;  and  if  the  vessel  is  removed  from  the  source  of  heat, 
as  soon  as  red  fumes  begin  to  escape,  and  then  left  to  itself,  an  evolution 
of  gas  soon  takes  place,  which  may  become  violent  if  the  quantity  of  the 
mixture  exceeds  200  gnns,  and  the  nitrous  vapours  are  soon  replaced 
by  a  colourless  gas.  The  liquid  thus  formed  contains  glyceric  acid,  the 
lime-salt  of  which  may  be  obtained  as  above. 

When  the  mother-liqnor  separated  from  the  crystals  of  this  lime-salt  was  mixed 
with  carbonate  of  potash  in  quantity  sufficient  to  precipitate  the  whole  of  the  lime,  and 
the  alkaline  filtrate  neutralized  with  nitric  add  and  ooncentrated,  the  sympy  liquid 
decanted  from  the  crfstals  of  nitric  which  separated  out,  yielded  needle-shaped  crystals 
with  a  concentrated  solution  of  bisulphite  of  soda :  hence  it  probably  oontalned  a  sub* 
stance  of  the  nature  of  an  aldehyde.    (Socoloff.) 

By  decomposing  the  lime-salt  with  a  quantity  of  oxalic  acid  exactly 
sufficient  to  precipitate  the  lime,  and  evaporating  the  filtrate  on  the  water-* 
bath,  free  glyceric  acid  is  obtained  as  a  thick,  yellow,  non-ciystalliring 
synip,  which,  after  being  heated  for  some  time  to  105^  is  converted  into 
a  soft,  very  tenacious,  slightly  brown  mass  having  the  composition  of 
glycei'ic  anhydride  C^H^O',  and  changing  at  140^  to  a  brownish  mass 
like  gum  arabic,  which  absorbs  water  with  avidity,  and  at  a  higher 
temperature  gives  off  acid  vapours,  turns  brown  and  bums  with  flame. 
(Debus.) 

Anhydride,  Debus. 

6C  36    ....    40-90    39-77     ....    40-16 

4  H  4    ....      4-54     5-24    ....      5-35 
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C«H^O«    88    ....  lOO'OO 
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witii  pyravio  ftcid  (is,  418).  The  diffsreiioi  between  the  uuljtloel  and 
calculated  reaiiltt  is  attribatable  to  the  difficoltj  of  completely  dehydrating  the  add 
without  further  decomposing  it. 

Glyceric  add  C*H^O*  is  homologous  with  glyoxylic  add  (zil,  506),  and  bean 
the  same  rdation  to  glycerin  CH^O^  that  acetic  add  C^H^O^^  bears  to  alcohol  C^HH>*. 
(Debus.) 

The  aqneong  solation  of  the  aoid  has  an  agreeably  sour  taate  dia- 
golres  (iron  and  sine  with  evolotion  of  gas,  decomposes  carbonates^  and 
coagulates  milk.  Potash  added  to  a  solution  of  iron  in  glyceric  acidt 
precipitates  only  a  part  of  the  iron ;  the  precipitation  of  copper  ircHn 
the  sulphate  by  potash  is  likewise  preTentea  by  Uie  presence  of  glyceric 
acid,  the  liquid  yielding  howeyer  a  dark  yellow-brown  precipitate 
when  boiled.    (Debus.) 

The  basicity  of  glyceric  acid  is  at  present  undetermined.  The 
glyoerates  crjrstallise  weU.  They  are  not  reddened  by  ferroos  snlphaie, 
and  are  thereby  distioguished  from  the  salts  of  pyruric  acid. 


Gfycerate  qf  Ammonia.  C*H*^NH*)0*.  —  Obtained  by  decomposing 
the  limeHsalt  with  oxalate  of  ammonia,  evaporating  the  filtrate  to  a  symp 
(replacing  the  small  quantity  of  ammonia  which  escapes),  and  leariag  it 
crystallize.  Forms  colourless  radiating  crystals,  which  are  Ter^  deli- 
quescent, melt  at  a  gentle  heat,  and  Ht  higher  temperatures  giye  off 
amulbnia  and  turn  brown. 


Debus. 
6C    ..M....    d6    ....    29*26    k.......    29*80 

ii^        •.m*.*.*...M«.         X%        .••*         Aft   W 

8  O    64    ....    52*03 

■   ■       ■  ' 

C«H»(NH<)0«      123    ....  100-00 


Acid  Olycerate  of  PotaA.  C^»KO*,C*H«0'.  —  By  exactly  neutrali- 
zing glyceric  acid  with  carbonate  of  potash,  mixing  the  solution  with  an 
equal  quantity  of  glyceric  acid,  and  evaporating  at  100°  to  a  syrnp^  tbis 
salt  is  obtained  in  small  white  crystals  which  give  by  analysis  15*8  p.  c. 
potassium,  agreeing  exactly  with  the  formula  abore  giren.  This  salt 
does  not  appear  to  contain  any  water  that  can  be  expelled  without  giying 
rise  to  further  decomposition.     (Debus.) 

When  1  pt.  of  neutral  glyceruie  of  potash  is  mixed  with  1  pt.  of 
hydrate  of  potash  dissolred  in  2  pts.  of  water,  and  the  liquid  is  Doiled 
down,  till  a  sample,  after  acidulation  with  acetic  acid,  gires  a  white  pre- 
cipitate with  acetate  of  lead,  the  glyceric  acid  is  found  to  be  reao^ed 
into  oxalic  and  lactic  acids,  the  former  being  precipitated  by  acetate  of 
lead  from  the  acidulated  liquid,  while  the  latter  remains  dissolyed. 
The  glyceric  acid  is  probably  first  resolved  into  lactic  and  malonio- 
acids  (p.  560) : 

2C«H*K08     +     KO,UO     m    C«H»KO«     +     C«H2K?08     +     4HO; 

Glyoerate  of  Lactate  of  Mii|ftn<tfa  of 

potash.  potash.  potash. 
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and  fhe  malonic  aoid  is  farther  resolved  into  ozalio  aiid  formio  acids: 

C«H«K«0«     +     KO,HO     +     2H0     -    0<K*0«     +     C«HKO<     +     4H 

From  an  experiment  made  by  Atkinson,  it  appears  that  gljcerate  of 
potash  under  the  inflaence  of  potash  in  a  state  of  fusion  is  resolved  into 
acetate  and  formiate  of  potash  : 

CH'KW     +     KO,HO     «    C<H3K0<     +     O^HKO*     +     2H0 

! 

I  (Debus,  Ann.  Pharm.  109,  227.) 

I  Glyc^rate  of  Baryta.    C*H«BaO*.  —  Separates  from  a  hot  solution  of 

oarbottate  of  baryta  in  aqueoud  ffljoeric  acid,  in  large  spherical  aggre^ 
gatiotts  of  concentrically  grouped  laminaa,     (SocoloflT.) 

Socoloff. 

6C 36-0  ....  20-75  20-58 

I                                           6  H  5*0  ....  2'88  3-07 

(                                              Ba  68-6  ....  39-48  3945 

8  0  640  ....  39-89  36-90 


C*H»BaO»  ....  173-6    ....  ICOOO    100-00 

Glgcei^aU  of  Lime,  C*H«CaO*+  2  Aq.  —  Prepnraiion{v,,  569).  —  Crystal- 
lizes in  small  white  concentrically  grouped  crystals,  irequently  also  in 
nodules  composed  of  microscopic  rhombic  tables  or  prisms  (Debus).  The 
most  distinct  crystals  are  obtained  by  mixing  a  moderately  concentrated 
aqueous  solution  of  the  salt  with  an  equal  volume  of  hot  alcohol. 
They  are  monoolinometric  (oblique  prismatic)  combinations,  oo  P  .  oP  . 
(ooFx)  .  QoPoo,  and  have  a  micaceous  lustre  (Socoloff)*  They  give  off 
12-15  p.  c.  (2  At.)  water,  slowly  between  110*"  and  120^,  more  ouickly 
between  130'"  and  140^  melting  at  the  same  time;  at  160"^  the  salt  does 
not  give  off  more  water,  but  begins  to  decompose.  After  being  heated 
to  between  .1 60°  and  170°,  it  forms  a  strongly  tumefied  mass,  which  has 
an  empyreumatio  odour  and  slight  brownish  colour,  and  absorbs  water 
with  rapidity  from  the  air,  being  thereby  converted  into  a  brown 
glutinous  liquid,  which  after  a  few  days  yields  crystals  of  the  original 
salt  with  2  At.  water,  together  with  a  orown  greasy  mass. 


Dried  after  oil  of  vitriol. 


6C 
7H 
Ca 
10  O 


36 

....    25-17 

7 

....      4-89 

20 

....     13-98 

80 

....     55-96 

C«H*CaO»+2Aq 143    ....  lOO'OO 


Debus. 

25-18    ... 

510    ... 

14-00    ... 

55-72    ... 

Socoloff. 

25*15 

5-02 

13-99 

55-84 

100-00    ... 

10000 

Glycerate  of  lime  is  easily  soluble  in  water,  insoluble  in  alcohol. 
The  aqueous  solution  does  not  precipitate  nitrate  of  silver,  nitrate  of 
lead,  chloride  of  copper,  or  sesquichloride  of  iron  ;  with  nitrate  of  silver 
at  the  boiling  heat,  it  forms  a  black  precipitate,  and  if  ammonia  is 
present,  a  specular  deposit  of  silver. 

An  acid  gljcerate  of  time  does  not  appear  to  exist, 
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Glycerate  of  Zinc.  CU'ZnO*  +  Aq.  —  CiTstalluefl  from  a  fiolottoa 
of  carbonate  of  zinc  in  wami  aqneouB  glyceric  acid^  in  small  eolouilen 
oxyBtals^  which  give  off  their  water  0*4  p.  a  at  140^    (Debus.) 


6  C      ^ 

Dried  at  140*. 
36-0    ....    26-16 

Debut. 
........    26-23 

5  H     

5*0    ....      3*63 

8  O     

32-6    ....    23-69 

64*0    ....     46-52 

23-83 

........    46*05 

C«H*ZnO«  .. 

137-6    ....  100-00 

100-00 

Glycerate  of  Lead. — C*H*PbO*. — Prepared  by  adding  pure  and  puK 
verized  oxide  of  lead  by  small  portions  to  dilute  aqueous  glyoerie  acid 
till  the  liquid  retains  but  a  slight  acid  reaction,  then  filtering  qaickly, 
and  concentrating  the  filtrate,  if  necessary,  at  100^  The  lea£aidt  then 
sepamtes  after  a  while,  in  white  hard  crystalline  crusts  which  are 
anhydrous.    (Debus.) 


6C 

Vried  over  oil  qf  vitriol 
' 36-0    .... 

17-24    .. 

2-39    . 

49-71     . 

30*66    . 

Debut. 

16*87 

5H 

5*0    .... 

■  ■■  ■■*■                 A     s  ■ 

Fb 
80 

640    .... 

49-44 

31-22 

C»H»PbO«  208-7    ....  100*00    100-00 

Glycerate  of  lead  may  be  heated  to  1 40^  without  alteration  or  loss  of 
we]|{:ht ;  but  at  165°,  it  turns  brown  and  gives  off  empyreumatic  vapours. 
It  dissolves  sparingly  in  cold  water,  with  moderate  fiMility  in  hot  water : 
forming  a  neutral  or  slightly  acid  solution,  which  is  rendered  tnibid  by 
ammonia.    (Debus.) 

Glycerate  ofSilifer  is  extremely  unstable. 

It  does  not  tppetr  possible  to  prepare  a  glycerate  of  ethjl.    (Debut.) 


Page  492. 

Glycerides. 

Bebtitelot  &  De  Luca.  If.  Ann.  Chim,  Phys.  48,  304 ;  abstr.  Ann, 
Pharm.  101,  G7;  Liehig  di  Kopp's  Jahresber.  1856,  508.  —  Further: 
y.  Ann.  Chim.  Fky$.  52,  433 ;  abstr.  Compt.  rend.  45,  178  044  .' 
Jahreiher.  1857,  476.  '  -      a 

A  dian  of  Bromide  of  Phosphorus  on  Glycerin .  —  The  terbromide  and 
pcntabromide  of  phosphorus  act  in  the  same  manner  upon  fflycerin 
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giring  rise  to  products  whieh  may  all  be  comprised  in  the  general 
formula : 

iiC<HH)«        -h        mHBr        -       pWOK 

The  names  and  fonuulsc  of  these  compounds  are  given  in  the  following 
table : 

Monobromhydrin ^  C^H^BrO^  m  C^HH^  +       HBr  -     2H0 

Epibromhydrin     C«H»BrO»  «  C»H«^«  +   "   HBr  -    4HO 

Bibromhydrin       C»H«Bi«0«  -  CfiHKfi  +     2HBr  -     4HO 

Hemibromhydria  C»H»BrO*  -  2C«HH)«  +       HBr  -    8H0 

Hexaglyceriebrombydrin....  C*^HVBrO^<  »  6C«H«0«  4*       HBr  -  22HO 

Besides  these  compounds,  there  are  formed  serera]  liquids  which  Tola- 
tilize  in  vacuo  at  200°  or  above,  and  appear  to  be  bromhjdrins ;  also  a 
brominated  compound,  volatile  between  65°  and  67°  and  containing 
32' 9  p.  c  carbon,  5*4  hydrogen,  and  51*1  bromine;  acrolein;  and  a 
phosphoretted  compound,  C»H»Br»P  =  2C*H»BrO*+PH«-4HO. 

Pr^Hxration  of  the  BnmhydriM,  —  500  grammes  of  glycerin  are 

added  by  small  portions  to  between  500  and  600  grms.  of  liquid 

bromide  of  phosphorus,  the  liquid  being  cooled  after  each  addition,  and 

the  mixture,  after  standing  for  24  hours,  is  distilled  into  a  well  cooled 

receiver  communicatmg  with  a  vessel  containing  potash-ley,  to  absorb 

the  acrolein  vapours.  Ai  an  additional  precaution  against  the  injariova  effeets  of 
these  vapours,  the  distillation  and  all  the  subsequent  operations  should  be  performed 
either  in  the  open  air,  or  under  a  chimney  with  a  good  draught. 

The  distillate,  consisting  of  an  upper  watery  layer  and  a  lower 
liquid  insolnble  in  water,  may  be  freed  from  part  of  the  acrolein  by 
heating  it  in  the  water-bath.  It  is  then  mixed  with  potash  in  sufficient 
quantity  to  supersaturate  the  acid  and  destroy  the  acrolein,  and  the 
watery  layer  is  separated  from  the  lower  liquid. 

The  watery  liquid  is  then  treated  with  ether,  whereby  an  ethereal 
solution  is  obtained,  which  when  quickly  evaporated,  leaves  a  residue 
chiefly  consisting  of  the  most  volatile  products  of  the  reaction,  together 
with  epibromhyarin.  The  lower  liquid,  which  is  insoluble  in  water  and 
requires  to  be  treated  for  several  hours  with  sticks  of  potash,  consists 
chiefly  of  epibromhydrin  and  bibromhydrin,  —  The  residue  which  remains 
in  the  retort  after  the  distillation,  is  suspended  in  water,  supersaturated 
with  carbonate  of  potash,  and  shaken  up  with  ether,  and  the  filtered 
ethereal  extracts  are  evaporated :  they  then  leave  a  mixture  of  hxbron^ 
hydrifiy  monobromhydrin,  and  several  other  substances. 

To  separate  the  individual  substances  contained  in  these  several 
mixtures,  the  mixtures  are  subjected  to  repeated  fractional  distillation, 
and  the  portion  which  does  not  volatilize  at  240*^  under  the  ordinary 
atmospheric  pressure,  is  fractionally  distilled  under  diminished  pressure 
(about  10mm.  of  mercury).  The  distillate  thus  obtained  between  120° 
and  160^  consists  chiefly  of  bibromhydrin;  between  160^  and  200°,  the 
compound  C^'H'Br'P  passes  over  together  with  monobromhydrin,  and 
between  200°  and  300^  syrupy  liquids  which  cannot  be  further  separated, 
but  appear  to  be  bromhydrins.  In  the  retort  there  remains  a  thick 
syrup  together  with  a  black  crystalline  compound,  which  is  hexaglycerio 
bromhydrin,  C«H«BrO« 
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JfofwtwmAydrw.  C»H'BrO*  =  C*HW  +  HBr-^  2H0.  —  This  oom- 
ponnd,  wbich  passes  over  in  the  distillation  under  diminished  preesure  at 
180°;  is  a  neutral  oily  liquid^  soluble  in  ether  and  having  a  sharp  aromatic 
taste.  Heated  to  100°  with  aqueons  potash  in  closed  yessels  for  112 
hours^  it  is  converted  into  bromide  of  potassium  and  glycerin. 

Bertbelot  &  De  Luca. 


6C    

7  H    

36 

7 

....    23-2 
....      4-5 
....    61*6 
....    20-7 

220 

3-6 

Br  

80 

50*5 

4  0    

32 

23*9 

C^H^BrO* 

155 

....  100-0 

........  100*0 

The  difference  between  the  analytical  and  calculated  resalta  is  owing  to  the  great 
difficulty  of  separating  the  compoimd  firom  the  other  substanoes  with  which  it  is 
mixed. 

Monobromhydrin  may  be  regarded  as  derlTing  from  glyeeiin  by  the  anbatita- 
tion  of  CI  for  HO^.  The  formula  of  glycerin  may  in  fact  be  written  in  tb»  form 
C^H^U03,H0*,H0>,  the  ra^laoement  of  1  At.  HO"  by  Br  giying  monobromhydrin, 
a  second  such  replaoemmt  giving  bibromhydrin  CH^^llO'^Bi^  *=  C^B^BtH^,  and  Uia 
replacement  of  the  third  molecule  of  HO'  by  CI,  giving  terbromhydrin  O^H^Br*. 

Bibromhydrin.  C«H«Br»0»  =  &BW  +  2HBr  -  4H0,  is  the  eUef 
product  of  the  action  of  bromide  of  phosphorus  on  glycerin.  It  18  a 
neutral  liquid  of  sp.  gr.  2*11  at  18^>  and  boiling  at  21 9^  It  is  solaUe 
in  ether^  and  has  an  ethereal  odour. 


6C    

6  H    

....     16*5 
....      2-7 
....    73-4 
....      7-4 

Bertiiebt  1^  De  Lues. 

16-7 

27 

2  Br  

2  0    

160 

16 

73-4 

7-2 

CRSBr^O*    ... 

218 

....  lOO'O 

1000 

«  C«HSHOs,Cl^  glycerin  with  2H0S  replaced  by  Br«. 

Bibromhydrin  heated  for  some  time  with  aqueous  potash  is  converted 
into  bromide  of  potassium  and  glycerin  (C«H«Br»0«  +  2KH0»  =  2KBr 
+  C«HW). 

When  gaseous  ammonia  is  passed  into  pure  bibromhvdrin,  the  liquid 
becomes  hot  and  coloured,  and  a  mixture  is  formed  of  bromide  of 
ammonium  and  an  amorphous  substance  which  is  insoluble  in  water^ 
ether^  alcohol,  and  acetic  acid,  and  has  the  composition  C"H"BrNO* : 

2C«H«Bi«0»     +     4NH»    =     SNH^Br     +     C»H"BrNCHj 

bnt  if  the  ammonia  gas  is  psuBsed  into  a  solution  of  bibromhydrin  in 

absolute  alcohol,  the  products  formed  are  bromide  of  ammonium  and 

hydrdbromate  of  glyceramine,  CH'NO*.      [For  this  reaction,  Berthelot  & 
De  Lnca  give  the  equation  ; 

C«H»Br«0«     +     2NH«     «     NH^Br     +     0«H»NO*,HBr, 

the  two  sides  of  which  do  not  agree,  the  right  hand  side  containing  HK)*  more  tlian 
the  left.]— With  pentabromide  of  phosphorus,  it  yields  terbromhydrm. 
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C*H*Bt'.  —  Heat«d  to  14(P  with  metallio  tin,  it  is  deeompofled,  with 
formation  of  bromide  of  tin,  and  a  tin^componnd  not  yet  further  examined, 
which  is  inaoluble  in  water,  bat  soluble  in  ether. 

Terh'omhydnn,  G^H'^i'.  —  Obtained  by  distilling  bibromhjdrin  or 
epibromhydrin  with  pentabromide  of  phosphorus,  treating  the  product 
with  water,  distilling,  and  ooUeetinff  apart  that  which  passes  orer  between 
175°  and  180^  It  is  a  heayy  liquid,  whioh  fumes  slightly  in  the  air,  is 
gradually  decomposed  by  water,  and  when  treated  with  moist  oxide  of 
silyer,  yields  bromide  of  silrer  and  glycerin. 


6C    

86 

....     12-8 

••••        l*o 

....    85-4 

Berthelot  &  De  Lnca. 
11-0 

6H    

5 

2-1 

3  Br  

240 

86-2 

CTI»Br»    

281 

....  100-0 

99-3 

Iflomerio  with  Worti's  terbromide  qfalfyl  (culled  by  Berthelot  &  De  Luoa  itotri* 
hromk^drin),  and  with  Mrotnidi  ^kromoprapykne  C^H^Brfiifl  (pp.  542,  558). 

Epibromhydrin,  CH'BrO'. — This  compound  is  produced  in  con- 
siderable quantity  in  the  action  of  the  bromides  of  phosphorus  on 
glycerin.  It  may  be  isolated  by  repeated  fractional  distillation,  the 
portions  which  boil  at  or  near  138^  being  each  time  collected  apart; 
It  is  a  mobile  neutral  liquid,  soluble  in  ether,  with  an  ethereal  odour  and 
pungent  taste.  Sp.  gr.  1*615  at  14°.  Boils  at  138°.  Vaponr-density, 
by  experiment,  5 '78.  This  is  considerably  aboye  the  calculated  yalae^  probably 
becanae  the  density  was  taken  at  a  temperature  too  near  the  boiling  point,  vis.,  at  178% 
the  componnd  decomposing  rapidly  at  higher  temperatures. 


O  \j       •«*•••••••••• 

...    36 

5 

...     80 

...     16 

....      ^0  o      >...• 

....      3-7    

....     58-4     

....     11-6 

Berthelo 

...    25-8 
...      3-3 

...    67-8 

t&DeLuca. 

5  H     

Br    

2  0     

....     58-4 

C«lPBr02 

C-TSDOur    ..... 

...  137 

....  1000 

Vol. 
6    .. 

Density. 
.     2-4960 

H»ffas         

5     .. 

.    0-3465 

AA^goo               ..... 

BfVRDOur  

1     .. 

.     5-5440 

O-ffas 

1     .. 

.     1-1093 

N.r~|^a0                 ••••• 

Ibromby 

Vapour  of  Epi 

dxin  ....    2    .. 
1     .. 

.     9-4958 

.    4-7979 

Isomeric  with  bromide  of  propionyl  C«H*O^Br.     The  formula  is  also  that  of 
monobromhydrin  —  2HO,   or   of   bibrombydrin  —  HBr. 

Epibromhydrin,  heated  with  aqueous  potash  to  100°  for  112  hours, 
saponifies,  yielding  bromide  of  potassium^  glycerin,  and  a  trace  of  matter 
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soluble  in  ether.  -^  Moist  oxide  of  silyer  docomposes  it  X9fii31y  at  lOO", 
forming  bromide  of  silyer  and  glycerin.  — *  Distilled  with  pentabromide 
of  phosphomsy  it  is  partly  converted  into  terbromhydrin,  aoeordiug  to 
the  equation : 

C«H»Br03     +     PBr»,Bi«     -    PBrW     +     C«H*Bi», 

while  the  rest  undergoes  more  complete  deoompoaition,  yielding  a  black 
substance  and  a  gaseous  mixture,  containing,  in  100  volumes,  5'5  caibonio 
acid,  5'5  propylene,  11*0  hydrogen,  and  78*0  carbonic  oxide* 


Berthelot  &  De  Luca. 

diitUUd. 

not  diitUUd. 

wc 

72 

•••• 

26*5    .. 

25-6 

•••• 

26-6 

0  H 

9 
160 

•••• 

8*3    .. 

58-8    .. 

3-4 

......    58-8 

•••• 

31 

^  ^'a    •••■■•••••••••#• 

59*1 

P  

31 

•  ••• 

11-4    .. 

•  M. 

10-5 

C»H»Br»P 272    ....  1000 ....      99*3 

This  oompowid  if  exactly  analogotts  in  composition  to  bibroiiMlIyUniine 
CH^Bi'N  (p.  549),  the  nitrogen  in  tliat  oompound  being  replaced  bj  phoephoraa^  It 
containi  the  elements  of  2  At.  epibromhydiin  and  1  At.  phoq»horetted  hydrogen  tmrnau 
4  At.  water  (2C«H*BrOS  4*  PH*  -  4110),  and  ia  probably  formed  by  a  aecondur 
teaction. 

Htxaglyceric  Bramhydrm.  C»H»BrO*  =  6C*HW+HBr-22HO.  — 
This  compound  remains  in  the  retort  (p.  573)  in  the  form  of  a  blade 
crystalline  mass,  impregnated  with  a  syrupy  liquid.  It  is  purified  by 
washing  with  cold  ether  ;  boiling  ether  dissolves  it  slightly. 

Berthelot  &  De  Luca. 

36  C 216  ....  49*7  . ..  50-0 

27  H  27  ....  6-2  65 

Br  ..M............  oO  •«..  lo*4  ••.••.••  lo'D 

4  0  32  ....  25-7  24-9 

C»Ha7BrO^   365    ....  lOO'O    100-0 

ffemihromhydrin.  —  C»H»BrO*  =  2C«H*0«  +  HBr  -  8H0.  This  and 
the  two  following  compounds  are  likewise  formed  by  the  action  of  bromide 
of  phosphorus  on  glycerin,  but  in  much  smaller  quantity  than  those 
above  described.  Hemibromhydrin  passes  over  in  Uie  fractional  distil- 
lation between  epibromhydrin  and  bibromhydrin,  viz.,  at  200^  It  is 
a  neutral  liquid,  soluble  in  ether,  and  saponifiable  by  potash,  yielding 
bromide  of  potassium,  a  substance  analogous  to  or  identical  with  glycerin, 
and  a  trace  of  matter  soluble  in  ether.  The  analyses  of  this  compound 
are  said  to  agree  nearly  with  the  above  formula  [no  analyses  are  given  in 
Berthelot  &  De  Luca's  memoir],  accordlug  to  which  it  may  be  regarded  as 
deriving  from  epibromhydrin,  in  the  same  manner  as  the  latter  from 
bibromhydrin,  viz.,  by  abstraction  of  half  tho  hydrobromic  acid  : 

C«H«BraO«      -       HBr      -       C«H«BrO*: 
and — 

2C«H»BrO«        -        HBr        -        C"H»BrO*. 

It  is  analogous  in  composition  to  iodhydrin  (ix,  500). 
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BUpUmmhydrophosphoryl  or  JBibromallylphosphiM.  C"H*Br*P  = 
PH(OH*Br)'.  —  This  componnd  distils  oyer,  almost  at  the  same 
temperature  as  monobromhydrin.  The  same  body  usually  crystallizes 
spontaneously  in  the  prodncts  which  are  non-yolatile  at  240^^  when  they 
have  been  purified  by  potash  and  ether  before  being  distilled  in  yacuo. 
It  is  pnrified  by  recrystallization  from  boiling  ether,  and  then  forms 
white,  shining  prismatic  crystals,  yolatile  without  decomposition,  and 
sparingly  soluble  in  ether.  It  is  not  sensibly  attacked  by  aqueous 
potash  at  100°^  eyen  after  a  considerable  time. 


Chlorhydrins. 

Berthelot  &  Db  LuDa.    See  Memoirs  cited  at  page  572. 

These  compounds  are  analogous  to  the  bromhydrins.  Three  of  them, 
yiJK.,  monoMarhydriny  hiclUorhydrin,  and  epichlorhydrin,  have  been 
already  described  (ix,  498),  as  produced  by  the  action  of  hydrochloric 
acid  upon  glycerin.  They  may  also  be  obtained  by  treating  glycerin 
with  terchloride  or  pentachloride  of  phosphorus,  the  mode  of  preparation 
and  separation  being  exactly  similar  to  that  of  the  bromhydrins.  It  is 
necessary  howeyer,  to  work  with  an  excess  of  glycerin,  to  prevent  the 
action  from  becoming  too  violent;  the  products  are  not  very  abundant. 


TerMorhfdrin.  C*H»CP.  —  Terchloride  qf  QlyctryL  —  Produced  by  the 
action  of  pentachloride  of  phophorus  on  bichlorhydrin  : 

c«H«ca?o«   +   pci»,a«  -  pciw   +   hci   +  c«H»a«. 

It  is  a  neutral  liquid,  mach  more  stable  than  terbromhydrin;  yolatilises 
at  abont  155^ 


6  C     36-0 

....    24*4 
....     72-2 

Berthelot  &DeLaca. 
24*0 

9  Z*       ••••■.•..•••••••          V  V 

3  a    106"5 

72-0 

C«H«C1» 147-5 

....  lOO-O 

99-4 

Epihichlwhydrin,  C'H^Cl*. — Bpidiehlorhydrin  ;  Bichloride  qf  Glyeerylene, 
Produced  in  small  quantity  in  the  preparation  of  terchlorhydrin  and 
bromobichlorhydrin ;  probably  by  a  secondary  reaction,  inasmuch  as 
it  differs  from  bichlorhydrin,  C'H^CPO*,  by  2  At.  HO,  and  from 
terchlorhydrin,  by  1  At.  HCI.  It  is  isolated  and  purified  by  repeated 
fractional  distillation. 

It  is  a  neutral  liquid,  yolatile  at  about  120^.     Treated  with  moist 
oxide  of  silver^  at  100^,  it  slowly  reproduces  glycerin. 

VOL.  XIII.  2  p 
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6  C    

36 

....    32*4 
....      3-6 
....    640 

Bertfaelot&DeLiioft. 
31-0 

4  H    

4 

3-6 

2  CI    

71 

66-0 

C«H*CP 

Ill 

....  100*0 

100*6 

BihromoMorhydrin^  C*H'Br*Cl.  —  Chhrkydrodihromkydrin ;  Bihromo^ 
chloride  of  Glyceryl —  Prodaced  by  the  action  of  pentachloride  of  phos- 
phorus on  bibromhydrin  (p.  574).  —  Neatral  liquid,  volatile  at  about 
200°.  Treated  with  moist  oxide  of  silyer  at  100^  it  slowly  reproduces 
glycerin. 


6C   

36       ....    16*3 

5        ....      2*1 

..    160       ....    67*7 

36*8     ....     14*9 

Berthdot  &  De  Laca. 
16*0 

5  H  

2-1 

2  Br 

CI  

680 

14*0 

C«H»Br«Cl 

..     237*5    ....  100*0 

100*0 

Isomerio  with  bibromide  of  chloropropylene. 

Bnmobichlorhydrin.  C*H*BrGP.  —  Brwukyir^dichlorkydriu;  BromoM- 
chloride  qf  Glyceryl, .-.  Produced  by  the  action  of  pentabromide  of  phos* 
phoms  on  biohlorbydrin : 

[C«H«a«0»     +     PBr»,Bi*     -     C«H»BrCl»     +     HBr     +     FBrW] 
Neutral  heavy  liquid,  volatile  at  about  176^ 

Berthelot  &  De  Laca. 

6C   36      ....  187  17-9 

5H  5      ....  2-6  2*7 

Br 80      ....  370  38*0 

2  CI  36-5....  41*7  40-9 

C«H»BrCP    157*5  ....  100*0    99*5 

Isomeric  with  bichloride  of  bromopropylene. 

Treated  with  moist  oxide  of  silver  at  100^  it  slowly  regenerates 
glycerin;  at  the  same  time  however,  a  small  quantity  of  carbonic  acid 
is  formed  by  oxidation,  and  crystalline  scales  nearly  insoluble  in  water, 
which  appear  to  be  propionate  of  silver. 

C»H*BrCl<     ^     6H0    -    C>HKy     +     2HCI     4-     HBr 

Glycerin, 
and — 

C«H«BrCl»     +     4HO     =     C«H«0*     +     2HCI     4-     HBr 

Flropionic  acid. 
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Acetochlorhydrins. 

Bbbthelot  &  Db  Luca.    N.  Ann,  Chim.  Fkys,  52,  459. 

FomuUum  and  Prepamtion.  By  the  action  of  chloride  of  acetyl  on 
glycerin.  250  grammes  of  glycerin  are  introduced  into  a  tubulated 
retort  surronnded  by  cold  water^  and  chloride  of  acetyl  is  added  by  small 
portions,  till  a  fresh  addition  no  longer  causes  eyolution  of  heat;  the 
quantity  of  chloride  of  acetyl  required  is  very  large.  When  the  reaction 
is  finished,  the  liquid  is  distilled,  the  portion  which  passes  over  from  1 80° 
to  about  260°,  being  collected  apart;  the  distillate  is  shaken  up  first  with 
water,  then  with  an  alkaline  liquid,  afterwards  digested  for  a  day  with 
a  mixture  of  chloride  of  calcium  and  quicklime,  or  fragments  of  potash, 
and  then  redistilled.  The  first  portion,  which  is  the  most  abundant  and 
passes  over  at  about  205%  contains  chiefly  acetobichlorhydrin,  which  may 
be  separated  and  purified  by  repeated  distillation.  Afterwards  at  about 
250°,  acetochlorhydrin  passes  over,  though  in  much  smaller  quantity  than 
the  preceding : 

C«H80«     +     OH«0*,C1     =     CWH9aO«     +     2H0 

AoetocUorhydrin. 

and — 

C«H»0«      +      2{CmHfifi\)      -      CWH«CPO<       +       C<H«CH      +       2H0. 

Aoetobichlorhydriii.      Acetic  add* 

Acetodilorhydnn.  C'«H»C10«  =  C*HK)«  +  C*H*0*  +  HCl  -  4H0.  — 
Neutral  colourless  liquid,  having  the  fresh  ethereal  odour  of  acetate  of 
ethyl^  but  weaker.    Volatile  at  about  250°. 


IOC    

....    60-0 

....     39-3 

....            d*9 

•  a..            £^    O 

....    31-5 

Berthelot&DeLuoft 

9H   

....      9-0 

CI  

....    35-5 

24-0 

....    480 

c?m»cio« .... 

....  152-2 

...  100-0 

May  be  regarded  as  glycerin  (C«H»)'",(HO«)»,  in  which  1  At.  H0»  is  replaced  by 
peroxide  of  acetyl  C^H^O*,  and  another  by  CI,  vix.,  as  (C«H»)•^H0»,C*H»0^C1. 

AcHohieklorhydrm.  G«>HH)PO*  =  C  WO*  +  C*H*0*  +  2HC1  -  6H0.  — 
This  compound  is  likewise  obtained  by  passing  hydrochloric  acid  gas  for 
two  or  three  days,  through  a  mixture  of  equal  volumes  of  glycerin  and 
glacial  acetic  acid  heated  to  100'';  but  this  mode  of  preparation  is  not  bo 
good  as  that  above  given,  because  a  large  quantity  of  bichlorhydrin  is 
formed  at  the  same  time  {eomp.  ix,  498). 

Limpid  neutral  oil,  having  the  fresh  ethereal  odoor  of  aisetate  of 

2  p  2 
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ethyl.      Boils  and  distils  at   250**,  witliout  decomposition.     Sparinglj 

soluble  in  water. 

Berthdot  &  De  Luca. 


IOC    

8  H  

...    60 

...      8 

....       uu'l       ... 

4-7 

•  •••             ^  X.     i3              tm%> 

....     lo*7     ••• 

35-7 

40-5    .. 

19-7 

2  CI  

4  O    

...  71 
...     32 

..    410 

CWU^CPO*  ... 

.     171 

....  100-0     .. 

1000 

»  (C<HS)'^C^H30SC13.    Isomeric  with  bicUorinated  valeric  add,  bichloriiuted 
batyrate  of  ethyl,  &c. 

Treated  with  baryta-water  at  1 00%  it  is  decomposed,  yielding  glycerin, 
togetber  with  chloride  and  acetate  of  barium.  —  Mixed  in  the  oold  with 
al^olute  alcohol  and  hydrochloric  acid,  it  forms  acetic  ether. 

Bineetochhrhydrin.  C'*H"ClO»=C«H*0«+2C*H*0*-t-HCl-6HO.  — 
Produced  by  the  action  of  cbloride  of  acetyl  on  a  mixture  of  eqnal  volunie^ 
of  glycerine  and  crystallizable  acetic  acid.  The  product  is  distilled,  and 
the  portion  which  passes  over  between  230°  and  260°,  is  collected  ^^[Murt 
and  submitted  to  fractional  distillation. 

Neutral  liquid,  having  a  faint  odour,  and  boiling  at  aboat  245°. 
It  is  difficult  to  purify  it  from  triacetin,  which  is  formed  at  the  same  time;  coDsequently 
the  analysis  gave  rather  too  much  carbon,  and  too  little  chlorine. 

Bromide  of  acetyl  acts  upon  glycerine  in  a  similar  manner  to  the 
chloride,  producing  analogous  compounds. 

Acetochlorobromhydrin,  C'*H*BrC10*.  —  Obtained  by*treating  glycerin 
with  a  mixture  of  bromide  and  chloride  of  acetyl  in  equal  numbers  of 
atoms.  It  is  a  neutral,  limpid,  colourless  liquid,  which  becomes  slightly 
coloured  by  exposure  to  light.  It  has  a  faint  odour,  recalling  that  of 
acetic  ether  and  of  bromide  of  ethylene.  Boils  at  228°,  and  distils  without 
sensible  decomposition. 


IOC 
8  11 
Br 
CI 
40 


Berthelot  &  De  Laca. 

60-0 

27-8 

27-5 

8-0 

3-7 

.•••MM                •)    9 

80  0 

37-2 

36-0 

35-5 

16*5 

16-5 

32*0 

14-8 

161 

C»oH8BrC10*  ....  215-5    ....  lOO'O    100-0 

»  (C«H<)'^C^H>0<,Br,Cl.  —  Isomeric  with  chlorobrominated  valeric  acid,  chloro- 
brominated  butyrate  of  methyl,  &c. 


Glycerides  of  Polybasic  Acids. 

J.  M.  TAW  Bbmmblek.  J.  pr,  Okem.  69,  84;  abstr.  Jahretber.  1856, 
p.  602;  Jahresber.  d.  Chem,  1856,  602.  Further:  Jahrether.  1858, 
434. 

Desplats.     Compf.  rend,  49,  216. 

Succinin.    C"H**0**.  —  Produced  by  heating  together  equal  weights 
of  glycerin  and  succinic  acid  at  lao'^.   The  two  substances  melt  together 
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to  a  browD^  ajrnpy  roajss^  but  oo  chemical  combination  takes  place ;  but 
when  they  are  heated  for  several  hours  to  between  200"  and  260^  water 
is  given  off^  and  finally  also  a  small  portion  of  glycerin.  The  residue  is  a 
hard  black-brown  mass,  insoluble  in  water,  alcohol,  ether,  and  bisulphide 
of  carbon. 

Dried  at  160**.  van  Bemmelen. 

14  C    84     ....  '  48-27     48*45 

10  H    10    ....       5-75     5-79 

10  O    80     ....    45-98     45.76 

C"H»W» 174    ....  100-00    100-00 

"    (c^h*q«'),'h}^    -    ^"^"^     ^    ^^"^   '-   ^^^ 

Snccinin  dissolves  slowly  when  boiled  with  water  and  alcohol ;  slowly 
also  in  alkalies  in  the  cold,  more  quickly  when  heated.  By  continued 
boiling  with  oxide  of  lead,  it  is  decomposed,  yielding  succinic  acid  and 
glycerin,    (van  Bemmelen.) 

Bentosucdnin.  C^H^^O^'.  —  Obtained  by  heating  glycerin,  suoeinio 
acid,  and  benzoic  acid,  in  equal  numbers  of  atoms  to  200^,  water 
and  benzoic  acid  then  escaping,  and  repeatedly  heating  the  product 
to  200*^  with  benzoic  acid.  The  product  is  a  viscid  black-brown  mass, 
which  is  decomposed  by  continued  boiling  with  water  and  with  alcohol, 
also  by  boiling  with  caustic  potash,  the  solution  in  the  latter  case 
containing  benzoic  and  succinic  acid  : 

Tan  Bemmelen. 

28  C 168    ....     60-43    « 57*27 

14  H 14     ....       504     5-42 

12  O 96    ....     34-53    37-31 


C*H"OM  278    ....  100-00    100-00 


KM 


(c«H»y 

(C»HW)'J.O«     =     CHW     +     C8H«0»     +     C"H«0<     -      6H0 


•lo« 


The  deficiency  of  carbon  and  exceaa  of  hydrogen  in  the  analysis  show  that  the 
transformation  of  the  glycerin  was  not  qnite  complete. 

Glycero-iuccinic  acid.  When  a  mixture  of  1  At.  glycerin  and  1  At. 
succinic  acid  is  heated  to  160°,  till  it  forms  a  homogeneous  mass,  a  brown 
syrup  is  obtained,  which  dissolves  readily  in  water  and  forms  salts  with 
bases.  On  triturating  this  syrup  with  oxide  of  lead  under  water,  the 
uncombined  succinic  acid  separates  as  succinate  of  lead,  while  fflycero^ 
succinate  of  lead  remains  in  solution.  The  solution  evaporated  in  vacuo 
leaves  the  salt  in  the  form  of  a  gummy,  easily  decomposible  mass, 
somewhat  soluble  in  alcohol,  (van  Bemmelen,  Jahretbei*.  d.  Chem. 
1858,  434.) 

Glyceroxalic  acid  is  produced  when  oxalic  acid  and  glycerin  are 
heated  together,  before  the  heat  becomes  strong  enough  to  give  rise  to 
the  production  of  formic  acid  (xii,  478).  The  lime-salt  of  this  acid  is 
soluble  in  water,     (van  Bemmelen.) 

Olyca'om<moiartaric  acid,  C"H'»0>«  =  C*H«0»  +  C«H»0«  -  2H0.-. 
Obtained  by  healing  a  mixture  of  equal  parts  of  tartario  acid  and 
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glycerin  to  100**  for  forty  hours.  The  lime-ftalt  10  (?*H"0kO»  (alieady 
analysed  by  Berzelius) ;  and  the  baryta-salt,  C"H"BaO»  The  magneaia 
lead,  copper,  zinc,  a.nd  silrer  salts  are  soluble  in  water,  and  are  slowly, 
decomposed  by  water,  more  quickly  with  addition  of  lime  or  baryta, 
yielding  glycerin  and  tartaric  acid.     (Desplats.) 

OlycerobUartarie  acid.  C»H"0«  =  2C«H«0"  +  (?HH)«  -  4H0.  — 
Obtained  by  heating  to  100°  for  fifty  hours  a  mixture  of  equal  parts  of 
tartaric  acid  and  glycerin,  in  presence  of  a  certain  quantity  of  water.  — * 
The  acid  is  bibasic.  —  Lime-salt,  C«H^*Ca»0« ;  baryta-salt,  C»H»BaK)». 
(Desplats.) 

Epiglycero-hUartarie  acid.  C«H"0»*  =  2C«H«0»*  +  C«HW  -  6H0. 
(-*-  Obtained  by  heating  to  140°,  for  a  long  time,  a  mixture  of  equal  parts 
of  glycerin  and  tartaric  acid.  —  It  is  monobasia  Lime  and  ba^^tarsaltSi 
C»H"MO»*.    (DespUts.) 

Olyceratertartaric  acid,  C»H»0»  =  SCWO"  -h  C«H*0*  -  4H0.— 
Produoed  by  heating  glycerobitartario  acid  with ^  Iff  times  its  weight  of 
tartaric  acid,  or  1  pt.  of  glycerin  with  20  pts.  of  acid,  and  keeping  ihe 
temperature  at  140°  for  thirty  hours.  —  The  lime  and  baryta-aalts  are 
.C»H»M*0»     (Desplats.) 

Citramonogli/cerin.  C"H*°0".  —  When  citric  acid  and  glycerin  are 
heated  together  to  160°  for  20  hours,  in  nearly  equal  numbers  of  atoms 
(the  glycerin  being  in  slight  excess),  water  is  given  off,  and  there 
remains  a  hard,  light,  yellow,  vitreous  mass,  which  is  citromonoglycerin. 
It  is  decomposed  by  alkalis  and  by  oxide  of  lead,  jdelding  citric  acid  and 
glycerin. 

▼an  Bemmele&« 

18  C    ....• 108    ....    47-0    46*6 

10  H    10    ....      4-3    4-6 

Jl4  KJ    .t...,....M..*«      H.£      ...■      4o*/      ......••      4o*o 

C"H»»0"    230    ....  100-0    100-0 

»    ic^H*08)''' }^    -     CWO«     +     C«H»0W     ~     6HO 

;  Citrobiglycerin.  C»*H»0»  =  C»ff •O^C'HW.  —  When  citric  acid 
is  heated  with  a  large  excess  of  glycerin  to  160°  or  170*^  for  eeveral 
hours,  there  remains  a  yellow-brown  residue,  which  appears  to  be  a 
compound  of  1  At.  citromonoglycerin  with  1  At.  glycerin.  It  giyes  off 
glycerin  when  heated  to  180  or  190°,  and  is  reconverted  into  citric 
acid  and  glycerin  by  the  action  of  alkalis  or  of  oxide  of  lead,     (yan 


Bemmelen.) 


Tan  Bemmelen. 

24  C  144     ....     44-71     44-82 

18  H 18     ....      6-59     5-47 

20  O 160    ....     49-70    49-71 


C«H"0»  ....  322     ....  100-00    100-00 

(C«fi»)» 


1 0»   or  a  double  molecole  of  glycerin,  in  which  3  At.;H  are 

fepkced  by  dtryl,  CWHW,— Its  formation  is  TepraeDted  by  tha  Am.«»»i.  ^r^vnnL 
+  Ci*IPO"  •  0"«H'K)»  +  6HO.  ««  wy  uie  equsUon  2C>Hn> 


(CMHW)'" 
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GlyeerocUrie  acid,  analogous  to  glycerosuccinio  acid,  is  obtained  bj 
heating  citric  acid  with  glycerin  to  a  temperature  not  sufficient  to 
produce  either  of  the  preceding  compounds,  (van  Bemmelen,  Jahresber, 
d.  Ghem.  1858,  434.) 


Page  501. 

^Urogly6erin.*-^Thi8  substance  exhibits  different  properties  according 
to  the  manner  in  which  it  is  prepared.  —  Ordinary  hydrated  glycerin, 
added  to  a  mixture  uf  3  pts.  sulphuric  and  1  pt.  fumic  nitric  acid,  is 
converted  into  a  liquid  which  detonates  violently  under  the  hammer;  but 
anhydrous  glycerin  treated  in  like  manner,  yields  a  non-explosive  body 
which  bums  without  noise.  Both  kinds  of  nitro-glycerin,  when  exposed 
to  a  mixture  of  solid  carbonic  acid  and  alcohol,  become  gummy  and 
assume  the  appearance  of  fatty  acids;  and  both  decompose  spontaneously, 
with  evolution  of  red  vapours.  A  sample  of  nitroglycerin  which  decom- 
posed in  this  manner  on  exposure  to  summer  sunshine,  yielded  crystals 
of  oxalic  acid,  together  with  two  liquids,  the  upper  of  which  contained 
nitric  acid,  ammonia,  oxalic  acid,  hydrocyanic  acid,  and  other  compounda 
not  examined.  (J.  H.  Gladstone,  RepwU  of  the  BrUUh  Associaiion, 
1856  ;  Jahretber.  d.  Ghem,  1857,  479.) 


Gylcemmme.  C«H»NO*  =  N.H*,C«H'0*.  —  {Formation  p.  574)/—  It  is 
likewise  produced,  in  small  quantity,  by  the  action  of  ammonia  on  mono- 
chlorhydrin.  —  When  separated  from  the  hydrebromate  by  very  strong 
potash-solution,  it  forms  an  oily  liquid,  easily  soluble  in  water  and  ia 
ether.  —  The  hydrchlorate  becomes  moist  on  exposure  to  the  air,  blackens 
and  decomposes  when  heated.  Its  alcoholic  solution  forms  with 
bichloride  of  platinum,  a  double  salt  which  separates  in  orange-coloured 
ranules.     (Berthelot  &  De  Luca,  Ann.  Pharm.  101,  74.) 

Platinum'Salt.  B.  &  L» 

6C  36-0  ....  12-1     13-0 

10  H  10-0  ....       3-4     2-9 

N  14-0  ....       4-8     4-6 

Pt 99-0  ....  33-3     32*7 

3  CI 106-5  ....  35-6 

4  O  32-0  ....  10-8 

C«H»NO*,HCl,PtCl»    297-5    ....  100-0 
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Pages  123  and  137. 

The  salts  of  anisic  and  nitranisic  acid  have  recently  been  more 
minutely  examined  by  Engelhardt,  {Petersb  Akad.  BtUL  xvi,  289 ;  Ann, 
Fharm»  cviii,  240). 

Anitate  of  Potash,  C^'ITKO',  obtained  by  neutralising  the  acid  with 
carbonate  of  potash,  drying  and  recrystallizatiou  from  70  per  cent. 
alcohol,  forms  thin  nacreons  laminsd  which  are  anhydrous ;  after  drying  in 
the  air,  they  contain  20*63  p.  c.     (Calculation  20*60  p.  c.) 

Anisate  of  Soda.  0^'H''NaO'.  —  A  solution  of  this  salt  in  boiling 
alcohol  yielded  on  cooling,  transparent,  shining,  rhombic  laminsB  contain- 
ing C"H'NO«  +  Aq,  which  at  130°  gave  off  511  p.  c.  (1  At.)  water 
(calc.  4*92).  When  these  laminae  were  left  for  some  time  under  the 
mother-liqnor  in  an  open  vessel,  they  disappeared,  and  larger  transparent 
crystals  were  formed,  apparently  belonging  to  the  oblique  prismatic  (mono- 
clinic)  system,  and  giving  off  13*36  p.  c.  (10  At.)  water  at  130°  (cal- 
culation requiring  34*25  p.  c). 

Anhydrous^BoU.  Eogdhardt. 

C^H^O' 151     ....    86-78 

Na  23     ....     13-22     13-10  to  136 

C»H7NaO«....  174     ....  100-06 

Aniaate  of  Baryta,  C^'H^BaO^  crystallizes  by  evaporation  of  its 
aqueous  solution,  in  colourless,  shining,  rather  tnick,  rhombic  tables, 
which  are  anhydrous  and  sparingly  soluble  in  water.  The  salt  dried 
at  160°  gave  31  09  p.  c.  barium  (calculation  :  31*20 ;  Laurent's  analysis 
(p.  126)  gives  31*8  p.  c.  Ba). 

AnUcUe  of  Stroniia,  C"H'SrO*jH-  Aq,[is  precipitated  by  nitrate  of 
strontia  from  a  solution  of  anisate  of  ammonia,  in  shining  laminae,  which 
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at  140^  gave  off  4*38  p.  c.  (I  At.)  water  (calculation  :  4-41  p.  c).  The 
dehydrated  salt  gave  by  analysis  22*22  p.  c.  strontium  (calculation: 
22-48  p.  c). 

AniscUe  of  Lime,  C^H'CaO*  +  Aq.  —  The  boiling  aqueous  acid 
saturated  with  carbonate  of  lime  deposits  on  cooliug,  transparent, 
elongated  laminae,  which  at  170°  give  off  5*33  p.  c.  (1  At.)  water  (cal- 
cnlation  5*0  p.  c).  The  dehydrated  salt  gives  1 1*53  p.  c.  calcium  (cal- 
culation*. 11*69  p.  c.)*  The  aqueous  solution  yields  by  slow  evapora- 
tion short,  transparent,  flat  prisms. 

The  anisates  of  baryta  and  lime  did  not  yield  bibasic  salts,  when  treated  in  tbe 
manner  by  which  Piria  obtained  bibasic  salts  from  the  corresponding  salicylates  (xii,  257). 

AntKLte  of  Magnegiay  C"H'MgO'  +  4Aq,  is  readily  soluble  in  water 
and  alcohol.  From  the  alcoholic  solution  it  crystallizes  in  flexible 
stellate  needles  which  give  off  16*93  p.  c.  (4  At.)  water  at  00""  (calcula- 
tion 16*41  p.  c).  The  anhydrous  salt  yielded  7*32  p.  c.  magnesium 
(calculation  7*36). 

AnwUe  of  Lead.  —  a.  Mmobasic.  C"HTbO«  +  HO.  —  Obtained 
by  precipitating  anisate  of  ammonia  with  neutral  acetate  of  lead.  White 
powder  which  dissolves  in  boiling  water  and  crystallizes  on  cooling  in 
thin  nacreous  laminsB,  which  give  off  their  water  (1  At.)  between  80^  and 
90^>  the  salt  then  caking  together  and  melting  to  a  transparent,  yellow, 
vitreous  mass.  The  precipitated  salt  yielded  3*5  p.  c;  the  crystals 
d'4  p.  c.  water  (calculation :  3*41  p.  c).  The  dehydrated  salt  gave 
39*19  p.  c.  of  lead  (calculation  39*32  p.  a). 

Bibasic.  C"H*Pb*0*  +  Aq.  —  A  Doiling  solution  of  the  monobasic 
salt  mixed  with  a  solution  of  basic  acetate  of  lead,  forms  a  white  heavy 
precipitate  consisting  of  microscopic  tables,  which  retain  1  At.  water 
when  dried  over  hydrate  of  potash.  It  gave  off  2*48  p.  c.  water  at 
140^  and  the  dehydrated  salt  was  found  to  contain  58*16  p.  c.  lead 
(calculation,  2*4  p.  o.  water  and  58*03  lead). 

Anuate  of  Coppei\  C"H*Cu*0*  1  —  A  solution  of  anisate  of  am- 
monia or  anisate  of  soda  forms  with  sulphate  or  acetate  of  copper  a 
greenish  blue  precipitate  which  is  a  mixture  of  anisic  acid  with  a  oasic 
salt  After  extracting  the  free  acid  by  means  of  ether,  the  residual 
salt  dried  at  J  20^  gave  by  analysis  a  quantity  of  copper  varying 
from  23-4  to  26*8  p.  c.  (the  formula  C"H"Cu«0*  requires  25  per  cent.). 
The  precipitate  obtained  with  anisate  of  soda  and  acetate  of  copper  dis- 
solves in  boiling  acetic  acid,  but  the  solution  on  cooling  deposits  anisic 
acid,  the  copper  remaining  dissolved. 

^TSVLiLSiQiLTiSR.—mtraniaate  of  Potaik.  C*«H«XKO«  +  2 Aq.  — Ob- 
tained by  saturating  nitranisic  acid  with  carbonate  of  potash,  evaporating 
dryness,  and  recnrstallizing  from  boiling  alcohol.  Forms  shining,  elongated 
tablets,  which  give  off  6*63  to  6*77  p.  c.  (2  At.)  water  at  140°  (calcula- 
tion 7-1  p.  c).  The  dehydrated  salt  C"H«XKO"  yielded  by  analysis 
1618  to  6*62  p.  c.  potassium.     (Calculation  16*62  p.  c  ) 
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NUrmiMie  of  Soda,  C"H«XNaO*  +  2H0,  prepawd  in  like  maimeT, 
oryBtallizefi  from  the  hot  aqueoqa  eolation  in  flat  yellow  needles  (a),  and 
from  the  hot  alcoholic  solution  in  slender  yellow  needles  (6). 

At  ISO*"  Engelhardt.  .. 

(a)  (b)  J! 

C»«H«X08    196    ....    89-5    

Na 23    ....     10-5     1004    ....     10-42 

C"H6XNaO«   ....  219     ....  100-0    

Crytiallized.  Engdhardt. 

Ci6H«XNaO«  219     ....     92-41 

2HO     18     ....       7-69    7*27     ....     7-42 

C"H«XNaO«  +  2 Aq    ....  237     ....  lOO'OO 

MtraniscUe  of  Baryta.  C^H^^XBaO*  +  4Aq.  —  Produced  on  adding 
nitrate  of  baryta  to  nitranisate  of  ammonia,  as  a  white,  floocalent  preci- 
pitate, nearly  insoluble  in  cold  water,  but  much  more  soluble  in  boiling' 
water  :  from  the  boiling  solution  it  separates  in  flakes  composed  of  micro* 
scopic  needles.  The  air-dried  salt  gives  off  11*7  p.  c.  (4  At.)  water  at 
150.  (Calculation  :  1 1  *9  p.  c).  —  The  dehydrated  salt  yields  by  analysis 
25*74  p.  c.  barium.     (Calculation:  25*89  p.  c  )• 

NiiraawUe  of  Strontia.  C"H«XSrO«  +  4Aq.  —  Besemblea  the 
baryta-salt.  Gives  off  125  p.  c.  (4  At.)  water  at  142^  (Calculation  : 
1805  p.  c).  The  dehydrated  salt  yields  by  analysisl  7*89  p.  c,  stron- 
tium.    (Calculation:  18*22  p.  c). 

Nitranisaie  of  Lime,  G^^H'XCaO*  +  4Aq,  separates  on  mixing  the 
solutions  of  nitranisate  of  soda  and  chloride  of  calcium,  as  a  crystalline 
precipitate  which  when  recrystallized  from  water  yields  flexible  needles. 
The  air-dried  salt  gives  off  9*4  p.  c.  (4  At.)  water  at  150°  ^calculation: 
10*8  p.  c);  and  the  dried  salt  yields  9*19  p.  o.  calcium.  (Oalcolation  : 
9*25  p.  c). 

Nitranisate  of  Lead,  C"H*XPbO*,  crystallixes  from  water  in  anhy- 
drous needles  which  explode  with  violence  at  a  red  heat.  After  the 
explosion  there  was  left  33  p.  c.  of  lead,  the  calculated  quantity  being 
34-63  p.  c. 

Sulphanisic  Acid,  —  The  normal  baryta-salt  of  this  acid,  dried  at  180^ 
was  found  by  Engelhardt  to  contain  37*08  p.  c.  barium,  which  is  the 
same  as  the  quantity  found  by  Zervas  (xiii,  1*29).  When  a  portion  of 
this  salt  was  completely  decomposed  by  sulphuric  acid,  an  equal  quantity 
of  the  undecomposed  salt  then  added,  and  the  mixture  evaporated,  a  white 
granular  mass  was  obtained,  which  yielded  by  analysis  30*1  to  30*7  p.  c. 
barium,  agreeing  very  nearly  with  the  composition  of  the  tesquihasic  salt 
C*«H<»Ba'0«,2SO«  +  C"H'BaO*,2SO»  (corresponding  to  the  sesquibano 
sulphosalicylate  analysed  by  Mendius,  xii,  277)^  which  requires  30*8 
p.  c.  barium. 

Nitranisic  acid  is  completely  decomposed  by  the  action  of  anhydrooa 
sulphuric  acid.     (Engelhardt.) 
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Pa^e  183. 


Caprylic  -4 ^coAo?, —Stadeler  (/.  pr,  Chem,  72,  241),  maintains  that 
the  chief  products  of  the  distillation  of  castor-oil-soap  (ricinolate  of  potash 
or  soda)  with  excess  of  the  alkali,  are  Gsnanthjl-alcohoi  and  methyl- 
csnanthyl : 


C»H«0« 
RicinoUc  add. 


2(K0,H0) 


C"HW02 


CEnantbylic 
alcohol. 


C»H"K20S 

Sebate  of 
potash. 


C?R* 


Marsh-gas, 


C»HMO«      +     2(K0«H0) 


C«H',Ci*H"0*      +     .C«H«K80«      +     4H 


RicinoUc  add. 


Methyl- 
oeuanthyl. 


Sebate  of 
potash. 


According  to  Dachauer,  on  the  contrary  (Ann,  Pkai^m,  106,  270),  the 
products  of  the  distillation  are  methyl-cenanthyl  and  caprylic  alcohol, 
C"H"0*,  the  formation  of  the  latter  differing  from  that  of  the  former 
only  hy  the   elimination  of  two  atoms   of  hydrogen  instead   of  four 

(p.  184).  (It  does  not  appear  that  St^ideler  actually  observed  the  elimination  of 
marsh -gas). 

Chloride  of  CapryL  —  On  submitting  the  portion  of  the  liquid^  which 
in  the  distillation  just  mentioned,  passed  over  between  174°  and  178'',  to 
the  action  of  pentachloride  of  phosphorus  (without  previously  treating  it 
with  bisulphite  of  soda  to  separate  the  methyl-cenanthyl)  washing  the 
resulting  distillate  with  water,  and  distilling  between  171°  and  115^,  a 
liquid  was  obtained,  having  the  composition  of  chloride  of  capryl,  as  will 
be  seen  by  comparing  the  analytical  numbers  with  the  calculation 
according  to  the  formula  C^H'Cl  and  C"*H**C1. 


16  C 

17  H 

CI 


Calctilaiion, 
96*0     ....     64-6 

14  C     

84-0     .. 

• 

..     62-5 
..     11-2 
..     26-3 

Dachauer. 
64-2 

17-0    ....     11-5 

15  H    - 

150     .. 

11-4 

35-5     ....     23-9 

CI    

35-5     .. 

240 

CW^Cl  148-5    ....  1000 


C"Hi*Cl 134-5     ....  100-0 


99-6 


AcetaU  of  Capiyl  C^H»0*  =  C*H«(C"H")0*.  —  Caprylic  alcohol, 
freed  from  methyl-cenanthyl  by  treatment  with  bisulphite  of  soda,  dis- 
solves sodium  in  large  Quantity ;  and  the  resulting  thick  yellow  mass, 
treated  with  chloride  of  acetyl,  becomes  heated,  deposits  chloride  of 
sodium,  and  when  water  is  poured  upon  it,  is  converted  into  a  mobile 
liquid,  which,  after  being  dehydrated  by  repeated  rectification,  boiled 
constantly  between  191°  and  192°. 


*  The  numbers  given  in  Dachauer's  memoir  are  64-1  C,  11-5  H,  and  23-9  CI, 
together  making  100 :  there  is,  however,  an  error  in  the  calculation.  According  to  the 
atomic  weight  of  chlorine  which  he  adopts  (36)  his  analysis  would  give  24*3  p.  c.  of 
chlorine,  not  23-9.     (W.) 


